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PREFACE

ToE immense importance of the sugar industry in world
cconowmics has forced the development of the polariscope
into a sugar-testing instrument of high efficiency. Com-
paratively few practicing chemists are familiar with any
other application of this useful laboratory tool.

Many books have been written on commercial saccha-
rimetry, but it is only by hunting through the whole mass
of literature of analytic chemistry that occasional instances
can be found of the application of the polariscope in
general laboratory practice.

Landolt’s great work is the only one devoted to a com-
Dlete treatment of the subject of polarimetry, but that is,
in the main, a book for the physical chemist and trained
investigator in pure science.

Hence I have ventured to write a simple introductory
treatise, not a complete manual of polarimetry by any
means, but one explaining in an elementayy way funda-
mental principles and their application in general labora-
tory practice.

Naturally, I have devoted much space to methods in use
in sugar manufacture, but havealso described those used in
brewing, the starch industries, and food and drug analy-
sis as well. It has seemed best to introduce outlines of
some technical processes and factory methods of chemical
control to make the subject clearer. I have also over-
stepped the strict bounds of polarimetry to explain methods

obviously aceessory to many determinations.
v



vi PREFACE

A sketch of the use of the polariscope in pure science ig
given in view of the great possibilities of the instrument in
that field.

In short, with an experience covering nearly twenty
years as technical chemist in the sugarhouses of the
West Indies, in the ghucose industry of the West, and ag
a teacher of polarimetric methods in a great technical
school I offer the book in the hope that it may prove a
guide to a better comprehension of the polariscope ag a
practical laboratory tool, and suggest means of wider
application.

I can make but small return here in acknowledging
my indebtedness to those who have kindly assisted me
in the preparation of these pages,—to my father, Dr.
W. J. Rolfe, whose criticism and advice has been an
inestimable aid in putting this book through the press;
to Professor F. H. Storer, an esteemed critic, but more
than all, one whose kindly interest and encouragement
have greatly heartened me in my task; to my colleagues,
Professors Wendell, Noyes, Gill, Mulliken, Mr. A. G.
Woodman, and others who have aided me with advice
and criticism in their special fields of work.
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THE POLARISCOPE IN TIHIE
CHEMICAL LABORATORY

FUNDAMENTAL PRINCIPLLES

The Function and Scope of Optical Analysis. ‘T'he
methods of analysis to be described are bused on the
behavior of “polarized light” in passing throngh sugar
solutions. In many cases these methods cin be applied
as well to other “optically active ’’ componnds that are in
the liquid state or in solution. Many organic substinces
show optical activity —about seven hundred have been
studied: hydrocarbons, such as diamyl; aleoliols, as
dichlorhydrin; acids, like tartaric ; alk:uloids, as nicotine;
essential oils, as oil of lemon; and terpenes, like camphor.

Comparatively little is known about the relationship of
optical activity to the chemical and physical structure of
matter. Pasteur, about 1850, pointed out that the optical
behavior of solutions of isomeric forms of tartaric acid
could be foretold by a study of the plancs on the crystils
of thesc acids. This relation has been found to huld tene
in case of other organic crystals. An analogous law had
bcen discovered in quartz crystals by Herschel, in 1835,
Van't Hoff and Le Bel, in 1874, showead that differences
in the optical activity of isomers could bue explined by
a peculiar molecular structure and demonstrated by the
graphic symbolism ordinarily used in interpreting organic

LTy "3



2 FUNDAMENTAL PRINCIPLES

reactions.) This theory has been uscful in predicting the
existence of many organic compounds, and may be said
to form the basis of the scheme of Fischer's masterly
researches on the sugars.?

While it is not the province of this book to go into
an elaborate cxposition of the properties and theories of
polarized light, it is necessary, for the intelligent use of
apparatus and the understanding of methods, to describe
a few simple experiments, with brief explanations.

Double Refraction. — “Iceland spar,” a crystallized cal-
cium carbonate, which in the natural mineral readily splits
up into colorless rhombohedrons, is the customary material
used in optical instruments for producing plane polarized
light. Looking through such a rhombohedron of Iceland
spar in any direction (except parallel to a line joining
the two most obtuse solid angles, known as its “optical
axis ) it will be noticed that the images of objects are
doubled. Evidently the light passing through the crystal
follows two paths. This “double refraction’ is character-
istic of any crystal not “isometric” in structure, but any
transparent solid, ordinarily not doubly refractive, glass for
instance, will show double refraction if different parts are
subjected to unequal pressure, thus producing variations
of density.

The Nicol Prism. — In a substance showing double re-
fraction, each member of the divided beam in its passage

LA review of the work of Pasteur and hililiography of original papers
will be found in Landoit’s “Das optische Drehungsvermdgen,” p. 40. A
similar review of the work of Van't Hoff and Le Bel hegins an p. 43 of the
same work. Pasteur’s original paper has also heen recently puiilished in the

“ Alembic Club Reprint,” No. 14.
2 Qutlined by Tollens, “ Handbuch der Kohlenhydrate,™ II, 11—40.



IFUNDAMENTAL PRINCIPLES 3

through the crystal has undergone a remarkable change,
known as “polarization,” which makes it available in sugar
analysis. To utilize this property it is necessary to isolate
one of these beaws, whiv::h can be done by a “ Nicol prism,”
so called from its inventor.

Such a prism is made from a rhomboidal picce of Ice-
land spar, one whose length is approximately threc times
its breadth, by grinding aud polishing the end faces so that
they make an angle of 68° with the long edges instead of
the 71° of the original crystal, and cutting the crystal in
halves along a planc passing through one of the most

“LIGHT
OEMENT JOINT

Fus. 1.— DIAGRAM SHOWING PATIS OF LiGuT Ravs IN A Nicol, Prism.

obtuse solid angles of the prism 90° to the modified end
faces. The cut surfaces are polished, and cemented
together with Canada balsam, restoring the two parts of
the crystal to their original positions. The long side
faces of the prism arc blackened.

Any ray of light on entering a Nicol prism in a direction
parallel to the long edges is divided into two components.
The component most refracted, known in this case as the
“ordinary ray,” meets the balsam sheet at such an angle
that it is totally reflected, and practically all absorbed by
the dark coating of the sides of the prism. The other ray,
called the “extraordinary,” striking the balsam plane at a
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lesser angle, passes through the prism, emerging in a con-
dition which is known as “ plane polarized.”!

Properties of Plane Polarized Light. — Looking through
two Nicol prisms at any source of light, holding the prisms
so that the light will pass through each successively, and
revolving one slowly on its long axis, — that is, around the
line of direction of the light beam, — it will be noticed
that the light seen through the prisms zaries continu-
ally as the prism turns. At certain points in the revo-
lution of the prism, 180° apart, no light passes, while at
exactly midway between these positions (9o° from theni)
most light is seen. As the prism is revolved, the light
increases up to a maximum, and then decreases till the
point of “total extinction " is reached. Hence, the amont
of light passing through such a combination of Nicol
prisms in the manner described depends on the angle
through which one of the prisms is rotated from the
positions giving maximum or minimum illumination. The
relative positions of the Nicols giving maximum light
intensity’ will be found to be that point of rotation when
the rhomboids of the end faces are parallel, each edge of
the end face of one prism to the corresponding edge of the
other prism. When one of the Nicols is rotated to a posi-
tion go°, no light passes, and the field is dark. In the first
case, the prisms are said to be “parallel,” in the second
“ crossed.”

Polariscope. — If the combination of prisms as described
is held in some suitable apparatus, one prism being fixed,
the other capable of rotation, a measuring device can be

! Some modified forms of the Nicol, designed to iicrease its light capacity,
are described in Landolt's work already 1eferred to.
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e ed e the naatingg prism oand these phascs of light

coerta e ht etfedds depending on thew, can be re-
oo b detante paints om st seale. Such an instrument
calid o T pelatis ope,” and ean be atilized in sugar

v e N seletion, placed belween the prisms in
choaway that the dight passes throngh it o its passage
Aween e pristes wffents the intonsity of the light, so that
wol e nececary tasefele the movable prism to restore
A iht effevt shown by the polariscope previous to the
wytiar ol Ve sadmbion. Uhe magnitude of the angle
senich whioh thne quism mnst be rotuted to restore the
Al gt etfee Uis famnd to depend direetly on the con-
pirazion of the ~agar solution, aud therefore can be taken
v measiste of the sigurr itself.

Undulatory Theory. The so-cadled “undulatory” or
wave " theory its proved indispensable far interpreting
wse phanomena of polavized light,  In its simplest form
s theory astumes that adl light rays are cansed by waves
f envegy transitted in strajght lines through a medium,
alled ether” which pervades all space, even  dense
olidds '

The transmission of energy in trinsverse waves propae
ated e ostradght lines can be admirably illustrated by
means of a stretched clastic cord. If one end of such a
ord is vibrated transversely by shaking it at right angles
o the direction in which the cord is stretehed, waves will
vass abong the cord, as cach particle is successively set in
meillation.  Ohviously it is the disturbance that travels as
t wave and not the matter in the cord itself, cach partiele
of which is merely oscillating backward and forward, If
be cord iy continuously shaken in different directions
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transverse to its length, it illustrates well the theoretical
conception of ordinary light.

The direction in which the cord is stretched is the
straight line which determines the path of transmission of
the waves and corresponds to the light ray. The particles,
always oscillating transversely, but whose planes of vibra-
tion are continually changing their position in space,
illustrate-the ether.

For such a series of transverse waves see the diagram.
Two particles moving in the same direction at the same
time, such as A and B, are said to be in the “same phase.”

Pl N TN e
/ \2/ ~—

FiG. 2.

When the displacement and motion of the two vibrating
particles are exactly opposite, as 4 and C, they are said to
be in “ opposite phase.” A “wave length” is the distance
along the line of transmission between the two nearest
particles in the same phase, as from 4 to5. The distance
from one particle to the next in opposite phase is half a
wave length. A ray, representing the direction of trans-
mission (path), of the energy is a geometric line and hence
has but one dimension. A multitude of rays having a
common direction is called a “beam,” and can be con-
sidered to occupy space. These terms are also loosely
used by many writers on optics to express the waves of
energy themselves which are moving in a ray or beam.
The color of the light depends on the period of vibration
of its waves. In the passage of the light through any
ﬁ&mngeneous medium, as air, its color bears a direct
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relation to its wave length. Light consisting of waves of
one length is said to be ““homogeneous” or * monochro-
matic,” its color being expressed mathematically in terms
of its wave length when passing through air. Light
made up of vibrations of many wave lengths is said to
be ‘“compound”; ordinary day or lamplight is of this
nature.

[See Preston’s ““ Theory of Light” for a full explanation
of wave propagation and exposition of the undulatory theory
in its application to optics.]

Reverting to the phecnomecna observed with the two
Nicols: when light enters a Nicol prism, owing to the
molecular structure of the calc-spar, the ether is prevented
from vibrating in varying planes, its oscillations being con-
fined to 7z at right angles to each other. Application
of the law of resolution of motions will greatly assist in
understanding the theoretical explanation of these light
phenomena. Many of the effects of Nicol prisms can be
made clear by making a diagram of the vibration planes
according to the doctrine of the ‘‘ parallelogram of forces.”

In the Nicol prism, the theory shows that the planes of
vibration of the two light beams are determined by the
diagonals of the end faces. It has been shown how one of
these beams has been disposed of by total reflection. The
plane of vibration of the unextinguished (emerging) beam
is parallel to a plane passing through the shorter diagonals
of the end faces of the prism. A plane at right angles to
this is known as the “ plane of polarization.” The rays of
the emerging beam from a Nicol prism, after emergence,
continue to vibrate only in the definite vibration plane,
determined by the position of the shorter diagonals of the
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end faces of the prism, and are not, like ordinary light,
continually changing their vibration planes. It is this
characteristic of the light which distinguishes it, in the
interpretation of the theory, as “plane polarized.”

In the combination of the two Nicols as described, the
plane polarized beam emerging from the first Nicol, having
one resultant vibration plane, passes into the second Nicol,
where it is in general resolved into two planc polarized
beams, one of which is reflected out. The amonut (inten-
sity) of light which will pass through the second prism can
be determined when the angle which its vibration plane
makes with that of the first prism is known, by making a
diagram of the positions of the vibration planes of the
emerging beams of the two Nicols as follows:

Let AB represent the vibration plane of the light emerg-

ing from the first Nicol (which is known as

© ®  the “polarizer’’), and 4D that of the emerg-

‘_71;;0 3° ing beam from the Nicol necarest the eye (the

"% “analyzer”), this latter plane making ‘the
angle 2 with the plane of the polarizer.

The beam defined by A5 is divided, on entering the
second Nicol, into two components whose vibration planes
are AD and AC, of which only the beam defined by AL
can emerge from the analyzer. Its infensity as compared
with the light passing through the polarizer is represented

by %, the relative lengths of 4D and AF being deter-

mined by completing the parallelogram 4CBD.

When the Nicols are crossed (that is, when 4B is per-
pendicular to A4D), it will be seen that the light emerging:
from the polarizer is passing along a vibration plane in
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s1clt i position that the waves are totilly reflected by the
astlyzer, and the field is Dlack, or, in actunl experiment,
of minimnm intensity, since osually not quite all the rays
entering the prisms are parallel.

It is true that this assumption of light waves is purcly a
theorctical one. 1t is equally true that scientists gnided
by these ideas have made actual laboratory measurcments
which logically seem to represent light-wave measurements.
Reference will be made to sonie of these vahies, which are
actualitics of physics, whatever their interpretation.

Effect of Sugar Solutions on Polarized Light. — (1) If the
light passing through a polariscope is of one wave length,
thiet s " homogeneaus” or “monochromatic,” as is, pric-
tically, the yellow light made by vaporizing table salt in a
Bunsca bumer, and a fube filled wilh sugar selution is placed
between the two Nicols, so that the light passing from one
prism to the other has to traverse the length of the tube
through the solution, the following results will appear:
if the Nicols are crossed, total extinction does not now
occur, butthe extinction point now will be found by rotating
the analyzer to the #ig/¢ (in the direction of the motion of
the hinds of a clock).

(2) If the light i ordinary daylight or lamplight, that
is, white light, madeup of light of all wave lengths (¢ com.
pound light "), it will be scen that extinction does not take
place at any position of the analyzer, but the fiddd of view
is colored, all the spectral colors appearing as the analyzer
is rotated,

The explanation of these light effects is that the planes
of vibration of the light waves of different lengths are
rotafed to the right by the sugar solution, but not all to
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the same extent; those of the shortest length, namely the
violet, being turned the most, the red the least.

At each position of the rotating Nicol the planes of
vibration of some of the rays, those of some definite tint
(wave length), make an angle of 9o° with the principal
section of the analyzer, and are consequently reflected and
absorbed. The light emerging from the analyzer is, there-
fore, the original light degrived of the color of tliese reflected
rays, or “complementary ” to them.. In the case where the
light is monochromatic, as is, practically, the sodium flame,
total extinction occurs when the rotating Nicol is turned so
that its vibration plane is at right angles to the rotated
plane of vibration of the beam passing into it from the
sugar solution. But one such planc cxists, as all the rays
having a common wave length are rotated alike.

It follows that if the rotatory effect of a sugar solution
on plane polarized light is to be measured, it is neccssary
to use monochromatic light.

This behavior of the sugar solution is called its “optical
activity.” Any optically active substance in solution will
affect plane polarized light in a similar way, rotating the
planes of vibration to the right in some cases, to the left in
others. Substances rotating to the right are known as
““ dextrorotatory " (symbolized +); those to the left, “levo-
rotatory ” (—).

Laws governing Rotation of Optically Active Substances.
—In the experiment just described, when the light is
monochromatic, the angle of rotation of the vibration plane
of the plane polarized light by a sugar solution can be
measured by the angle through which the analyzer of the
polariscope’ must be turned to restore the original light
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cffeet given by the instrmuent previous to placing the
sugar solutivn between the prisms (in the case described,
tutal extinction).  This can be dewonstrated by means of
adiagram sundogous to Mg, 3.

The stronger the sugar solution and the longer the
calupm through which the light passes, the greater the
angle through which the vibration plane is turned.  Ex-
periment has shown that, for rays of any one wave length,
this rotution is dircetly propartional to the concentration and
lerarth of cobemi of the solution,

Specific Rotatory Power. -~ When the angles of rotation
of different optically active substances mre compared ender
identical conditions of concentration, eolunn laysth, and
light, cach substince gives a characteristic value.  When
determined under séradard conditions, the characteristic
angle obtained isameasure of the “specificrotatory power ”
ar “specific rotation * of the substance, and is symbolized
by the Cireek letter ap/far (o). In modern measurements,
the specific rotation of solutions of optically active sub-
stances is measured by the angle of rofation, cxpressed in
augrnlar degrees, whicdt plane polavized light, corresponding
i oseawe lemgth to that nf e yellozs, D, line of the solar
spertrum} nndcrgoes e passing throngle, al a temperature

¥ Ae there are 1w lines givien by solium Hgha, 720 aml 7 (the bater wwch
Paighstiny, i thie gt exacl ineasurements L ray midway lietweso e two
spet s laniss i taken as e stamlard, baving 2 wave length of 00058y 32
millimsten,  Sub light, ancoeling v Tamisly, s prodacsed from a sidinm
Lilorile famie afier pawing the rays sucecewively throagh solutions uf putag
sium bivBcasate and wrani wn sulphate.

The It uf the /2 lines uf the sular spectenm separaten by specttsesile
tnethols hay & resultant wave lesgth or * optical center ™ af 00038)25 mith-
teter and plvesrieat ion values identical within the wunl limit of the measure.
mcnts with e 1aken by the Lippich liltered sodiun Light,
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of 20° C., a decimcter column of a solution of the optically
active substance hawving a concentration of one gram i1z one
cubic centimeter.  This can be expressed by the following
equation : a=al, (1)

where « is the angle of rotation in dzgrees, / the length of
column in decimeters, and ¢ the concentration. If there
are w grams of substance in v cubic centimeters of solution,

. w
the concentration can be expressed as —-
v

Hence, a=9i—w, (2)
and a=2%. (3)
lw

By this last equation, the specific rotatory power of any
optically active substance can be-calculated from solutions
of any convenient concentration if the column length is
known. As will be scen later, effects so obtained in many
cases have to be corrected for influence of solvent and tem-
perature, but for cane sugar these effects are practically
negligible for ordinary conditions of analysis. These spe-
cific rotation values are the fundamental constants of all
calculations in optical analysis, being analogous in their
use to the atomic weights in the usual computations of
gravimetric and volumetric analysis.

If the concentration of a solution is expressed in per-
centage of substance in solution (grams in 100 grams), as
is often the case in commercial analysis, equations (2) and
(3) are expressed somewhat differently. The number of
grams in 100 grams can be expressed as p, and since, if &

represents the density of the solution, v = .1_9.9, Ay
a v 100
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Henee, o - “l'i/:,{, (4)
anrl = '00e
“= (5)

Obvieasly it is necessary to distinguish carciully be.
tweon theae two expressions of concentration, in arder to
aveid seviaie confusion m ealeulations.!

Yellow Jizht, carrespanding to the 72 line of the solar
spen trann, T heen adapted for the stmdard because of
tie case with which light of this color can be prodaced by
vadatilizingg table sult in g Bunsen bhurner, sieohol lmp, or
other sonree af ot gan hamivons thime,  Specitie rotations
s determined sue mare exactly symbolized [a], to dis.
tingguixh theor from others to be referred to.

fn the case of an optieally active substance which is
ilself s nguddd, ws, for mstance, spirits of turpenting, the
speciie rolddory power s expressed by the equition

a
a s l(i,
where o/ in the density of the lguid.
In the ease of an aptically active transparent selid, as

quarty, @ = ';, the unit for / being a section oue millimeter

thick cut in a plmce at right angles to the optic axis. The
standand temperatnre for all specific rotations is 20° C,

tln wetw o curate delerminatison af specific rotatia e vonvestrating is
saptesee dan (o o ntige v anbabanee DU subntion, both sulbsance aoid sobvieu
Lo apgg weaghed aled oil wegrhis bedug alsobute, that i caleubital far welghings
it sgewoin,  Fr the case ool The weight of a xolisd sulmtadse of the enwity i
cane wogar the difference between the weiglings in or aml the absolute s
srmly ARsRy
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Application of the Laws of Optical Rotation to Sugar
Analysis. — The application of these laws to the analysis
of sugar or other optically active substance can now readily
be understood. Let  be the per cent of optically active
substance contained in 7' grams of sample, the weight of
this optically active substance being .

Then, =%

W’
From the fundamental equation alrecady given:

P being expressed decimally.

_av
al/

av
Then, = ;./"07

w

For example, 17.50 grams of raw sngar in water solution,
made up to 100 cubic centimeters, observed in a 2-deci-
meter tube, rotated the plane polarized yellow ray 21° 35/,
Taking the specific rotation of cane sugar as 66.5° and
expressing all values in sfandard units, the percentage of
cane sugar can be expressed as follows :

21.58 X 100 :

;}(—-6—653—){;;%6: 02721 (that is, 92.7%).

If the substance has its rotation constant appreciably

affected by the amount of solvent present, as is the case

with camphor or tartaric acid, the calculation will be more

complicated. Under the ordinary conditions of commer-

cial sugar analysis, this influence is so small as to be negli-
gible, as already stated.

! Throughout this discussion it is, of course, assumed that but one optically
active substance is present in solution.



THE POLARISCOPE

Essential Parts. — From the preceding chapter it is
clear that the essential parts of a polariscope for meas-
uring the rotatory effects of optically active substances are
two Nicol prisms, one of which must be capable of rota-
tion and have some suitable device for measuring the angle
of its rotation from a definite position. These prisms
must be arranged, as previously described, in a suitable
holder, so that tubes containing solutions to be examined
can be placed between the prisms, and finally there must
be some source of monochromatic light.

As a rule the analyzer is the rotating prism, as this
brings the measuring scale conveniently near the eye of
the observer.

In 1840 Biot introduced a polariscope of this descrip-
tion, using the total extinction position of the prisms for
the end point ; but, as experiment with such an instrument
will show, it was impossible to determine the exact point
of extinction without a large error. In the optical devices
for producing a more precise end point, much ingenuity
has been expended; in fact, these devices alone determine
the essential differences between most of the different
makes of polariscopes for measuring angles of rotation
directly.

Mitscherlich Polariscope. — Mitscherlich, in 1844, im-.
proved ‘the original instrument of Biot, so that a broad

15



16 THE POLARISCOPE

black band in a light
ficld wis produced at the
extinction point, instead
of total darkness. The
Mitscherlich polariscope
is still used for compar-
atively rough mcasure-
ments, being  scusitive

=~ to .17,
m. . The Transition-tint
] EA .
g 3 Polariscope. - Another

end-point device, used

alyser

inthe earlicr instruments

paralle] to the optic axis,
some crystals turning
the plane of polarization
to the right (clockwise),
others to the left. The
direction in which the
planes of vibration ro-
tate can be predicted by
3 a study of the arrange-

¥
Z w s
R
£ s by Biot and others,
Z mMm wits the “ trimsition-tint
ul <~ .
£ .m.u....w., quartz plate.  Sections
7 E3
& m ige of quartz, cut perpen-
IR . . .
m m mw 4 dicular to the optic axis
Ry ' '
& $5z § of the crystal, have a
WwEY | -
% .mmmmm strong  rotatory  effect
£ mwmmm on planc polarized light
i g .
.\_L <unng Wwhen the light passes
+
g
i




TIE POLARISCOPE 17

ment of the faces of the original crystal. The amount of
rotation is independent of the right or left direction, but
depends on the thickness of the quartz section. A milli-
meter scction of quartz, according to Biot, rotates plane
polarized light of different colors about as follows:

Red, 19° Yellow, 24° Green, 28°  Violet, 41°

These values are for “mean” rays, or those approxi-
mately in the middle of the spectrum bands of the colors
mentioned, and do not apply to the “ Fraudhofer ” lines as
do the more exact measurements of later observers.

The transition-tint plate consists of two quartz sections,
cut as described, of equal thickness, but of opposite rota-
tions. These are mounted in a diaphragm opening be-
tween the polarizer and analyzer, in such a way that each
section covers half of the optical field of the polariscope.
The sections arc cut 3.75 millimeters thick, and rotate the
mean .yellow rays 9o° (3.75 X 24 = go), which in conse-
quence cannot pass through the analyzer when its plane
of polarization is parallel? to that of the polarizer. White,
or any light containing rays of all wave lengths, as lamp
or gas light, in passing through such an optical combina-
tion will be deprived of its yellow rays, and the optical
ficld will show, accordingly, the resulting *complement-
ary’ tint, usually described as a rose violet. If the
analyzer is turned in the least, contrasting tints of red and
blue are seen in opposite halves of the field. Only at the
end point, or at a position of the analyzer 180° from it, do

! A section cut any odd multiple of 3.75 millimeters in thickness will pro-

duce the same effect. When the plate is cut an even multiple, it is easily
demonstrated that the transition tint appears when the Nicols are crossed.

[
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both halves of the field show the samec tint, —this rose-
violet transition tint.

The transitiontint polariscope was introduced by Robi-
quet, and was much used by earlier investigators, as it was
more sensitive than the Mitscherlich, and had the advan-
tage of using ordinary light.

Inasmuch as this instrument gave measurcments of the
rotation of the vibration plane of the mean yellow ray,
and not that of the D line of the sodium flame, it gave rise
to statements of rotation figures on a different standard,
which is distinguished by the symbol [a];, the mean yel-
low ray of wave length .0005608 millimeter, being known
as the 7 ray (French jaune, yellow).

The transition-tint polariscope is not now used in scien-
tific measurements, although the transition-tint plate is the
end-point device of some modern saccharimeters. The
instrument has many disadvantages. Colored solutions
obviously interfere with its readings. Many colorless solu-
tions of high rotation produce dispersive disturbances
which prevent an even-tinted field at the end point. It
has been objected to on the ground that lights of different
wave-length composition, such as daylight and gaslight, give
slightly different complementary tints. The instrument is
of course useless to those who are color-blind. A cheap
form of this polariscope is used in Europe somewhat for
determining sugar in wines, as the errors of such low
rotations are inconsiderable.

The transition-tint polariscope — which must not be con-
founded with the Soleil saccharimeter —is of importance
to the modern investigator solely because the optical con-
stants which were obtained by its measurements are still
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found in many modern works, especially English, and con-
sequently the difference between specific rotatory powers
expressed by [a], and [a]; should be understood. Inas-
much as the rotation for the D line of the spectrum by a
millimeter section of quartz is 21.7°, that of the mean yel-
low being 24° as previously stated, the old transition-tint
constants can be changed to the modern standard by the

factor, 217,
24.0

Practically all modern polariscopes use the sodium light,
and have some device which shows a blank, evenly
illuminated field at the end point, while at any other posi-
tion of the analyzer, a part of the field, usually one half, is
shaded. One of the earliest of these '“shadow” or “ half-
shade” polariscopes was devised by Jellet about 1860.
Cornu and Duboscq improved the instrument in some
details of its construction.

The Duboscq Half-shade Rotatometer.— The end-point
device of the Duboscq half-shade “rotatometer,” as it is
called, is the Jellet-Cornu or *split” prism, which takes the
place of the ordinary polarizer. This is made by bisecting
a Nicol prism, or one of its sections, lengtiwise of the

| Some confusion has resulted from the introduction by Montgolfier in 1874
of a jaune moyen ray, having a rotation value of 24.5° for the quartz milli-
meter plate, subsequently adopted by Landoit in his book on the polariseape
as the value for the ; measurements. This ray is not the Biot ray, inter-
mediate in wave-Jength value hetween the sodium and thallium lines of the
solar spectrum and having a wave length of .0005608 millimeter, but is the
ray of a wave length 0005553 of a rotation value for the quartz millimeter
plate which is the arithmetical mean between the rofation values for the D ray
and the £ ray. This later change of standard was most unfortunate, as it has
caused a misunderstanding which bas marred much excellent work by early
investigators [ /. Ckem. Soc., 1897 (71), 89].
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prism, in the plane passing through the shorter diagonals of
the end faces. Equal wedge-shaped sections are taken off
the two cut surfaces, and the two parts are cemented to-
gether again. The effect of the removal of the two wedge-
shaped sections is to tilt the polarizing planes of the two
halves of the prism so that thcy make an angle (usually
about 175°) with each other. This type of prism is made
in several ways, but the principle is the same in every form.

This modified prism is used as a polarizer, and is mounted
in the polariscope with a diaphragm having a circular open-
ing between it and the analyzer in such a way that the
opening is bisected vertically by the line of the joint of the
two halves of the prism. If the aralyzer is turned to a
position which would give total extinction for an instrument
fitted with an ordinary Nicol for a polarizer, the ficld made
by the diaphragm opening will not be black in this casc,
but faintly and evenly illuminated, appearing as a luminous
disk. The slightest rotation of the analyzer from this posi-
tion produces a shading in one or the other halves of the
field. This can be made clear by a discussion of the follow-

ing diagram : \
3/"
QG
y
5

C
Fii. s.

Let AC and FG respectively represent the positions of
the planes of polarization of the analyezer and polarizer of
a polariscope equipped with ordinary Nicol prisms adjusted
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of rotation; but, on the other hand, the field is darker at
the end point. Thisindicates the most serious disadvantage
of this type of polariscope, as it is impossible to make one
instrument that will be applicable for universal laboratory
measurements. If the polariscope has a prism giving suf-
ficient precision for scientific work, it will not pass light
enough at the end point for polarizing the dark-colored solu-
tions often met with in commercial practice, molasses for
instance.

Laurent Polariscope. — This need for a half-shade polari-
scope, having an end-point device by which the angle of
the polarizing planes of the two halves of the field could
be varied to suit the requirements of the work, was met in
a most ingenious and satisfactory manner by Laurent in
1877.

The Laurent polariscope has the ordinary Nicol prisms
for polarizer and analyzer, mounted in the usual way, except
that the polarizer is so arranged that it can be rocked or
rotated on its long axis through a small angle. The char-
acteristic end-point device is a thin plate of quartz cut par-
allel to the optic axis of the crystal. A section so cut is
doubly refractive, dividing a light beam entering normal to
its surface into two component beams with vibration planes
tespectively perpendicular and parallel to the optic axis.
The thickness of the section is such that, when sodium
light is used, the component ray vibrating at right angles
to the optic axis, on emerging, has its vibrations accelerated?
half a wave length in its passage through the quartz. This

1 The undulatory theory shows that the difference in refraction of the two
polarized rays is the result of a difference in speed of transmission of the light
waves, the less refracted ray being transmitted more rapidly.
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quartz plate covers one half of the circular opening of a
diaphragm which defines the optical field of the instru-
ment, and through which the light passes from polarizer
to analyzer. Therefore the quartz intercepts these rays in
one half of the field.

The following diagram will assist the explanation: Let
ADB represent the vibration plane as well as the amplitude
of vibration of the light from the polarizer which makes a
small angle BAC with the

b4
optic axis of the quartz 3
. . . b
plate, this axis being repre- g é\?
. QUARTZ 3
sented for convenience as | rure e o

parallel to the edge AC of

the quartz plate bisecting
the circle representing the
*NALYZER

diaphragm opening. When Ay
the light from the polarizer
reaches the quartz, it is

resolved into two compo-
nents AC and A F, parallel Fi. 6.

and perpendicular to the

optic axis.  The light of the component 4 7 travels faster
through the quartz than that of the component AC vibra-
ting parallel to the axis, and, having gained on AC half
a wave length, is at time of emergence from the quartz in
just the opposite phase of vibration, relative to AC, to its
original phase on entering the quartz. Consequently, this
emerging component can be represented by the line AE
equal to AF, but opposite in direction. By means of the
parallelogram AEGC it can be shown that the components
AE and AC can be compounded into the resultant 4G, as
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if the light had come from a polarizer having its vibration
plane inclined to the optic axis of the quartz at an angle
GAC equal and symmetrical to the angle BAC actually
made by the plane of the polarizer with the optic axis. So
too the angles made by these planes with that of the ana-
lyzer are equal and symmetrical, when it is adjusted so
that its vibration plane is perpendicular to the optic axis of
the quartz, and hence the intensity of the light in both
halves of the field is the same, the absorption and reflec-
tion caused by the quartz being negligible. Thus, the
polarizer and the quartz plate together give the effect of a
Jellet-Cornu prism, the planes of which are tilted to each
other in each half of the field by a small angle ; but have the
valuable advantage that this angle can be varied at will by
means of the rocking polarizer without disturbing the end-
point adjustment of the analyzer, since the angles made by
the vibration planes of the light in each half of the field with
the analyzer plane always remain egual and symmetrical
whatever their magnitude. - In all other respects, the ex-
planation of the light effects of the Jellet:Cornu prism
polariscope applies to the Laurent instrument, so neced not
be enlarged upon here.

The Laurent polariscope is the one most generally used
in direct laboratory measurements of optical rotation, and
is the standard instrument used by the French govern-
ment in testing sugars. Its use is obviously restricted to
sodium light. The average error of measurement is stated
by Landolt to be .2 per cent, due to mechanical imperfec-
tionsinseparable from its construction. First-class French
instruments certainly show agreement within an error con-
siderably less than .2 per cent.
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measure to 1/, or, with the more modern decimal scale,
.01°.

In using the Lippich polariscope it is necessary that the
condensing lenses for illuminating the field be adjusted
with the greatest care to insurc even illumination without
surface reflections. The instrument also seems to be
much more sensitive to extraneous light than is the Lau-
rent polariscope.

Wild Polariscope (“Polaristrobometer”). — The Wild po-
laristrobometer, invented in 1864, has for its end-point
device a ‘“ Savart polariscope,” which consists of two calc-
spar plates cut at 45° to the optical axis of the crystal and
placed with their vibration planes at right angles to each
other! and at 45° to that of the analyzer, which is fixed,
the polarizer being the rotating prism. The effect of this
combination is to produce “interference bands” or black
horizontal stripes in the field when homogeneous light is
used. These bands disappear in the centre of the field at
points go° apart in the rotation of the polarizer. The
exact point of disappearance of thesc bands, as shown by a
blank space symmetrically placed relative to two cross
hairs in the field, is taken as the end point. The displace-
ment of this blank spot in the field is very marked for a
slight rotation of the polarizer.

As it is the polarizer that rotates, its rotation is in the
reverse sense to the rotation of the plane of polariza-
tion by the optically active substance; that is, dextrorota-
tory substances, for instance, have their rotatory effects
measured by a corresponding rotation of the polarizer to
the left.

1 Wild, “Ueber ein neues Polaristrobometer,” Berne, 1865,
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THE SACCHARIMITER

General Principles. — As the value of the poluiscope for
the determination of sugar (sucrosce) had quick recogmition
in commercial work, instrumcents were soon specially  de-
signed to give the sugar content of industrial products by
a simpler, more direct way thau by the nse of the ordi-
nary laboratory polariscope. Such instruments, known
as “saccharimeters,” have scales graduated in divisions
expressing per cents of sugar instcad of angular degrees,
and the manipulation of testing is so conducted that the
saccharimeter gives a direct reading of the sugar per cent
of the sample without calculation.

The theory of the graduation of a saccharimeter is very
simple. As the optical rotation is directly proportional to
the concentration of the optically active solution and the
tube-length, it is clear that if the weight of sugar sample
taken for polarization, the volume of aqueous solution in
which this weight of sample is dissolved, and the tube-lengrth
are constants, the sole variable effect on the rotation (leav.
ing out of consideration the slight influence of temperature
and concentration on the specific rotation) will be causeccd
by the difference in the amount of sugar in the sample.
Further, if the constant weight of sample taken for polari-
zation is that weight of pure sugar which will give a read-
ing of 100 divisions of the saccharimeter scale, the reading

B
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when this weight of aizy sample of sugar is polarized will
directly express the per cent of sugar in the sample. This
weight is known as the “normal weight’ of the saccha-
rimeter.

It is necessarily assumed that no other optically active
substance than sugar (sucrose).is present in the sample.

The most conveuicut values for tube-length and volume,
universally adopted in saccharimetry, are 2 decimeters and
100 cubic centimeters.  The standard commercial saccha-
rimeter in this country and abroad, except in France, has
a normal weight of 26.048 granis.

Originally, a different standard of graduation was used,
and it still prevails in the rotary saccharimeters, which
were the earliest type. On this account it may be profit-
able to show the origin of these standards of graduation.
The angulardegree graduation is not suited for a saccha-
rimeter scale, as simple calculation will show. By the

formula, w= {:}, derived from the fundamental equation

expressing optical rotation, making a:100, /:2, ©:100,
and taking [a], of sucrosc in aqucous solution as 66.50:

100 X 100
T 65 x2
for the angular-degree scale. This is an impracticable
amount of sugar to dissolve in 100 cubic centimeters of
water at ordinary laboratory temperature. The saccha-
rimeter graduation consequently requiring a smaller rota-
tion value for its 100 point, a convenient constant was
found in the specific rotation of quartz, that is, that caused
on the 2 ray by a millimeter section of right-rotating quartz
cut perpendicular to its optic axis. This value as originally

W = 75.2 grams of sugar as the normal weight
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determined was 21.667° at 17.5° C. for light obtained by
vaporizing sodium chloride in a Bunsen burner and using
as a ray filter a section of potassinmi bichromate crystal
The normal weight of sugar found by the cquation given
above for the commercial standard of volume and tube-
length is 16.29 grams.

When the sugar is dissolved in 100 “reputed’” or Mohr
cubic centimeters on a temperature standard of 17.5° C,,
as is the custom in commercial work, the normal weight is
16.32, owing to the volume of the Mohr flask being .23
per cent greater than the “true” cubic centimeter flask.!
This will be discussed later.

The Laurent and Duboscq rotatory polariscopes are pro-
vided with saccharimetric scales of this graduation, in addi-
tion to their angular degree scales. The Wild polariscope

I Much misapprehension prevails as to the exact value of the norinal weight
of the Laurent saccharimeter. This is partly due to the existenee of iustru-
ments standardized for a normal weight of 16.19 grams, anil partly to the fact
that the specific rotation of quartz has licen redetermineil by instruments using
light of a different wave length than that nsed for the ordinary lalioratory type
of Laurent polariscope.

No light obtaiued from 2 sodium flame by the orilinary methuls is “apti-
cally pure,”* of one definite wave length, but contains light of many wave
lengths differing by but small values from that of the twn /) rays, which are
themselves obviously of two different wave lengths.

Such light acts like absolutely hamogeueous light-of a wave length corre-
sponding to a ray which reiresents the resultant intensity of these diverse rays,
its wave length beiog called by the Germans the  Sckiwerpunkt® or * eentre
of gravity” of the light. The “oplical centre of gravity” of the light used
in the later measurenients of quartz differed from that used in the laurent
polariscope, and apparently has given rotations about .2 per eent larger.

Evidently, a normal weight of sugar calculated on the rutation value of
a millimeter section of quartz would he higher also in the same ratio.

As a matter of fact, the norinal weight «f the stamlard laurent saccharim.
eter has been a fixed value for years, heing actually that weight vf sugar
which, dissolved under standard conditions of coneentration and tube-length,
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back to the same angular position which it had before
being rotated by the sugar solution.!

Heuce, for any councentration of solution there is a cor-
Tresponding thickness of left-rotating quartz which will just
neutralize (compeusate for) the rotatory effect of the sugar.
“T'he Soleil quartz-wedge compensator is a device for intro-
ducing at will what is in cffect a section of left-rotating
quartz of the desired thickness between the polarizer and
analyzer.

The dingram, shown as a plan, will explain the compen-
sator and its working. A5 represents the line of trans

c mission of the light through
‘ the instrument along its axis,
the analyzer being at 4 and the
polarizer at B. C and D are

A ﬂ two wedges of right-rotating
ju _ quartz with parallel sides which

+
D E

are movable by being slid past

each other in a direction at
Frc. 7. right angles to the axis of the

instrument (AB8). Together,
these two wedges make a section with parallel sides, at
right angles to 4B, of a thickness which can be varied at
will by moving one or both of the wedges.

E is a section of leftrotating gnartz. When the com-
bined thickness of € and D equals that of E, the opposite
rotating effects of the two wedges and the section £ bal-
ance, and the scale of the saccharimeter attached to the
wedges reads zero. If, however, a tube of sugar solution
is placed in the instrument between the polarizer and the

1 See table of the coniparative rotatory dispersion of quartzand sugarsdiu-
tion in Landolt (p. 133).
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The tint is so chosen as to make a background for show-
ing to best advantage the color change in the transition-
tint plate, so that very delicate variations in color in either
half of the field can be noted with precision. The tint
device in no way affects the measurement of the sugar
solution, since this obviously is made through adjustment
of the position of the quartz wedges compensating for rota-
tions which take place between the two fixed Nicols, the
polarizer and analyzer of the saccharimeter.

c
R El A V A E] s é P
FiG. 8.— DIAGRAM OF OFPTICAL PARTS OF SOLEIL-DUBIISCQ SACCHARIMETER
(eyepiece and condenser lenses not showu).

A. Analyzer. S. Posilion of iibe of sugar solution.
P. Polarizer. RQ. Rotating Nicol and quanz in eyepiece,
CC. Quartz compensator. for producing sensitive tints,

T. Transiton-tint plate,

The normal weight of the Soleil-Duboscq saccharimeter
is based on the rotation value of the millimeter section of
quartz, but is usually given as 16.35 grams instead of
16.32.

The Soleil-Ventzke-Scheibler Saccharimeter.— The nor-
mal weight of 16.3 grams of sugar does not give a solution
of sufficient concentration to show variations in tint, in
measurements on the Duboscg-Soleil saccharimeter, for the
ordinary observer to distinguish with precision differences
corresponding to .I per cent of sugar in the sample, and
as this was demanded by modern commercial requirements,
an improved instrument was designed by Scheibler, which
used the graduation of Ventzke, the 100 point being at the
position of compensation for a sugar solution of the density
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of 1.1000 at 17.5° referred to water at 17.5°. This stand-
ard has been more conveniently expressed as equivalent
to 26.048 grams of sugar, weighed in air, and made up to a
solution of 100 Mohr cubic centimeters at 17.5°, and gives
.026 grams for producing a change of .1 per cent of the
scale, instead of .016 of the old standard, quite sufficient to
make a distinguishable change in tint at the end point.
Scheibler also improved the quartz-wedge saccharimeter in
many details of design, greatly increasing its practical
efficiency.

While the modern transition-tint saccharimeter, the
Soleil-Ventzke-Scheibler, as it is formally designated, is a
precise instrument in the hands of trained observers, and
still much used, it has been largely replaced in the past few
years by the shadow saccharimeter; for, as already noted,
any transition-tint instrument is useless to the color-blind,
and requires much more practice to read with precision.

The Schmidt and Hansch Half-shade Saccharimeter. —
This differs from the modern transition-tint instrument in
using the Jellet-Cornu prism for an end-point device.
Consequently, the observer determines the end point by an
‘equality of shade instead of tint. This type represents the
best modern saccharimeter. With such an instrument,
using ordinary artificial light, the intensity being much
greater than the sodium flame, the objections to the Jellet-
Cornu prism, mentioned in describing the Duboscq (rota-
tory) polariscope, do not apply, as the prism can be cut to
give sufficient precision without impairing the illumination
too greatly.?

1 Some of the most recent instruments of Schmidt and Hinsch use the
Lippich - double-shade polarizer and an improved arrangement of illuminating
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The Triple-shade Saccharimeter.  Tlie tripheshadie -
vice af the Lippich polaviscope, revently applived 1o quaarty.
wedge saccharimeters, is becamivg papnlar as il civis
according to some anthoritics i nare paerias end poing 1o
03 per cent), but it considerably camplicates thee natrt.
ment, and is luble to get nut of adjnsinnent. 1 i deazhitul
whether usual conditions pernit this grealer poe o ta
be of avail. Morcover, an expert ciutt cusily read the half.
shadc type to .03 per cent.!

Peters Saccharimeter. - Thc leters instrunwent willy the
Lippich shade device differs i the nnn from the Selnmidt
and Hinsch? in the moumting, which is desiomed for wreat
stability and rigidity. In the latest instrnnnnts the wedges
are inclosed in a dust-pronf box which also milizates the
effect of sudden temperatare vasistinns, The piniun for
moving the wedges is lengthened so that the phserver can
move it with his hand resting on the table, 2 sl detail
which greatly adds to the comfort of mmipulstion.

Instead of the ivory scales used in the carlier stro.
ments, both the Schmidt and the Peters saccharimeters
are now fitted with scales of an alloy known as * nickelin,”
lens as recammendei by Landsdt (% Das aptinche Drehabipsserme qoon,” g 1440,
These instrwments have an fwgiroved foriy of comipetaator devived by Mantens
(Zeits. Instriom., 20, 82), ennsisting of tws quarty wedies reterspaeiplalys 4o €
and 22 af Fiy. 7, hat af apposite rolations. O the shorley foed sl (29
is cementetl a prism uf glass, af the satne diservion asopiaets, whis lwrvey ta
keeqi thi rays in aligement with the optical aie of the iathpient. The ads
vantages galneil are less boxs of Hight hy absorpaion aad a sy «f soor quaste
sectlon, which s & consideration uf sopue hapurtatee, av thince s hadly an
adeyuate supply of quactz suffiiently optically pure 1 a0eet Lhe deinandd Jur
saccharlmeters,

U By ¢ per cent”’ i meant the seale division correapeailiig 1003 e ern,

2 Schmiilt and Hinsch have adupteid this forin o menntisg in saiue aof thea
newer saccharimeters,
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which is unaffected by moisture and so little by tempera-
ture as to make any change in the divisions negligible.!

The Double-wedge Saccharimeter.— The compensation
system of these saccharimeters has both quartz sections
made variable by sliding wedge devices. The wedges are
arranged as in the diagram.

A and B are rightrotating quartz wedges, corresponding
to those in the ordinary single-wedge instrument; Cand D
are the left-rotating quartz wedges. A and C are movable,

[+

wid
/7=

it

Few. 9.

the first known as the “ working wedge,” the second as the
““control wedge.” Both pairs of wedges are provided with
scales of equal saccharimetric value.

In ordinary use of the saccharimeter, the control wedge
is set at zero, and the working wedge is used in the ordi-
nary manner for making saccharimetric measurements.
On removing the tube of sugar solution, the conzro/ wedge
can be used to check the readings, because if compensa-
tion is now made by moving this wedge, — without disturb-
ing the working wedge from the setting for the reading
first taken, — both wedges will give equal readings. So,
too, when no rotating solution is in the instrument, the
end paint will be obtained when both wedges have the

1 Fric uses a milk-glass scale illuminator for making the metal graduations

clearer. Some recent instruments have the graduations engraved on the
quartz of the compensator itself.



38 THE SACCITARIMETER

same readings at any point of the scale. The double-
wedge compensation, consequently, cnables the readings
of the saccharimeter to be checked throughout the scale,
as well as giving a check on the observation itself.

The greater complication and expense of the double-
wedge saccharimeter prevents its general use.

F16. 10.—RECENT TYPE OF PETERS DOUBLE-WEDGE I1ALF-SHADE
SACCHARIMETER.

RK. Reflecting device for illuminaiing scale. G. Box indosing wedge coinpensainy,



ACCURACY OF SACCHARIMETLER
MEASUREMENTS

Weight. — Taking the limit of error of commercial labo-
ratory measurements as .I per cent, it is clear that, is no
saccharimeter in general use has a normal wcight of less
than 16 grams, weighings to .005 gram are certainly suffi-
ciently precise. The most appropriate balance for weigh-
ing sugar samples is a quickly working baluuce of the
necessary sensitiveness only. Indeced, the use of an ani-
lytical balance of high precision often leads to mwie inac-
curate readings, as many commercial samples contain so
much moisture that the loss by evaporation is considerable
if the weighing is prolonged.

Tube-length. — An accuracy of length to .1 millimeter
is obviously sufficient for all ordinary laboratory mcasure.
ments where the 2-decimeter tube is used.  Tubes of stail.
ard makes rarely show errors of length as great as this.

Volume. — The cubic centimeter, according to the whso-
lute metric standard, is defined with sufficient cxuctness
as equivalent to the volume occupied by 1 gram of woater
weighed in vacui at the temperature of maximumt density,
4°C} Some saccharimeters are graduated for a normal
weight of 26.048 grams of sugar dissolved in 100 true
(absolute) cubic centimeters.  Almost universally the stand-

IThe term “ milliliter ¥ has been ajiplied to this unit to istinguish it frim
the cube whose edge is 1 centimeter.

39
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ard of volume used in saccharimeter graduation is the
cubic centimeter as modified by Mo/r, which in this case
can be defined as the volume occupied by 1 gram of water
weighed in atv with brass weights at a temperature of
17.5°C. As the 10o-cubic-centimeter Mohr flask holds
100.234 true cubic centimeters, saccharimeters graduated
by the different standards vary in actual 7ofation magni-
tudes of the scale divisions by .234 per cent.

This, if not understood, will niake confusion when sac-
charimeters of the two different graduations are compared
with reference to the actual magnitude of the divisions by
standard quartz plates, or, if the appropriate measuring
flasks are not used, in “ polarizing ” samples.

Evidently, flasks should be correctly graduated within
.05 cubic centimeter.

Errors of Instrument. Eccentricity. — In rotatory polari-
scopes, as in all instruments giving angular measurements,
errors are due to the axis of the rotating part of the appa-
ratus not being exactly coincident with the centre of the
circle on which the scale is graduated.

This error can be eliminated in instruments having
scales extending over the whole circle of rotation in the
usual way, by measuring the angle of rotation in opposite
quadrants, that is, taking the mean of & and 4 + 18¢°, for
it will be remembered that the end-point phenomena
repeat themselves at points 180° distant.

The “eccentricity” of a polariscope of good make is
rarely more than the .limit of error of the readings; but
occasionally the scale disks of polariscopes become bent
by some accident so that errors of more than 4’ may be
due to this cause.
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Errors of Quartz-wedge Saccharimeters.— The correct-
ness of the saccharimetric scale can be established at a
few points by comparisons with standard quartz plates of
known rotation.! A much more thorough method of cali-
bration, which permits all points of the scale to be stand-
ardized, is by use of the “control tube.” The control tube
is telescoping and is adjustable to variations of length
througha range of about 100 millimeters, its exact length
at any position of adjustment being measured by a scale
reading to .I millimeter. As the readings of the saccha-
rimeter are directly proportional to the tube-length, it is
possible by means of a few sugar solutions of appropriate
strength to verify any reading.

Since the reading (R) gives the per cent (P) of sugar
when /=2, v =100, and 7’ is the normal weight (), the
equation for the per cent of sugar when any length of tube

is used is P=R —12-, and the reading for any length of tube

will be expressed by R=2P -2[ If the normal weight of

chemically pure sugar is used, R=1% !

Knowledge of

the concentration of the sugar solution used is not, how-
ever, necessary, if the solution is concentrated enough so
that a length (L) can be found which will by experiment
for the solution used give a reading of 100 on the saccha-
rimetric scale, the correctness of this point having been
previously verified by a standard quartz plate, since, obvi-

I The values stamped on the plate mountings are not always reliable.
Quartz plates can be exactly standardized by seniling them to the Uuited
States Burean of Standards, Washington, D.C, which does this work for a
small fee.
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ously, any reading (R) will be given when the tube is of

a length %, or the reading at any tube-length (/) will be
expressed by the following equation, R = %O—/- Thus, the

actual reading at any position of the wedge can be com-
pared with that calculated by the formula.

Zero Error.—In common with most measurements,
polariscope readings must be corrected for “zero error,”
which is the difference in scale divisions between the scale
reading at the observed end point and the zero of the
scale, when observations are taken with no optically active
substance in the instrument.

Personal Errors of Observer.—In all exact measure-
ments, the influence of the personal errors of the observer
are diminished as much as possible by averaging the results
of several readings. In comparing the work of two ob-
servers, however, it must not be forgotten that consider-
able differences may be shown if the readings of each are
uncorrected by the zero error obtained by the observer
himself, The results, while differing appreciably in the
actual readings, should, on applying the zero corrections, be
found to be concordant. Each observer unconsciously
uses a slightly different end point, which does not affect
the accuracy of his observations, provided the same end
point is recognized at zero and at the position of rotation
measured,

Distertion of Cover Glasses of Polariscope Tubes. — If the
caps of polariscope tubes are screwed on too tightly, so as
to produce a strain in the glass, the unequal distribution of
density may cause a rotating affect on the light rays and
so make error. With the earlier forms of tubes, this was
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not unusual; but with the modern types, with fine-threaded
screws and soft rubber washers back of the glasses, error
from this cause is rare.

Laurent has devised tube caps with bayonet catch and a
light spring which makes it impossible to exert undue
pressure. Landolt accomplished the same object by caps
which are held on by the friction of ground joints. The
Laurent type is hard to keep clean and free from corro-
sion, while the Landolt tubes are more liable to leakage
than the screw cap, which is the most practical form and
almost universally used.

Variations from Standard Temperature. — Saccharime-
ters are graduated to read correctly at 17.5°C., it being
assumed that the solution is made up at the standard
temperature. Almost always the temperature of modern
laboratories is higher than this. The effect of this higher
temperature on the reading isa complicated one. The slight
increase in the reading, rarely amounting to more than a
few hundredths of a division, due to the linear expansion of
the tube, is partially compensated for by the slight increase
in volume of the flask caused by the expansion of the glass.

The greatest influence caused by temperature change is
on the specific rotation of the sugar, which decreases with
temperature increase. Andrews has found that when a
sugar solution is made up to the normal concentration and
polarized at a temperature greater than 17.5° C., the read-
ings are too low, in the case of a rotatory saccharimeter,
by-.00018 of their value for every degree of temperature
above the standard.

This assumes that all apparatus, flask, tube, and sac-
charimeter, as well as the water used in making up the
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solution, are at the same temperature. In the case of the
quartz-wedge saccharimeter, a greater error is introduced,
owing to the increase in specific rotation of the quartz
wedges by temperature increase.r Andrews found that
the correction for quartz-wedge saccharimeters was 00030
per degree above standard temperature. Wiley?2 has con-
firmed this latter correction more recently by an investiga-
tion covering temperatures from o°to 40°C. Investigators
of the United States Coast and Geodetic Survey had
arrived at practically the same correction value as early as
1890. The coefficient calculated from Schénrock's recent
values is somewhat higher.

It must be understood clearly that correction for tem-
perature can only be made when the temperature condi-
tions are constant. Especially in the case of quartz-wedge
saccharimeters, such corrections may be guite fallacious if
there is considerable temperature variation during the day,
as the quartz wedges, which are the parts of the instru-
ment most affected, assume the outside temperature very
slowly, owing to their thickness and poor conductivity.?
Constant temperature conditions are vital for accurate sac-
charimetric work.

Although these values for temperature correction seem
well established by careful investigation, they are disputed by
some, and have not yet been applied in commercial testing.

V Technology Quarterly, 1889, p. 367. 74, p. 373

2J. Am. Chem. Soc., 1899, p. 568.

3 Variations of considerable magnitude occur in polariscope readings
caused by temperature changes apparently due to the displacenient of the
optical parts by the expansion or contraction of the metal in the mounting of
the instrument. These manifest themselves in the zero error, which should
be frequently taken during temperature changes.
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Quarts plates, when properly mounted, always give con-
stant readings on the quartz-wedge saccharimeter at all
ordinary temperatures, provided that the quarls-wedge com-
pensator systenn and the plate ave at the same tenperatnre.
Obviously, the temperature changes affecting the rotation
will be alike in the plate and compensator. On this
account, quartz plates arc the most convenient for standard-
izing this type of saccharimeter, as control-tube standard-
ization requires most careful temperature correction if the
sugar solutions are not made up and polarized at the
standard temperature.!

Most sugar chemists have adopted the recomimendations
of the International Commission for Uniform Methods in
‘Sugar Analysis, and agreed to make all polarizations at 20°.

In the case of instmments measuring the angle of
rotation of the quartz plate directly (rotatory polariscopes),
the coefficient of increase of rotation for cvery centigrade
degree of temperature above standard is .000143.

! Cammereial saceharimeters used fir valuing raw sugars and miilasses are
usually standardized by means of carefully cirrected quartz plales of values
approximating withiu a few per cent the (udarization uf the sugar ti be testial,
The reading «f the plate given hy the instrunient is carefully correetenl to Ui
true value of thé plale, anil this edrreetion applind to the pularization uf the
sample, the zero errdy lieing ignured. By this nuthal of correction, thi ilif
ference in actual magnitude of the scale divisions vf instruments graduated in
true or Mohr cubic centimeters is negligible, providal the reailings of the
standard quartz and the sampile polarized ila nut iliffer more than 4 or § per
cent, for in that interval a variation of less than .3 per eent iq, say, § tlivisions
waull make an errar of danly .o15, which is olwionsly well within the error of
obhservativn. Lven a sugar palarizatian varying 20 ilivisions from the standard
plate value, if the sacehariineter were standarlizel to Lhiat value: indiepiendently
of its zero error, woulll be eorreet withiu .06 ; if, for instanee, a Muhr culije
centimeter flagk were used instead of a lrue cuhic centimeter flask in making
up the solution.
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The scale of graduation for quartz-wedge saccharimeters
(almost universal throughout the commercial sugar world)
being that for 26.048 grams of sugar dissolved in 100
Mohr cubic centimeters (the original Ventzke scale), Herz-
feld has calculated the normal weight for this original
and standard scale, when the sugar is made up to 100 #rue
cubic centimeters (“‘ milliliters ”) and polarized at the more
convenient temperature of 20°, to be 26.01 grams.

This calculation can be expressed by the following
equation :

100
= 26. —17.5).
N 100.2342 0481+ (20— 17.5).000143 ] 1

(1 — (20— 17.5).0002 17)

The part in the brackets represents the increase in
rotatory power of the quartz in the compensator of the
saccharimeter due to the difference in temperature between
17.5° and 20°, necessitating a proportional increase in the
normal weight. The last member in the parenthesis shows
the decrease in rotatory power of the sugar caused by the
higher temperature.!

The International Commission has decided to use the
even value 26.00. The difference of .01 gram, amounting
.to .04 per cent, may be of no consequence in ordinary com-
mercial work, but is hardly in accord with the recom-
mendation of the Commission to weigh all samples to .oar
gram, or to .004 per cent.

The official saccharimetric standard adopted by the
United States Customs2? is 26.048 grams, weighed in

V Zeitschr. Analyt. Chem. 38, A. V. u. E. 22.
2 United States Treasury Document No. 2113, Division of Customs, p. 16,
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vacuo, and dissolved in 100 true cubic centimcters, all
solutions being made and polarized at 17.5°

Apparently all Schmidt and llinsch saccharimeters
sent to the United States subsequently to about 1892, and
having a serial number above 3200, are graduated for
26.048 grams of sngar in 100 true cubic centimeters to
conform to this standard. (Sce footnote No. 2.) The
Peters saccharimeters examined by the author have Dheen
standardized on the original Ventzke scale.

Special errors peculiar to commercial saccharimetry will
be discussed under the descriptions of commercinl sugar
polarizations.



GENERAL NOTES ON APPARATUS AND
LABORATORY MANIPULATION

Installation. — The laboratory for polariscopic testing
should be kept at as necarly a constant temperature as
possible, preferably 20° and therefore be well ventilated,
and of sufficient size not to be affected by the heat of
lamps.  Polariscope apparatus should be so installed that
the observer is screened from outside light.

This is done sometimes by placing the polariscope in a
separate darkened room, the light passing into the instru-
ment through a hole in a partition from a lamp outside,
appropriatc means of illumination of scales being by re-
flectors or small clectric or gas lights. The more con-
venient method is to place the apparatus in a large, well-
ventilated hood, so located in a shaded part of the room
that the direct light cannot enter, the necessary illumina-
tion being arranged as described.

The polariscope should be screened from the direct heat
of the lamps by glass plates or, better, absorption cells
filled with water.

Care of Instruments. — I.ike many instruments of preci-
sion, polariscope apparatus is ektremely sensitive to de-
rangement from careless handling. Polariscopes should be
disturbed as little as possible beyond the usual manipula-
tion of testing. Nicol prisms, from the nature of their
material, are peculiarly liable to injury. Calc-spar, being

48
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much softer than glass, is easily scratched by careless
handling or cleaning. Its peculiar crystallization makes it
liable to split from rapid changes of temperature, as in
overheating by placing the instrument too close to the
lamp. Calc-spar is easily corroded by acids caused by
fermentation of sugar solutions carelessly spilled in the
instrument. With proper care, polarizing apparatus will
lastalifetime. As the accuracy of the sugar chemist’s work
is dependent on the precision of the instrument, daily prac-
tice in such care as will insure this precision is obviously
a necessary part of the knowledge and duties required of
every worker in a sugar laboratory.

Handle the instrument with clean hands. See that the
flame of the lamp is about 200 millimeters (the length of
an ordinary polariscope tube) from the end of the instru-
ment. This avoids overheating, which not only endangers
the prisms, but throws the instrument out of adjustment.
With most types, it also insures an evenly illuminated field
of maximum brightness, as the foci of the condensing
lenses are adjusted for this distance. Only when adsolustely
necessary, clean lenses, quartz wedges, and cover glasses
with perfectly clean filter paper or linen cloth, never with
silk or chamois, as the rough surfaces of these fabrics are
liable to hold grit. Always rub very lightly. In cases
where the edges cannot be reached, remove dirt very
carefully with a clean, pointed stick of soft wood, as a
toothpick.

Clean Nicol prisms with special care, and only when
absolutely necessary. In the best instruments, Nicol prisms
are protected by cover glasses where they would other-
wise be exposed.

E
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Polariscope Lamps. — Many forms of sodium-light lamps
have been devised.  Most of them use ordinary table salt,
which is best adapted forthe purpose, the other common salts
of sodium not volatilizing so readily, and consequently giv-
ing less intense light.  Sodium carbonate works reasonably
well, but causticizes to a considerable extent, forming a
corrosive liquid which drops down and fouls the apparatus.
Sodiwim bromide is said to produce a more intense light
than the chloride, but gives off bromine vapors which are
liable to injure the polariscope. Landolt uses cylinders
of salt which are fused on small forms made of nickel wire
netting.  Wiley has devised a clockwork lamp by which
the salt is fed into a Bunseu flame from opposite sides by
means of two slowly revolving wheels of platinum gauze
which dip into dishes holding a salt solution. The author
has preferred the ordinary type of lamp, which consists of a
Bunsen burner so adjusted as to burn with as strong an
air blast as possible, this being a requisite for any lamp
giving intense light. The salt is exposed to the flame in a
platinum or nickel gauze spoon, which is heated in the
mantle just outside the luminous cone, — the hottest part
of the flame. The intensely bright yellow sodium vapor
is then carried by the blast well above the blue cone of the
flame, the light of which latter should be cut out of the
polariscope field by a diaphragm attached to the lamp. A
mixture of table salt with sodium phosphate, as recom-
mended by Dupont, fuses upon the gauze and does not de-
crepitate as salt does alone. A mixture of these powdered
salts made into a paste with a little glycerine has been
found very convenient for applying to the gauze with a
small platinum spatula.
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Quite recently the author has adopted a simple type
of sodium lamp which has proved by far the most con-
venient and efficient. A shallow boat, made by folding up
a rectangular piece of platinum foil and welding together
the ends by hammering at a red heat, is used to hold the
salt. The boat is of such shape as to spread the flame of
a Tirrill burner, which impinges against the polished plati-
num, after the manner of a batwing flame. The salt which
is liquefied creeps up the sides of the boat, and is vaporized
in the flame sheet, giving a very brilliant and steady light
which lasts for fifteen minutes or more without renewing
the salt.

The flame shoots off obliquely, thus exposing more light
surface In the axis of vision. From time to time lumps of
salt (which have been previously fused) are added till the
boat is again filled with liquid.

The diagrams explain the apparatus, the exact adjust-
ment of the position of the
platinum boat being easily J
determined by experiment.

A more elaborate but 13D/

Nt ../7
‘\ X / "FD/

\‘-"/

somewhat more efficient = ¥ C“
boat for holding the salt is
shownin Figure 12. A piece
of platinum foil is folded
double in such a way as to Side Section Front
make a double-bottomed Fie. 11.

A Boat. D. Yelow flame.

boat, the edges of the folded 3. Burertube. = Diaphragm-opening.
sheet making a narrow slit © Buefamecone

along one edge of the boat. The inner bottom is.perfo-
rated. In this form the liquefied salt rises by its capil:



52 APPARATUS AND LABORATORY MANIPULATION NOTES

larity to the mouth of the slit and is taken by the strong
blast of the lamp up into the flame in a brilliant sheet.
Such an arrangement has given a constant light for an
hour without replenishing.
The platinum boats must not be too large, or the mass
of metal chills the flame and reduces the intensity of the
Plan of Boat light appreciably. It may be ncedless
to add also that the burner must be
- working with as strong an air blast as

/2. possible.
Most polariscopes are equipped with
i a plate of potassium bichromate crystal
to filter out extrancous rays. Landolt
Bostand Bornee uses an absorption cell filled with a
Fic. 12, weak solution of this salt, and a second

cell containing a solution of uranous sulphate.

For the quartz-wedge saccharimeter, any strong lamp-
light serves. The Welsbach light is particularly good.
Where gas cannot be had, Welsbach burners can be
obtained which use vaporized kerosene on the type of the
“Washington” light? Acetylene and incandescent electric
lights are often used. Schmidt and Hinsch have per-
fected an electric light which can be attached to their
saccharimeters. This is of small size and, while giving
light of great intensity, produces very little heat.

Balance. — For ordinary polariscope work, a quick-work-
ing balance with a capacity of 200 grams and sensitive to
.005 gram is preferable to the more precise analytical type.
It should be inclosed in a glass case. Such balances,
known as “sugar balances,” are made by all the leading

! Used by the writer in Porto Rico.
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manufacturers. They are also best adapted for calibrat-
ing most volumetric apparatus. A “trip scale” with a
capacity of 2 kilos and sensitive to .1 gram is indispensa-
ble for many of the
laboratory opera-
tions incident to
preparation of so-
lutions and cali-
brating the larger
volumetric appa-
ratus; while, of
course, many of
the more delicate
weighings of exact
density determina- 4
tions and other
gravimetric measurements require a delicate analytical
balance.

Sugars and other non-corrosive substances are usually
weighed out in nickel or Germran silver dishes provided
with a lip for pouring.
These dishes are numbered
and provided with a cor-
respondingly numbecred
tare weight. The sub-
F1G. 14 —WEIGHING-DISH AND TARE  gtonce is either dissolved

WEIGHT.
directly in the dish by rub-
bing the crystals under water, using a metallic pestle,
or washed into the measuring flask, the former being the
usual method.
In saccharimetric work, either the normal or half-normal

Fi1G. 13. — SUGAR-BALANCE.
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weight is taken, brass weights of this value being furnished
with the saccharimeter. The half-normal weight is only
used when the sample makes a datk solution not readily
clarified, and consequently difficult to read in the polari-
scope, such as a low-grade molasses, for instance. [For
Manipulation of Polariscope Tubes, see p. 9I.]

Flasks. — The 100-cubic-centimeter flask is the one
most conveniently used. Practically all commercial sac-
charimeters are graduated for solutions made up to 100
Moli» cubic centimeters, the unit of which has already
been defined as the volume occupied by 1 gram of water
at a temperature of 17.5°, weighed in air with brass
weights. Recently there has been a strong movement
on foot among the chemists of all nations to use the true
centimeter as the basis of measurement. [Sec p. 46.]

Special Laboratory Apparatus. — Short-stemmed funnels
of a capacity of 75 to 100 cubic centimecters have been
found most convenient for filtering solutions for polarizing.
These funnels are placed directly on heavy glass cylinders
for receiving the filtrate, thus obviating a separate filter
stand. The cylinders have a lip for pouring, and, most
conveniently, a capacity of 100 cubic centimeters. Watch
glasses are used to cover the funnels to prevent evapora-
tion during filtering.

Besides the ordinary 10o0-cubic-centimeter flasks, those
vith a double mark on the neck, one at 100, the other at

10 cubic centimeters, as well as similar ones marked at
50 and 55 cubic centimeters, are used in special operations,
to be described later.

Clarifying reagents, such as basic lead acctate, are pref-
erably stored in large bottles arranged with delivery tubes
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for convenience in using. The delivery tube should be
connected with a coarse burette, or, what is wmorce cleanly,
a graduate used so that the volume of the reagent added
is known with fair accuracy. This is important in some
cases where correetions are to be made for errors crused
by clarifying.

A similar tubulated bottle of large capicity should be
provided for the water used in making up solutions which
thus can be maintained at laboratory temperature. A
convenient arrangement is to cquip the bottle with two
delivery tubes, one for guick dclivery, the other a fine jet
for filling flasks to mark.

Other apparatus, such as a mufflc for ash determinations,
drying ovens, etc., need not be considered here, as it differs
in no wisc from that used in gencral food chemistry.

Immediately after use, all glass apparatus, as well as
polariscope tubes, should be washed in running water snd
placed on racks to dry. This insures a sufficient supply
of clean and dry apparatus at all times.

Brix Spindles. — Brix spindles! are most conveniently
made in the following sizes: 0-5, 5~10, 10-20, 20~30, ar
with a range of not over 10° for the higher concentratinns.
They should be equipped with thermomecters, and not be
too large for convenient use, not over 12 or 14 inches long,
The graduations should be of sufficient size to permit of
easily reading to .1°. If the expansion corrections for
17.5° are marked on the thermomuter scales, they shonld
be figured for the middle Brix rcading; for instance, for
a 10-20 hydrometer the expansion corrections should be
for 15°

1 Described on ji. 117.
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A draining rack with holes for holdiug the spindles
should be provided, or pockets made of copper gauze,
which are very convenient.

Calibration of Flasks. — Weigh the thoroughly cleansed
and dried flask to .0o5 gram. Weigh again when filled to
the mark with freshly distilled water of known tempera-
ture. The volume of the flask, in Mohr cubic centimeters,
can be computed from the following formula:

w=P§,[1 — .000025(¢—17.5)];

where v expresses the desired volume at 17.5°; 72, the
weight of water in grams which fills the flask to the gradu-
ation mark at the temperature /; &, the density of water
at 17.5° C.; and & the density of the water at temperature
of weighing. These density values are obtained from
tables. That part of the equation which is inclosed in
brackets expresses the correction on the volume causcd by
the expansion of the glass of the flask, and is small enough
to be omitted for ordinary calibrations made at room tem-
peratures.

Flasks for commercial saccharimetry arc usually gradu-
ated by reading the lower edge of the meniscus of the
vater surface tangent to the upper edge of the gradnation

vark on the neck of the flask, when the whole of the
eniscus is shaded. This is done by holding the flask up
» the light with the mark on a level with the eye, or look-
1g at the mark against a background, made by a piece of
vhite paper, held in strong light a few inches back of the
flask. Care must be taken to have the flask neck perpen-
dicular if the flask is held in the hand while reading the
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mark, as well, of course, to be sure that the neck above the
water surface is perfectly dry. If there are adhering drops,
they should be removed completely with a wisp of filter
paper.

True cubic centimeler flasks, as has been stated already,
are graduated on a unit which is the volume occupied by
1 gram of water weighed in vaciio at its maximum density
(4°)- The weight of the air displaced in the space taken
by the water is only partially balanced by the air displace-
ment of the weights in the other pan of the balance, as the
volume of the latter is less than one eighth as large, owing
to their greater density. In consequence the actual mass
of the water weighed is expressed by a value somewhat
more than .I per cent greater than its apparent weiglht in
air. It can be shown that the truc mass of any given
volume of water can be found from its weight in air with
ordinary weights by the formula,

=P I_ I\

W=1I +Pa~(8-—z>,
where IV is the weight expressing the true mass; P, the
weight actually found by weighing in air by the ordinary
method ; o, the density of air, taken as .0012; §, the den-
sity of water, taken as 1.00; and A, the density of the
balance weights, taken as 8.4. With these values, which
are approxinmate enough for flask calibration, the value of

I I\.
|z ——)1s .00106.
(8 A>
Moreover, as the water weighed at any temperaturc

other than 4° is less dense, its volume is greater than at
the standard temperature.
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Flence, the canplete formula expressing the svlaone of
a flask in true cubii centimeters at 20" when the water
it contains is weighed in the ordinary nunner at the
temperature /, is

g ("[t(/’ 4001006 [*)| 1 -~ .o00025(t — 20) |5
{

where o) is the density of water at 47, sud J the density at
the temperature it had when weighed.

The 100 Mokr cubic centimeter flusk used in saccha.
rimetry has a vohnne of 100.234 frue cubic contimeters,
The 100 e cubic centimceter fhsk contains 1. 206 Vokr
cubic centimeters.

Flasks should be mmmbered {conveniently, by marking on
the neck with a diamondyand their calibrations recorded.

Observations. — I3cfore taking readings see that the ficld
and the scale are properly illuminated.  The field should
be as evenly and brightly lighted as possible it the end
point, and its image sharply focused.  The image is
focused by moving the eycepicce in or out in its telescop-
ing slceve.

A perfectly defined field is vital for precise reading.
Before adjusting facns and illnmination in shadow instru.
ments, first turn the analyzer (or in quartz-wedge compensa.
tion instriments, the wedge pinion) so that the seale reads
some divisions frome zero to get the full volume of light,
After placing the tube of solution in the instrument, the
focus must be readjusted.

Every cffort should be made to have solutions for polar.
ization absolutcly clear. It is advisable to filter solntions,
cven if made from pure substances, as even a slight opal-
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escence due to minute traces of foreign malter affects the
defimition of the image and consequently scrivusly wiferts
the precision of the readings.

Practice rapid readiugs, averaging the results of siveral
rather than fatigue the eye by long obscrvations.  Rapidly
taken readings, if taken with care, are more stecarite.

The room temperature, which shanld be the tempuerattre
of the apparatus and solutions, should be recorded ai the
time of observation.

End Point. — (Shadvew iustruments.)  After sctling at
zero (by the scale), manipulate the instrument so as to
move the shadow slightly from onc side uf the field to the
other several times, canfining the attentinn to the central
vertical line. Take the point of trunsition of th.e shadow
across this linc as the end point is approached fron oppasite
sides of the field in different observations.  This is theoretic
cally the same point as that found by sctting the instrument
for cqual illumination of both halves of the fickl, but ix
easier for most observers. This method also enables e
curate readings to be taken in certain cases where dust,
faulty illumination, imperfect adjustment of prisms, or dis.
persion variations (in wedge saccharimeters) make it im.
possible to get both halves of the fickd to ok exuetly alike.
Of course the field will be equally ifhunined, iu the e
of a shadow instrument, when there is a rottory effert
approaching 9o° from the true end point, bal no shadaw
effect will appear, as already noted.  The general apprach
toward the true end point will be shown by the rapid
darkening of the ficld as a whole.

If scparate scale lights are used, they should be ket
turned off except when reading the scale, to prevemt heat-
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ing the instroment.  Any aside ghive also quickly jue
utirs the sensitiveness of vision in previse wonk.

[1n beginnivg woark with sio infwniliar indrnment, set
the senle at see, and study the changes of Beld abunt this
noint. This is Detter thin hunting biindly far whitt yim
nuy not recagnize, with poessible tjury t yonr evestahy
if not to the mstruoment. It is espectilly bnpartant
make this zero setting when siine unusnal cud point s
observed, as fu the Wild poliriscope.!

Scale Readings. - Always correvt for zevo errar ™ (the
difference between the cud point observed as read un the
scale wad the zerg of the seale), noting whether this is plos
or mines. [ case zero error is not bpe, i is better to
allow for it i ealculations than to wltempt 1o bring the
scale into perfect adjnstment with the cod point, Freguent
determinations of zero error shonkd be mitde, espoecinlly if
the temperature 18 changing.

Tuke the average of at least six readings {or adl exart
work, rejecting the first reading if it shows nuweh diserep-
ancy from the others, or any other of the scries which is
cicztrly wrontg, owing to some circumstance peculiar to that
individual observation, and not affecting the others of the
scries, s, for instance, eyce fatigue, which passes away after
a moment's rest.

All saccharimeter scales are expressed in percentages
and tenths.  Polariscopes measuring rotations directly, exs
cept a few of most recent type, give reacdings in dugrees
and minutes. Saccharimeter scales awre gradadted into
divisions expressing per cents, rotatory scales into halves

T Spevial notes on the use uf insteurnents af slifferesl typex are givers in
next chapter.
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or thirds of a degree. In both cases, values smaller than
these graduations, expressed as fractions of the smallest
scale division into which the scale is actually graduated,
are determined by “verniers.” A vernier, so-called from
its inventor, a French mathematician, is a device for read-
ing fractions of the smallest division of a scale. In the
form used in polariscopes, it is a sliding scale parallel to
ancd extending along the main scale, graduated in both
directions from the zero line which is the index mark
wliose position the main scale measures.

IZach half of the vernier scale extending from the zcro
mark has a JengtZe which is, measured in smallest divisions
of the main scale, one /ess than the denominator of the
fraction which the vernier is designed to determine, while
this length of the veruier scale is itself divided into just
the number of parts which express this denominator.

For instance, a vernier designed to divide a scale divi
sion into 7zz equal parts isitself nine scale divisions long,
but is divided into #» equal parts. Hence in this example
each vernier division is % of the main scale division. If
the zero line of the vernier (which, it must be remembered,
is always the index or point of reference of the main scalc)
does not coincide with a main scale division, but is distant
+a» evidently the fzsz line of the vernier scale will coincide
with the next main scale division line. If the zero mark
is distant #wo tenths of the main scale division interval
from a line, the second line of the vernier scale will coin-
cide with a main scale line, and so on.

The following rules can be given for vernier readings :

(1) First determine the fraction of the scale divisions
which the vernier expresses, by actually counting the
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number of divisions of the vernier scale, in either direction
from zero.

(2) Starting from the zero of the vernier and reading in
the direction of the main scale readings, the number of
the line of the vernier scale (counting from zero) which
coincides with a line of the main scale gives the number
of parts of the scale division which the index (zero line
of vernier) marks.

Hence, in the case of a vernier reading tenths, if the
zero line of the vernier lies beyond the rzwenty-sizt/ main
scale division, and the sezent/z line of the vernier coincides
with a line of the main scale, the reading will be 26.7.

_ 20
alorl Fruu|nn i |1|:11

]
gju ARRNLIR
R R

10
FiG. 15. — VERNIER READING 26.7.

When the zero line of the vernier lies on the minus side
of the scale, the lines of the corresponding side of the
vernier are read. On rotatory scales of polariscopes in
chemical laboratories verniers usually read to even min-
utes only, half degree divisions being divided into fifteen
parts; thirds of a degree divisions into ten parts. In read-
ing rotatory scales the number of divisions marked by the
zero of the vernier is first read and then expressed in
degrees and mzznutes. Not until this is done should the
vernier be read and its reading added. Study system of
division till you thoroughly understand it before taking
readings.

In rotatory instruments, the direction of rotation is abso-
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lutely determined for rotations less than 180° but in the
case of a quartz-wedge saccharimeter, where the actual
direction of the scale readings has no direct reference to
that of the rotation of the plane of polarization, the plus
direction of the scale is sometimes to the right and some-
times to the left. In most commercial saccharimeters, the
plus direction is to the right; in some of the old instruments
and in double-wedge compensation saccharimeters, it is to
the left. An inspection of the scale will always make
clear which is the plus direction of the readings, for, as
the scale is designed for measuring sugar, a right (plus)
rotating substance, the long end of the scale will be the
plus.

Form the habit of checking all observation by taking a
final reading of the /asge divisions, independent of the
vernier reading. This practice will often detect errors,
as an observer naturally tends to concentrate his attention
on the more difficult vernier reading, and, becoming care-
less of the reading of the main scale, often repeats an
error once made throughout the whole series of readings.

Calculated results and averages should be carried to one
decimal beyond that expressing the limit of scale reading,
following the usual practice of physical measurements.

Calculation of Errors of Analysis. —It would seen super-
fluous to call attention to the importance of calculating the
influence of the errors of measurements on the accuracy
of polarimetric determinations, were it not that there is
abundant evidence that a “profound ignorance” of the
elementary principles of the precision of measurements is
prevalent among chemists. Much valuable time can be
saved and procedure simplified in many cases, if preliminary
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calculations of precision are made. Further, with positive
knowledge of the limit of precision of all mecasurenients,
any uncertainty is reduced to a chance accident or some
error inherent in the method.

It is obviously bad practice, for instance, to calibrate a
100 cubic centimeter flask on an analytical balance when
it is practically impossible to read the meniscus to a differ-
ence corresponding to less than a centigram (and this dif-
ference, moreover, representing an error of .01 per cent),
leaving out of consideration the fact that with the case
filled with moisture, the balance is for some time quite
unfit for its necessary uses, as for welghing freshly ignited
substances, like ash. It is also easily demonstrated that
it is absurd to weigh the normal weight of sugar to milli-
grams, as recommended by eminent authority.

The discussion of errors of saccharimetric measure-
ments given in the previous chapter will illustrate the
investigation of errors of measurement of a polarimetric
method.

Notes. — Another vital point in chemical practice which
is much neglected, and one not so easy to acquire proficiency
in as it would scem, is that of making complete and accu.
rate record of all the experimental data of an analysis.
Much valuable work is lost yearly through neglect of proper
recording, necessitating a large expenditure of time and
labor in repetition. On the other hand, the accurately
detailed results of the chemists of fifty years ago are often
as valuable as the work of to-day, owing to the complete
notes of data which make it possible to recalculate the
results by the constants which accord with modern theory
and practice.
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In polarimetry, owing to much use of constant values of
measurement and the mechanical nature of many of the
methods, there is more temptation to take data for granted
than in procedure where measuremients peculiar to each
determination make record absolutely necessary. The
laboratory records of polarizations should, nevertheless,
show exactly the value of each datum. The tempera-
ture at which the solutions are made and polarized, as
well as the amount and nature of the clarifying agents
used, should bz recorded also, as these items may well
be of cousequence, especially i1 sugar analysis, in the
future. The test of the value of a set of notes might be
put as follows, —that at any time iu the fnture they prove
complete enough to cnable an independent worker with a
knowledge of the literature of the subject to duplicate the
original determination exactly.

Where large numbers of determinations are made by a
uniform method, much time can be saved by the use of
printed blanks in which appropriate spaces are allotted
for data. Any important omission in the record is evident
by a glance. Illustration is given of such a blank used by
students for records of data of a series of twelve practice
determinations in polarimetry. In complicated calcula-
tions, such as in the complete determination of hydrolyzed
starch products, such blanks, printed or made by hekto-
graph or similar process, are particularly valuable. The
computations are greatly simplified by printing the loga-
rithmic constants of calculations in appropriate tabular
form, while in addition there is the important advantage
already mentioned, that data, always recorded in definite
places, can be read at a glance.

F
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This blank is introduced here merely as an illustration
of one applied to a special series of determinations many
of which require two separate polarizations and some of
which, as glucose and quotient of purity determinations,
require Brix or density measurements. As suggested, it
is advisable to have data of clarification also. A better
title would be “ Polarimetric Analysis,” as investigation of
tartaric acid is also inctuded.



NOTES APPLYING TO SPECIAL INSTRUMENTS

(To be read in conjunction with the General Notes)
A. RoTATORY POLARISCOPES

The Laurent Polariscope. — See that the lamp is properly
adjusted to give an intense flame. The air valve (J7) should
be regulated to give a strong blast, making the blue cones
of the inner flame as low as possible. The gauze basket(4)
holding the salt mixture should be parallel to the flame
cones, and be just outside of them, in the hottest part of
the flame. If care is taken in this adjustment, the upper
part of the flame will be a very brilliant yellow from the
incandescent spdium vapor. - The salt must be applied
every few minutes. The flame should be about 2 decime-
ters from the end of the polariscope, the length of an ordi-
nary polariscope tube, as the condensing lens (B) is
properly focused on the flame at that distance. (See
description of improved lamp in previous chapter.)

Turn the analyzer by pinion G till the scale (observed at
N) reads some degrees from zero, so as to get a bright
illumination, and focus sharply with the eyepiece (O) on the
luminous disk made by the image of the diaphragm open-
ing (D) bisected by the quartz plate.

Turn the analyzer to zero, and raise the lever (U) on the
left, behind the scale disk! (), till just enough light passes

! In some polariscopes of the I.aurent type, especially the German instru-
ments, the adjustment lever of the polarizer is directly ozer the prism, its
movement being measured on a graduated scale.

68
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to make i well-detined image in which the shadow changes
are casily diseernihle.  This gives maximum scensitivencess.

Determine zer errar at 0 and 1807, if the graduation of
the instrument adwits of readings in opposite quadrants.
If the “cccentricity ™ of the seale is shown to be less than 1/
in readings taken at different rotatious, obscervations in the
oppesite quadrant can be dispensed with heneeforth,  In

F16. 16, — LAVKENT FPOLARINGGOFE AND SoineM LAME,

the larger instruments, the angular-degree scale extends
entirely around the circle, the saecharimetric scale being
in the upper balf of the circle, concentric to it.  In
the smaller instraments, the degree scitle is in one half of
the circle, the saccharimetric scale in the other.  Study the
scales carefully till the graduation is thoroughly nader-
stool.

Avoid turning the adjustmrnt pinion (I7) on the cyepiece
tube, as this is intended for adjustment of the analyzer
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with the scale, and moves the prism independently of the
scale.

The angle which the plane of polarization of the polar-
izer makes with that of the Laurent plate should not be
too small, for not only the dimness of the light at the end
point prevents distinguishing with precision slight differ-
ences of shade, but, inasmuch as the small amount of stray
blue rays which pass the bichromate plate are not so com-
pletely extinguished, if at all, at the end point, owing to
their unequal refrangibility, thesec may predominate to such
an extent when the sodinm light is too far reduced by
defective working of the lamp or by an excessively small
angle between the planes of polarization in the two halves
of the field, as to change the ““optical centre " of the light
and make an error of some minutes in the reading. An
angle of 2-4° to the quartz axis (which is one half of
the angle of tilting of the planes of polarization)is small
enough for most accurate measurements in the work of the
chemical laboratory. This angle can be measured roughly,
but with sufficient exactness for the purpose, by noting the
reading of the scale at which one half of the field is dlackest
when the analyzer is turned a few degrees from zero.

If the lamp and instrument are properly adjusted in the
manner described, bright extraneous light excluded, and
the direct rays of the blue light of the flame cones of the
lamp cut out of the field by a diaphragm, as they are in
every properly designed lamp, no error will be introduced
in readings certainly as great as 35° within the limit of
precision (1') of the ordinary laboratory instrument.

These notes on the Laurent polariscope apply also to
the shadow instruments using the Jellet-Cornu prism and
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the Lippich polirizer, except what bears obviously on the
manipulation of the Laurent shadow device for changing
the light intensity. The Dubascq rotatometers usually
have s angle of 57 between the planes of polarization of
the two halves of the prism, corresponding to 2.5° for the
half angle measured as deseribed above.

The Landolt-Lippich Polariscope. -~ This instrument is
made in a variety of forms, and is especially designed for
exact physicil measurements.  The claborate measuring
devices used on the larger instruments for determining
optical rotation to .001” nced uot be considered here, as
they are in principle identical with those used in preeise
physical and astronomical measnrements by graduated
circles. Some of these instruments have the circle divided
into 400 divisions, insteitd of 360°.!

I The large Lamlult-§ippich plariscopes liavis the seale which waves with
the analyzer usually graduatenl directly to tenths of 2 idegrms. Tl ntervaly
less tham tenthy an: determimsd i thousandtiy by a * filar wicronndir.” “Uhis
is a device fur measuring the »listanee that the rieferente wark (shown ot
fiehl of the wicrimetir ryepivee as & uoteh at the side of the graduativns)
lies frani the seale line.  This i dont: Ty muving 1w parallel vross hairs nlong
the seale by means of a fincly threaled serew, the distancis travenasd liing
shuwn v a drum graduated intyy 100 parts, which tevolvis with thi: sirnew, A
ciumplete revolution of the deuin (screw) nisves the vross hairs exactly one
tienth of & ilegree an the seale, or tieilistance Letwern twe sealis lnes. e,
the reailing of the micrometir tln wher it is st sb that & scale line s ble
way between thee cross hairs when taking the ziro ertor ipust be sulbirwtol
from the reading uf the deum whin 3t is similarly sl for deteouining the
desired naation value, The reading »f thi: drem wdiviausly gives the hune
dredths amd thiusawlths »f a degree.  The remlings are od: cyvenienity
made if the icrmnetir is et sa that tu: drion readlug i zers whey the two
crows hairs are symnctrically jdaced relative to the noteh (nust aseoemtely
detenvinell by first miaving the muin wale till a long grolumion tne lies
exactly in the notch). “Then the readings of the ilrwn directly xpress the
interval in thousaniths fiur cach ceading after the manner of 0 vernier,  “Fhis
adjustment can be made by gemly woving the drum on the axis of the screw
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The illumination of the ficld of the Lippich polariscope
must be adjusted with great care, to prevent surface reflec-
tion from the small ‘“half prism* of the shadow device.
If the angle of the polarizer is changed during a series of
observatious, it will be necessary to take new zero readings
or bring the analyzer again into zero adjustment by means
of the device provided for this purposc.

The Landolt-Lippich polariscope, when used to incasure
specific rotations for yellow light (“ Dray™), has the rays of
a sodium chloride lamp passed through a “Lippich sodium-
light filter”’ consisting of two absorptiou cclls, the first, 1
decimeter long, containing a 6 per cent sohutiou of potas-
stum bichromate, the second, .15 daciimzter long, co:xataining
a solution of uranous sulphate, U(SO,),. This, according
to Landolt, is prepared by dissolving § grams of uranyl
sulphate in 100 cubic centimeters of water; 2 grams of ziuc
powder are added, and then 3 cubic centimeters of sul-
phuric acid, gradually, in three successive portions. Air
is excluded from the flask, which is allowed to stand six
hours till the solution has settled. The solution is then
filtered into the cell with as little exposure to the air as
practicable. The cell must contaia as little air as possible
and be tightly closed. It is said that this solution will
keep a month or more. The bichromate solution takes out
most of the blue and green rays, the dark green uranium
while the latter is hel:l stationary by the milled heail, as the drum is movable
on a friction hearing.

The micrometers on opposite sides of the scale disk can be brought into
adjustment to directly indicate the readings @ and @ + 180° respectively, hy
setting the notches by a serew on the enil of the mierameter hox opposite to
the drum. When thus adjusted the large Schmidt aml I{insch instruments

rarely show differences of .002° in ajiposite quadrant readings at any part of
the scale.
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solution taking out the rest, as well as practically all of
the red end of the spectruni. The resulting filtered light
has, according to Landolt, a wave length of .00058932 mil-
limeter, which represents the wave-length mean of the two
D lines. In consequence, the rotation vahics are not
strictly comparable with those of the Laurent and other
polariscopes using sodium light filtered through a bichro-
mate section, — being about .2 per cent greater.?

The Wild Polaristrobometer. — This instrument is little
used in this country, owing to its unusual end point, not
readily distinguishable by an inexperienced observer, and
the clumsier arrangement of the apparatus necessitated by
the rotation of the polarizer instead of the analyzer. The
polariscope is capable of precise measurements, however,
when skillfully manipulated. As already stated, the rota-
tion of the polarizer (D) is in the »ezerse direction to the rota-
tory effect of the optically active substance, but in the same
direction as the pinion (C) moves by which the observer
rotates the prism. The field, except very near the end
point, appears as a yellow disk covered with sharply de-
fined, black, horizontal lines like a grating. As the
polarizer is turned slowly, and the end point is reached,
these lines disappear, as if rubbed out by an erascr, in
a broad band which moves across the field. The end

LIn the writer’s ‘experience, the Landolt-Lippich polariscope gives much
more unreliable results than the Laurent, if a hichramate solution alone is
used as a ray filter. The Lippich polarizer seems much more sensitive ti the
extraneous rays present in the sodium flame than the Laurent, and in conse-
quence varies its end point by several hundredths of a degree with slight
changes of intensity of the flame, —under identical conditions, in fact, where
the Laurent gives constant readings. With the Lippich ray filter, the I.an-

dolt-Lippich readings are constant at constant temperature. Ilence, for
general laboratory purposes,the Laurent polariscope is more suitahle.
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point is taken as the position of the band in the niddle
of the field when the unextinguished lines of the grating
arc symmetrically distributed on each side of two cross
hairs. The blank appearance at the end point occurs
within a very small angle of rotation, and consequently

Fii;. 17.—WiLit POLARISTROBOMRTER.
A. Eyepiece. B. Telescope for reading scale (K). . Mirror for {lluminating scale.

is so rapid, as the polarizer is turned, that the inexperi-
enced observer might overlook it altogether. The end
point repeats itself every 9o°, but the appearance of the
field at each end point is not exactly the same, the blank
band crossing the field at a different angle in each case.

The Wild polaristrobometer uses a salt flame without any
ray filter.
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B. (QQUARTZ-WEDGE SACCHARIMETERS

The Half-shade Saccharimeter. — This is the standard
instrument in use to-day. The general method of focus-
ing has already been discussed under General Notes.
The mean error of this instrument when the ilhunination
is properly adjusted and the observer expert, is about .02
of a scale division, but under the usual conditions of using

Fi6. 18, — HALF-SHADE SACCHARIMETER, WITH DIAGRAM aF Ournical.

. Paxrs.
F, E, G. Cuartz compensalor. K. Reading gloss of scale.
H. Adjastment device for rotating analyzer. M. iniot for vusviog swopmisdor,
7. Eyepiece. 0O, Fosition of Jellel-Corme prism.

N. Condenser.

the saccharimeter itis somewhat greater. The light should
fill the field uniformly, and not pass too obliquely through
the Jellet-Cornu prism (whose position in the iustriment is
indicated at O), or the surface of the prism with its biscet-
ing joint is too sharply defined (as well as any dust that
may be on its surface). The lamp and condensing lens of
the saccharimeter, the latter adjustable in a sliding slecve
(&), should be arranged to pass the rays practically parallel,
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or slightly convergent. Landolt recommends that the
condensing lens be so placed relative to the lamp that
it focnses on the analyzer diaphragm.! The field wil]
then be always uniformly illuminated, with the surface
of the prism practically invisible, the bisecting line show-
ing very faintly at the end point.

Not mfrequently, at the zero end point, the field will not
appear quite uniform, one half having a faint bluish tint,
while the other appears faintly brown. This is caused by
a slight displacement of one of the prisms, and can be
corrected by slightly rotating the analyser by means of
the adjustment provided for the purpose. In the older
instruments this is done by a key, which will be found in
the instrument box, and which fits a pinion (&) on the under
side of the cyepiece tube. This pinion turns a gearing
that revolves the analyzer. The newer instruments have
a somcwhat different device. On each side of the eye-
piece tube (/) there are two steel screws with projecting
heads. These screws have conical points which bear eccen-
trically on the edges of two holes bored in a rotating sleeve
which carries the analyzer. By loosening both screws,
and then turning one or the other down slightly, the effect
is to turn the sleeve in a direction depending of course
on which screw is turned, the rotation resulting from
the pressure of the coned point against the side of the
hole in the sleeve. After the analyzer is turned to correct
adjustment, the screw which was zof used to turn the
sleeve is very carefully tightened till it just bears, in
order to fix the analyzer in position. Extreme care should

IThis applies only to the latest type of half-shade saccharimeters fitted
with the Lippich polarizer and a specially constructed condenser.
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be exercised in making this adjustment, as it is onc of deli-
cacy. The method of adjusting is as follows: The prism
is turned, very slightly, and the wedge moved by the pinion
(M) till the field is as evenly tinted as possible. If the
disparity of tint at the end point is diminished, turn the
analyzer farther in the same direction till no difference in
tint appears when the wedges are adjusted to even shade.
If the disparity of tint increases on turning the prism, turn
in the opposite direction, each time always adjusting the
wedge for a field of uniform shade (being also as cven a
tint as possible), independently of the scale reading.
After the field is both evenly tinted and shaded at the
end point, the scale may be brought into adjustment by
setting the vernier zero to the scale zero by means of the
key found in the box. This key fits on an adjustment
pinion at the left end of the vernier scale (not shown in
cut).

Many observers prefer to correct for any disparity of
tint at the end point by using an absorption ccll of potas-
sium bichromate solution. Many of the modcrn instru.
ments are provided with such an absorption cell, which
fits into the polarizer end of the saccharimeter. This
cell absorbs the blue rays, which make the most disturh.
ance, and gives an agreeably tinted ficld of mniform shade
and tint at the end point even if the prisms are slightly
out of adjustment. This cell is necessary when solutions
of a slightly different dispersive power from quartz arc
polarized, commercial “glucose,” for instance. In fact, if
white light is used, there will be a slight disparity of tint
at high rotations, even with cane-sugar solutions, as the
dispersive powers of canc sugar and quartz differ some.
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what at the blue end of the spectrum. A piece of brown
(carbon) tinted glass is a very good substitute for the bi-
chromate cell, although it does not cut off the blye réys
quite as effectively. It may be well to note again the
considerable crror caused by varying temperature. For
accuratc work it is necessary that the saccharimeter be
exposed for at lcast an hour to a temperature practically
uniform with that at which the readings are made. The
exact graduation should be established by means of stand-
ard quartz plates of known values, since instruments are
graduated by at least two systems, as has already been
noted, onc based on the Mohr cubic centimeter of 17.5°,
— the original Ventzke and established commercial stand-
ard; the other, the official standard of the United States
Custom House, based on true-cubic-centimeter volumes.?
The Triple-shade Saccharimeter. — This Instrument dif-
fers from the standard commercial saccharimeter only in
the end-point device, which is the Lippich triple-prism
polarizer, the essentials of which are a large Nicol prism,
and two smaller Nicols placed close to the large Nicol,
between it and the analyzer. These two smaller ““half
prisms,” as they are called, have their vibration planes
parallel to each other, but at a slight angle to that of the
larger Nicol. The light from this polarizer passes through
the circular opening of a diaphragm in such a way, and
I Apparently some saccharimeters, especially the later ones, are graduated
to give exact jiercentages of cane sugar at all concentrations. Such scales are
nat strictly proportional to the quartz rotation values, as the specific rotation
of sugar increases slightly with diminishing concentration. Hence the sui-
face of the “ wedges’ must be curved or the divisions vary in size. Many
af the newer instruments, graduated for true cubic centimeter flasks, when

compared with thi: Ventzke graduation, show at the 100 point the ratio,
1.00000: 1.00234, but in the middle of the scale, 1.0000 : 1.0033.
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the half prisms are so arranged, that the fickl is trisceted
vertically by the edges of the two half prisms.  The dia-
gram shows the position of the prisms relative to the field
of the instrument. The circle repre-
sents the ficld defined by the diaphragm
opening; A and /7 show the positions
of the half prisms and € that of the
large Nicol. Then, if the vibration
plancs of the two half prisms arc
taken parallel to ae’ and 44!, and o, ¥, 1.
tnclined at a small ugle to @@’ or
b4, represcuts the vibration plane of the large Nieol ()
the ficld will be cqually illuminated when the vibration
planc of the analyzer is at right augles to a line biseeting
the angle made by the vibration plane of the Nicol ¢
and that of cither half prisin 4 or A The diagram in
plan shows the position of the prisms relative to the light
passing through the instru.

E‘l ment along its axis in the
— c @ dircction  shown by the
—J) arrow through the lens /.,

L PLAN °

the dhiaphragan betng at 72
It will be noticed that the
half prisms are slightly canted longitudinally.  This is to
insure a sharp focus on the cdge of the prisni, so that its
image at the end point will be a faint hair line.

Obviously, the light cffect in the two side sectious of
the ficld is the same when the plane of the light is ratated,
the contrast being between these and the central section,
instead of in the halves of the ficld as in the half shide
saccharimeter.  Owing to the agrecable effect of the

Fn:. 20.
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triple-shade field, this instrument has become Very popu-
lar. However, on account of the complication and deli-
cacy of the prism combination, it is much more Hable to
get out of adjustment, the exact parallelism of the two
half prisms being difficult to maintain. It is therefore
doubtful whether, under the ordinary conditions of its use
in the sugar laboratory, it really gives readings of greater
precision than thosc of the half-shade saccharimeter, espe-
cially when the latter has its illuminating apparatus ad-
justed to give the best ficld for accurate reading.

Variations in temperature will apparently affect the
half-prism adjustmient, as well as any shock or jar to the
instrument. The result is that the field at the end point
will not be perfectly evenly illuminated, but one or the
other of the side sections will show a faint shading.
There will be, in consequence, two end points, depending:
on which side of the field is evenly illuminated with the
central section. Usually this disparity is less than .1 of
a scale division, but the precision of the instrument is low-
ered by that amount, unless the observer goes through the
tedious process of taking the average of the readings by
eack cnd point, and thereby halves his error.  This defect,
however, is an annoying one and of course does away with
any superiority of precision over the simpler half-shade
type.

If the theory of the Lippich polarizer is thoroughly
understood, any onc experienced in working with delicate
instruments can adjust the half prisms to parallelism in the
following manner : Remove the screws in the metal sheath
of the enlarged part of the tube containing the polarizer.
Take the sheath off, which will expose the half prisms in
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their brass mountings. Both of these mountings can be
rotated through a small angle, and onc is provided with
coned-screw adjustments for making a very small rotation,
exactly as described in the Notes on the Half-shade Sac-
charimeter. If the screws of the slotted guides holding

L T
B ittt e ot mm i 2 wnnle T

Fie. 21, — DunpE-WeHGE, TRIFLE-SUALE SALUHARIMBIER WL DIACKAM
ar Oerieal. PARTs.
Ny, M. Half prisms. Ny, Molanizer.

the mounting of the prism to be rotated arc loosenced, then
the delicate adjustment to parallclism can be mude with the
coned screws, in a similar way to that already described.
When the field shows perfectly uniform illumination at the
end point, the screws in the guide slots are gently tight-
ened to hold the mounting in position. Considertble skill
and patience arc required to make this adjustment.  Great

fe
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care should be taken to move on/y those screws which
have to do with this adjustment, as there are other screws
which rotate the prism longitudinally.

The newer triple-shade as well as half-shade saccha-
rimeters have the scale illuminated by means of a small
mirror over the scale, which throws the light of the main
lamp of the saccharimeter down through a ground glass
upon the scale. This obviates the necessity of a separate
scale light. If the saccharimeter is screened from the
light by a partition, or placed in a hood, care should be
taken to have the hole through which the light passes
large enough to allow a diagonal ray to the mirror. A
mirror of any kind fastened to the top of the hood by
means of a stiff bent wire, when properly placed, works
well with thé older form of scale apparatus. A cheap,
silvered-glass concave reflector, such as used with an ordi-
nary kerosene lamp, works excellently.

The Soleil-Ventzke-Scheibler Transition-tint Saccharime-
ter. — This instrument, which was the standard commer-
cial saccharimeter less than fifteen years ago, is now
almost completely replaced by the half-shade type. It
takes considerable practice to get high precision in obser-
vations with a transition-tint saccharimeter, but an expert
with a good eye for color can read the tint transition as
accurately as the half-shade end point, unless possibly in
the case of very highly colored solutions, such as low-
grade molasses. The errors of reading such solutions are,
however, much less than others peculiar to polarizing such
products, to be discussed later. The normal weight used
with this instrument (26.048 grams) and in fact all the
working parts, except those which have to do with the



NOTES APPLYING TO SPECIAL INSTRUMENTS 83

special end-point device, are identical with those of the half-
shade saccharinieter.

The method of using this instrument is as follows:
Focus the eyepiece (/) on the transition-tint plate, which
will appear as a party-colored disk qf two contrasting
colors, each occupying one half of the field on each side of
a central vertical line. Turn the scale to zero, or till both
halves of the field are of the same tint; then turn the button

Fi16. 22.— SULEIL-VENTZKE-SCHEIBL.LER TRANS)ITIUN-TINT SACCHARIMETER.
A. Shows pasition of Nicol of tInt F, E, G. Quariz-wedge compensator.
H.

producer. . Adjususuent device ol analyzer,
B. Position of quartz plale of iint 7. Eyeplece.
producer. K. Reading-glass of scale.

C. Posilion of polarizer.
D. Position of transiliontint plate.

. Pinion for setting sensitive-tint producer.
. Pinion for moving wedge.

X

on the end of the long rod (L) at the right of the eyepiece,
which turns the Nicol of the ““sensitive-tint producer,” till
a suitable tint is produced in the field for a background
against which the eye can most readily distinguish the
delicate rose tint which appears in one or the other half of
the field when the wedge is almost at the end-point posi-
tion. The tint chosen varies with different observers. It
is always a very pale one, flesh or pearl, practically white.
The end point shows both halves of the field evenly tinted



84 NOTES APPLYING TO SPECIAL INSTRUMENTS

with this sensitive color, but at the slightest turn of the
wedge pinion a pale rose flush will appear in one half of
field or the other. The light from the lainp should be
soft and diffused, not too bright. In taking zero observa-
tions, many place a tube full of water in the instrument to
soften the light. As the eye becomes fatigued quickly,
and loses its maximum sensitivencss for distinguishing
slight changes in tint in a few moments, rapid readings
should be made. All glaring outside light, especially if
colored, should be excluded, the observer being in com-
parative darkness. When a colored solution is placed in
the instrument, the sensitive tint must be again adjusted
till the color is obtained which proves most sensitive for
observing the end-point transition. With Zighly coloved
solutions of molasses or molasses sugars, the transition
change appears as a stadow, owing to the practically
complete absorption of the tint by the deep -brown-red of
the caramel substance of the molasses. ,
Occasionally, especially in an old instrument, the prisms
become displaced sufficiently to affect the sensitiveness of
the readings, the field not appearing perfectly uniform at
the end point. The quickest and surest way to bring the
instrument in adjustment is to remove the quartz-wedge
compensation éntirely, and then adjust the analyzer till the
field is evenly tinted.  As in the adjustment of the analyzer
in the half-shade saccharimeter, this is done by means of a
key which turns a pinion (&) on the under side of the eye-
piece tube. To remove the compensator, slip out the
movable wedge (£), unscrew the brass plate carrying the
fixed wedge (#) and the vernier scale, and finally, remove
the left-rotating quartz section which is the last optical
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purrt v this end of the instrument going taward the
paltrizer. This s dune by unserewing the brass ring of
tlus rmanding, O Ton the trowgh side.

The Soleil Duboscq  Transition-tint  Saccharimeter. —
This in-trmtent has heen entirely superseded in commer-
ciitl work by the ttuproved modern Types of quartz-wedge
sacelurimeters. The wedges of the Duboseq instruments
are woll muade, however, sand in the hands of a skillful
worker it is o precise instruoment to at least .2 of a divi-
siun, m acenracy saffivient for usmy boratory measure-
ments. A canscientions surd painstaking observer with a
gond eye far audar ean usike efficient use of such asaccha.
riweter, sitee its deficiencies are hirgely those of incon-
vintenee il diffieslty of nanipnlation, and these can be
supiplementod by exereising @ correspondingly greater skill
in workimg with the instrument.  The yoing chemist is
apt to condemn too hastily any kiboratory instrument
which is got of wndern type, when it little practice and a
study of the stare and magnitude of the errors of analy-
sis wonld show that such apparatus fulfills all the require.
ments of the work at hand.  Of course, in the case of large
commercial laborateries, where accuracy with speed and
uniforn triade methods are the leading considerations, the
stanskrd modern saccharimeter is indispensable,

The fundamental principles of the working of the Du-
boser-Saleil saccharimeter are identical with those of the
Soleil-Ventzke, but the details of the apparatus are con.
siderably different.  Both wedges of the compensator are
moved by the pinion past each other, instead of one being
fixed as in the modern instrument.  The scale, which is
graduated for a normal weight of 16.35 grams, or what
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was taken as the equivalent of the rotation of a millimeter
section of quartz, has no veruicr, and reads from right to
left, the fractions being estimated by aid of a haad magni-
fier. The sensitive-tint producer is in the cyepiece,? which
latter in consequence moves in a slotted gunide to avoid any
disturbance of the tint in focussing. The Nicol for pro-
ducing the sensitive tint can be rotated through a half
circle by means of a milled ring on the cyepiece tube.

A trough can be made very cheaply which will fit into
the instrument and so allow the use of the more convenient
modern tubes, which are of smaller diameter.

Double-wedge Saccharimeters. — In these instruments,
the scales read to the left, the figures of the “working
wedge’’ scale being in black and those of the “control
wedge '’ in red. The pinion head of the ““ control wedge ”
is also of a different color from that of the ‘“working
wedge,”” and placed at a different level to avoid confusion.
Double-wedge scales have read from right to left in all
saccharimeters of this type which have come under the
author’s notice. The scales do not have minus gradua-
tions, as left-rotating solutions can be rcad by using the
control wedge as the working wedge. When a double-
wedge saccharimeter is in adjustment, and no optically
active substance is in the instrumeat, the end point is
always given when the wedges are so adjusted that both
scales read alike, independently of the numerical value of
the reading. (See Figures 10 and 21.)

11tis interesting that the illustration of a saccharimeter in Clerget’s original
atticle on sugar-testing, written in 1849 (dnn. Chime. Phys. 26 (3), 175),

shows an arrangement of tint producer identical with the moderu instrument
of Scheibler.



POLARIZATION OF CANE SUGAR.— GENERAL
COMMERCIAL METHODS

Sampling. — In most commercial analyses the sugar is
deternmined as a per cent by weight of the original product
as’it is bought and sold in the market. The sample which
the chemist polarizes must be strictly representative of the
total lot of sugar, which may amount to several thousand
tons. The sampling of such large lots of sugar entails
much labor, and in the case of raw sugars is usually done
by men specially trained for this work. Great care has to
be exercised, as it is by no means easy to get a representa-
tive sample. Not only is sugar bought and sold on its
percentage value, but the government assesses import
dutics based on the polarization, which may amount to
from 30 to 50 per cent of the total value of the cargo.
Raw sugar reaches the market in diverse forms of package.
The old-fashioned *“open kettle” or muscovado sugar,
some of which is still shipped, comes in hogsheads of
from 1500 to 1650 pounds. The modern West Indian
sugar houses usually ship in burlap bags of 300 pounds.
The Hawailan sugar comes in 125-pound bags. The
Javan sugar is packed in cylindrical bamboo crates, hold-
ing about 700 pounds. Some.sugar is packed in wooden
boxes, and the primitive palm sugars of the East come in
bamboo “ mats.”

The sampling of raw sugars is especially difficult be-

cause the product contains considerable moisture from the
Ry
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molasses, which is retained by the spongy mass of crystals,
the amount varying greatly with the quality of the sugar.
This molasses tends to drain from the upper layers of the
package and collect at the bottom. Most sugars exposed
to the air rapidly lose their moisture. In consequence,
sugar samples taken from different parts of a package
may differ appreciably in polarization. The method of
sampling found most satisfactory in practice is to thrust
a long metal tube, known as a ““trier,” through the whole
bulk of the package, in a line extending diagonally from
the top of one side to the bottom of the other.! By rotat-
ing the trier, it is filled with sugar its entire length.

In this way each package, or a certain percentage of
the packages, of the cargo is sampled, and the sugar from
the sampling transferred as quickly as possible to a cov-
ercd can or metallic box to prevent drying. After a
thorough mixture of this large sample, small samples arc
taken from it which are put into tin boxes holding half a
pound or so. These are tightly covered and often sealed
by dipping the box in paraffin. It is in this form that the
samples go to the laboratory. Molasses or sirups are sam-
pled by running a stick into the bunghole of the barrel or
hogshead and draining off the adhering liquid into a bottle.

Method of Polarizing. — The commercial method of polar-
izing is as follows: Mix the sample thoroughly, breaking
up all lumps. This is best done by pouring out the con-
tents of the box upon a sheet of ordinary brown calendered
wrapping paper, or, better, a sheet of plate glass. Weigh
out the normal weight of sample in the tared German-

T Bags and baskets of “ centrifugal” sugars are sampled by driving the trier
in at the side so as to sample the central contents.
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silver dish provided far the purpose, weighing ta 005
grian. The preparation of the sample and the weighing
should be done as quickly as possible and the reanainder
of the sample returned to the covered box at once to avoid
change from cevaporation.  Pour ibout 5o cubic centime-
ters of witter, at roow temperature, into the dish, and stir
up the crystals from the bottom with the little metallic
pestle provided for the purpose. It is usnally not neces-
siry to grind the saanple witly the pestle in dissolving, as
this does not nizterially assist solution,! and wears the dish.
Pour off the solution into a 1oo-cunbic.centimeter graduated
fliask, taking cspecial care not to pour out any undissolved
sugar.  Very fine crystals are often airricd into the fask
if care is not taken to prevent it, and, settling to the bot-
tom, remain undissolved. Add a little witter to dissolve the
rest of the sngur in the dish.  There is usually left a slight
residue of insoluble matter, sand or dirt.

As aqueons solutions of raw sugars are practically opaque
from the presence of albuminoid and other vegetable
extractive matter in a colloidal state, it is necessary to use
some precipitant to clarify the solution in order to get it
into a suitable condition to polarize. A solution of basic
lead acctate of a density of 1,25 is the clarificr almost wii.
versidly used.

After the solution has been entirely wished into the

P Anather methosl of solution i to wash the sugar through o wide-gontlisl
funnvl directly fonn e dish inlo the fask Dby ey of a wash badth: or other
cunvellent (ot apipasatus. Flie tlask s Ulled abowt thres squarters full, and is
shaken LI Lhie sugar i lissolvel, This is thoe ofths Gl Gernian metlosl, With
& barge numbior of snnphes it o quicker, as e dasks can be pdacisl b at
sliaking machine aml all shiaken ot unee. With 8 few it iw sloweer, Lt it has
the advantage that the weighing dishes are nul worn by any grindiog,
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flask, allow it to stand a few minutes so that any solution
in the neck may drain off, add 2 cubic centimeters of basic
lead acetate solution, and make up to the gradnation mark
with water. If foam prevents the reading of the meniscus,
add a drop of ether, or better, spray a little ether into the
flask with an atomizer. This will immediately dissipate the
foam. Shake the solution and filter through a dry filter into
a (dry) cylinder, rejecting the first few drops. Cover the
funnel with a watch-glass to avoid cvaporation.

The amount of lead acetate solution necessary for clari-
fication varies with the nature of the sugar polarized? No
exact rule can be given. Use as little as possible. If too
little lead solution is used, the clarification is inconmplete;
if too much, the solution soon clouds after filtering from the
formation of basic salts or carbonate. If the right amount
of lead has been added, and thoroughly mixed through the
solution, after a few minutes a distinct coagulation will be
noticed, the particles gradually settling out and leaving at
the surface a comparatively clear solution. The addition of
about 2 cubic centimeters of ‘‘alumina mixture” —a solu-
tion of alum almost completely precipitated by ammonia
S0 as to be practically a creamy mixture of aluminum
hydrate in ammonium sulphate solution —assists clarifica-
tion and removes any excess of soluble lead? A 5 per

! Another method of clarification has been proposed very ieeently hy
Home (/. 4n. Chem. Soc., XXVI, 186), which i3 designed to olswiate the
. effect of the volume of the precipitate on the concentration. In this methoil
the solution is made up to 100 cubie centimeters previously ta clarifying.
A sufficient quantity of basic lead acetate in pozedered form is adcled anil the
solution filtered.

2This is important if the solution is to be inverted by the Clerget methiid

(described in the riext chapter), to prevent removal of hyilrochluric aiid by
the iead in the filtsate,
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cent abution of conmmon salt is also excellent for the latter
urpise.

Dark salotions, as from molasses, sometimes  require
cither dilnting or the use of the 1-deciwmeter tube!  Occte
siotally the solntian is decnlorized by plcing a gram or so
af preparcd bane Lk in the dry filter. Owing to the
initial absirption of sugar by the black, the first 30 vabic
centimeters of the filtrate shonld be rejected. Decoloriza-
tion by bone blick should only be nsed s a last resort,
Highly refined sugars, such as granulated, usually need no
chuifivation other than simple filtration.  Often, when a
precipitant s mevessary, the ahunina mixture alone suffices.

Polariscope Tubes. - ln filling tubes avoid air bubbles.
These obviously eut off the field and impﬁir the defmition
unless very small, when they nced not be cansidered.
Rinse the tube twice with the solution before filling.

Before placiug a tabe in the instrument wipe carcfully,
and see that the ontside of the cover glasses is clean and
free from moistare.  If objects cannot be seen clarrly and
without distortion when looking through the tube, it is use-
less to try ta make o polariscope reading, and it should be
refilled. I the tube is handled muceh, the heat of the hand
will temporarily disturh the solution, causing a turbidity
which will seon clear.

In pheing eaps on polariscope tubes, note that the number

VRawyer (Jo dve thers, Sy 27 CJuly g ) sheaes by apoty esprerbontab data
thst it s Letter to peliriee Law prsle ousdpsses im0 With niraad welution
(aha4% pran in fom sabic cemdiowdirs). Asile Toss e grealer cons
vettenrr 0 making ap e sdution sl the saving of eyesipht D seasding the
Hygltrr « sdeared Blieate, lows thay aue hall as unech basde lead uvatate bsonee-
raary 3 bewsr, the errors e by daritioation are irnepidingly sdecriased,
avis e ot o the Bl of The precpadaie in the Seges vadiie oof wdution,
These advaistages sae than vumpraate for the inovased crors of ceadiag,
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or symbul an the cap correspomds with st o the tohe,
This will preveent pomning ve <ok, of the capss e
friction caps uf the Tanubadt tnbes shonld be o rudy sealed
by pressiing them v with a2 ralogy wotisn, Norew o
shoukd be serewal oo trnedy cand then very ~iichtly <l ke
ened, su that the pressorse ot the Gaver 2o o0 1ea the
expaasiim uf the soft rahiber wasber win hoie oy neceeary
fitting fr the cxpoaf bath tvpass b tobe e that titis
witsher is slways in thne vag

After using, ol apparotoe that Jee feen s Gt with
solutions shwnld be Huante v wachd st vanning wala
sund phcad s eek looadvy (oot wipsedy, Thie will s
a constant supply of chian e apparatus. Take cane ta
wish the briusswark st the ends of the tibes copectally
the Landolt, or the vaps will stick, Afur wding, eave
cover ghsses ont, but plice raps on the ende of the tubes
soas to pratect the pravnd surfaces from betg <hippued
by any climee kuoek. The el wad b clintving in
sugar solutions gradnally vlonds ghivsware. Kemowe by
occasion] witshing in hydrac o aeid, 1 vaver glasses
stick in the caps, force thew ant with a4 clean stk of weend |
do urt use metal ar glass, Case shionbd be exercised
avoid seratehing the cover gloses inoany way, Seratohed
cover glasses shoulid not be used. Gliss polariscogue tnbes
are preferable to metal ones ttown therr greater cleanliness
and becinse they are less affectal by temperadnre changes,

The brass mountings ut the @inls of gliss tubwes shonld
always be examined before nsing the tubes, as they ocea.
sionally work loose and bevome pushal omt so that the
cover glasses bear on the brass and uot on the gronnd.ghiss
enels of the tube as they should. By gently heating the end



POLARIZATION OF CANE SUGAR 93

of the tube till the resinous cement which holds the mount-
ing melts, the brass collar can be pushed back till the ground
end of the tube is just exposed, and allowed to cool in this
position till the cement hardens. A good quality of seal-
ing wax makes a good cement, or better, especially in warm
climates, a mixture of litharge and glycerine, which rapidly
hardens when gently heated.

E
r
P
3
:

Fi1G. 23.— WaTEQ-JACKEVED TUBE FOR POLARIZING AT CONSTANT

TEMI'ERATURE.
A. Tubilus for thermometer. D. Rubber stopper.
B, C. Water jacket conneclions. ., Thermometer.

F. Air veat for equalizing pressvre on liquid in tube.

Tubes for ordinary laboratory instruments are usually,
made of three lengths, 1, 2, and 4 decimeters. The stand-
ard tube for commercial work is 2 decimeters in length.
Tubes used for inversion readings, to be mentioned later,
are 2.2 decimeters long and provided with a tubulus for
holding sufficicut solution in which to immerse a ther-
mometer bulb for taking the temperature of the solution in
the tube during readings. Preferably such tubes are sur-
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rounded by a circulating-water jacket for maintaining con-
stant temperature.

Certain forms of tubes have been designed with an
enlarged chamber to trap any air bubbles which might
accidentally be introduced into the tube, and keep them out
of the optical field of the saccharimeter. With ordinary
care in manipulation no such devices are necessary.

Pellet has devised a “ continuous diffusion ” tube which
by means of tubulature connections can be filled without
removing from the saccharimeter. This apparatus is very
useful where a large number of polarizations arc to be
made quickly, as in valuing beets.

Of course if /is not 2, v not 100, or the weight of sample
taken (@) not the normal weight (/V), the reading of the
saccharimeter will not express directly the per cent of
sugar. If, for instance, the weight of sample is other than
the normal weight, the percentage will be given by the
following equation, » = R]wv , where & is the reading, and

P is the per cent required.

Manipulation of the Schmidt and Hénsch Control Tube.
—The principles on which the use of this® instrument
depends in its application to the calibration of saccha-
rimeters have already been explained. The miethod of
manipulation is as follows: Extend the tube to practically
its full length, insert funnel plug (not shown in cut), and
fill with the sugar solution through one end in the same
way as a tube of the ordinary type! Remove plug, and
shorten the tube a little by moving the pinion (V) slightly.

*'The tube at the funnel end requires a cover glass larger than the ordinary
size.
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This will make the solution fill up the plug hole. Put the
funnel (77) in place and fill about a quarter full with the
solution, taking care not to let air into the main tube when
inserting the funnel. It is advisable to pour a few drops
of the solution through the funnel before placing the latter
in the tube, as this insures displacement of the air in the
neck, which might otherwise be forced into the tube. The
pinion should work stiffly enough to avoid changing the
length of the control tube in handling. Owing to the ab-

Fi6. 24.—ConNTROL TUBE.

control tube must be much more thoroughly rinsed with
the solution than an ordinary tube, especially if solutions
are changed in calibrating. Obviously, too, the tube must
be particularly carefully washed and dried after using. A
vented cap should be used on the funnel to avoid evaporation.

It is vital for accurate work that the temperature be
constant during the readings.

Chemically Pure Sucrose for Standardizing Saccharime-
ters. — The purest commercial sugar (white granulated or
“rock candy”) is made up to a hot saturated solution.
The sugar is precipitated by pouring the solution into
absolute alcohol, and the crystals separated by a small
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centrifugal and washed with the same alcohol. The sugar
is then redissolved and the same procedure repeated. The
crystals are then dried in a vacuum desiccator and kept in
a tightly closed glass vessel.

Errors of Commercial Polarizations. — Besides the errors
of polariscope and saccharimetric measurcments alrcady
discussed, there are others peculiar to the standard com-
mercial method, and dependent on the nature of the
impurities present in the sugars themselves.  Although
an immense amount of work has been done in the investi-
gation of these errors, yet they are little understood, and
practically are ignored in commercial analysis for the chief
reason, perhaps, that experience has shown, in the case of
the ordinary class of commicrcial sugars, that the total
errors apparently balance each other very closely, with
the resnlt that polarizations made at average room tem-
perature by the standard commercial methods give with
requisite accuracy the per cent of sucrosc in the sample.
The effect of temperature variation has already been noted.

The bulk of the precipitate from the lead clarification
has always been neglected in commercial polarizations,
being reckoned as part of the solution in making up to
volume, partially on the ground that its volume largely
results from water of hydration abstracted from the solu-
tion. Many investigations have been made to determine
the volume of this dried precipitate, as well as in study of
the effects of adding to sugar solutions known volumes of
material of a nature supposed to be similar to the impuri-
ties present in the natural products. None of this work
has thrown much light on the question, partially from the
difficulty in getting at the exact conditions of the forma-
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tion of the precipitate, and also because, in the case of low-
grade sugars, where this effect of the precipitate volume
is greatest, the lead solution cxerts other little-understood
influences on the rotation of other impurities present.
Therefore, the disturbing effcct is the resultant of several
influences, varying with the nature of the impurities and the
conditions of clarifying. These errors in general seem to
increase the polarization, while temperaturc errors as a rule
decrease the readings. Consequently, it is questionable, in
the interests of scientific accuracy, whether any correction
should be made, in raw sugar polarizations at least, till a//
the disturbing influences can be accurately controlled.
Otherwise nothing is gained in the approach to the true
saccharimetric value. As already stated, there has been
a general agreement among sugar chemists to make polari-
zations at 20°. Scheibler first devised a method of ““ double
dilution ” to eliminate the effect of the bulk of the precipi-
tate. His method, as modified by Wiley, requires two polar-
izations to be made, one of a solution made up at the
normal concentration, the other at a concentration of twice
the dilution, that is, the normal weight of sample dissolved
in 200 cubic centimeters of solution, the amount of lcad
acetate solution added before making up to volume being
exactly the same in both cases. It can be shown mathe-
matically,? that if @ represents the reading of the normal
solution, and & that of the diluted solution, then the true
reading of the solution at an actual concentration of the
normal weight in 100 cubic centimeters will be given by
the formula, R = %
a—"b
\ Wiley, /. Am. Chem. Soc. 18, 430.
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The lower grade raw cane sugars, as also cane juices
and sirups, always contain an appreciable amount of the
glucose type of sugars. These are to some extent present
in the original cane juice, and in part are formed from the
decomposition of the cane sugar in manufacture. Whether
the glucose sugars from these different origins are identi-
cal or not has not been settled by sugar chemists. It is
known that the mixture of glucoses from the decomposi-
tion of cane sugar have a left-rotatory effect, while there
is much evidence that the glucose sugars in commercial
cane productsare optically inactive. Moreover, it is known
that basic lead acetate changes the rotations of these glu-
coses, certainly in the case of those which are derived from
the decomposition of the cane sugar during manufacture.
Although these facts are most suggestive, they have not
yet led to any accurate methods of estimation of the errors
of polarizations introduced by the action of lead acetate,
or their prevention. The addition of acetic acid to break
up these levulose compounds is a questionable expedient.

Beet sugar products, even of low grade, are practically
free from reducing sugars, but contain small quantitics of
a polysaccharide substance known as raffinose. This has
a strong specific rotatory power (about 105°) and in some
cases makes an appreciable error in polarization.

Errors due to Change in Specific Rotation of Sucrose at
Low Concentrations. — The specific rotation of canc sugar
is not exactly a constant at all concentrations of its aqueous
solution, as has already been stated. Hence, the readings
of sugar solutions of different concentrations on the sac-
charimeter are not strictly proportional to the thickness
of the compensating quartz section, if the saccharimeter
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is gradunted so that any reading # represents a position
of the wedge corresponding to s section of compensating

4 . -
(quarlz , of the thickness of quartz compensating at

14X

the 100 point.  In other words, a quartzewedge  siceha-

rimeter whose wedge surfaces are perfect planes and

whose seale divisions swe equal does not give o perfectly

exiet reading af the smar per cent atall parts of the sade.
Sehmitz lmseal-ubted the following tiuble giving the exact

sucelirimetric vitlue for each division of the stecharimeter
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Some of the modern saccharimeters are graduated to
give strictly correct readings of sugar per cents at all
parts of the scale. Apparently this is doue by giving a
slightly curved surface to the wedge.!

SOME IMPORTANT PAPERS ON LERRORS IN SuGaAR POLARIZATIONS

Welz—1867. Zeit. Ver. deut. riib. zuck. Ind., 17, 439.

Manniené — 1870.  Comptes rendus, (9. 1306.

Scheibler — 1870.  Zeit. Ver. rith. zuck. Tud,, 20, 218.

Gill, C. H.—1871. J. Am. Chew. Soc.

Sclieibler — 1875.  Zcit. Ver. deut. viib. zuck. Ind., 25, 1054.

Scheiblexr— 876,  Jbid., 26, 724.

Schinitz— 1878.  /Jkid., 28, 6Gs.

Meissl —1879. /b, 29, 1034.

Raffy — 1880. Neue Zeit. Ver. riils. zuck. Ind., 4, 241.

Reichardt and Bittman— 1882, Zcit. Ver. deut. riib. zuck. Ind., 32,
764.

Sachs — 1884. Neue Zeit., 13, 136.

Andrews — 1839. Tech. Quart., 4, 367.

Andrews — 188¢9.  Jbid., 4, 371.

Weisberg — 1891.  Bull. Assoc. Chim. Suc. et Dist., 9, 497.

Moor —1894. La. Planter, 20, 409.

Svoboda—1866. Zeit. Ver. deut. riib. zuck. Ind., 46, 107.

Wiley — 1896.  J. Am. Clhiem. Soc., 18, 430.

Pellet — 1896. DBull. Assoc. Chiw. Suc. et Dist., 14, 131.

L. de Bruyu and van Ekenstein — 1896. " Zeit. rOb. zuck., 46, 672.

Wiley —1899. J."Am. Chem. Soc,, 21, §68.

Wiechmann — 1903.  Coluwbia Sch. af Mines Quart., 25.

Horn—1904. J. Am. Chem. Soc., 26, 186.

Sawyer —19os. J. Am. Chem. Soc., 26, 1631.

! The reaclings of a quartz plate on an instrument graduated in the standard
Ventzke scale averaged 96.02. The same plate read 95.77 on a saccharimeter
graduated for true cubic-centimeter flasks. This gives the ratio, 1.0026: 1,
which approximates to the theoretical 1.00234 : 1.

A plate reading, 62.66 on the Ventzke-scale sacchariineter, read 62.45 on
the new scale instrument, making the ratio 1.0033 : 1. This is practically the
reading corrected for its true sugar value by Schniitz’s table, which is 62.43.

The readings of the Ventzke scale instrument were propurtivnal 1o the
quartz rotation.



DIETERMINATION OF SUCROSE IN PRESENCIES
OF  OTITER  OTICALLY  ACTIVE SUB
NTANCES (DOUBLIS POLARIZATION)

Fundumental Principles. - Iz the micthods of sacchin-
vinretry, previnsly deseribed, iU las been assnmed  that
strane i the only aptieally active substinee in the solo-
tisrs pobtriasl. This is practically trme in most conminer-
cial polavizatians, the erma rarely execeeding .2 per cent
except i low grade prodnets, where great aceuracy in the
determinatinn is nal sa exsentiad.  In mobsses and siraps,
lowever, the paesenre of optically active substances other
Hiw sacrose nnty wake errors of several per cent in the'
pobivization.

fta st molasses aud naturtl cne sirups the principal
disturbing oplically active substance present is known as
“invert sugar” A brief review of the simpler principles
of sugar chemistry way be of aid in understanding the
nature of invert sogar and the methods of polarization
necessary when it is present.

Cane sy, or suerose, i one of it eliss of isomeric
strs known as 2 saccharoses ™ or “ hexose bioses,” frown
the fact that i chamien! classification sacchiroses may be
consiilered as anbyidride combinations of two molecules of
ghicose sugar,  There are bt two other biose sugars of
preseut commercial consequence, faclase, or wiill sugar,

101
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and maltose, or malt sugar, the latter being only known
in commmerce as a constituent of many food products. The
formula expressing the percentage composition of these
saccharoses is CjsHs0,,, or, better expressedd from its
relation to the glucoses, (C;H;,0,),0. Aqueous solutions
of bioses in the presence of acids or unorganized ferments,
which latter are products of animal and vegetable life and
known as “enzyms,’”* absorb an equivalent of water, and
are converted into two glucose sugars, canc sugar imto
dextrose and levuelose, lactose into galuctose and dexirose,
maltose into two molecules of deveiwse. All of these
glucoses are isomeric, having the common proportional
formula, C4H,,0,, although differing in molecular strue-
ture and in many chemical characteristics. This hydra-
tion of a saccharose to a glucose sugar, which is known
as “hydrolysis,” can, therefore, be expressed by the fol-
lowing simple equation:

The rapidity of hydrolytic action depends on the chemi-
cal energy of the acid or enzym, known as the “hydrolyte,”
and in the case of acids is greatly augmented by increase
of temperature. Many salts and mectals also have pro-
nounced hydrolytic action. This action is always “ cata.
lytic,” as the hydrolyte does not enter into chemical com-
bination with the products formed, as far as is known, but
remains-unchanged.

Concentrated aqueous sugar solutions, even when shown
to be free from acid by ordinary chemical tests, are
inverted appreciably at boiling temperature. On this ac-
count, in modern sugar manufacture, all concentration is
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done in swerwn apparatus, so that boiling takes place at
a comparnitively low temperature (about s0” C.).

In the ecase of cane stgar hydrolysis, the following
structnral fornmbe express the reaction :

cir 0 Ch,oH LICO CilL,OH
O CHOLL « CHOtL O
NCHOTE L CHOE g Glon | Clioln
1l ‘*\(.ll()l{ 1O CHI CHOH
CHOI  "al CHOI  HOCH
C 1101 CIHLOH Cl1,011 Ci,0OH
(sucrose) (water)  (dextrose) (levulose)
[a]n?-'“" 6a.5” [a]p==52.7" [a]p=—03°

The resulting mixture of the two sugars, dextrose and
levulose, i known as “invert sugar,” and the hydrolysis
is called *“inversion,”” because of the change i specific
rotatory power of the mixture from a dextrorotatory value
(+)to a levorotutory (— ). The specific rotittory power
of sucrose is 066,57 at 20" €., that of dextrose 52.7°, and of
levulose 93" The specific rotatory power of the result-
ant mixture of cquad equivadents of these two sugars has

becone, therefore, abouat - 207

It will also be evident why
these glincose sugars have received the numes they bear.
All cane molasses and  sirups contain invert sugar,
arying fram a fraction of a per cent up ta 25 per cent
or more.  ‘This fact may be due in part to the presence of

the glucoses in the natural jnice,! or to inversion of some

U Many authorities Bobl tlat the plisomes of the eaite plant ane aal presint
as ovistituents of invieer sugar, s aperently they are optivally cutive,. “This
proint bas Been taisberl gt ia thie paesinas chaplor, as well as this powsible
Learing of the action of basic leail acetate on the retation of invert sugar.



104 DOUBLE POLARIZATION

sucrose during the handling of the cane or the manufactur-
ing of the sugar.

Evidently, every equivalent of invert sugar by its left-
rotatory cffect neutralizes the right-rotatory effect of about
oue third of the same equivalent of sucrose, and the sac-
charimeter underreads the true sugar per cent by that
amount.

Often in commercial table sirups #zg/trotating sub-
stances are present, as in mixtures of “comuercial glu-
cose,” which has a specific rotation of 130° or more.

Clerget Method of Double Polarization. — Clerget, in 1849,
first devised a practical working method! for the estimation
of cane sugar in the presence of othcr optically active
substances. The method depends on the following prin-
ciples: (1) Cane sugar, alone of the optically active sub-
stances with which it is ordinarily associated in commercial
products, undergoes a change affecting its rotatory power
when hydrolized with hydrochloric acid, provided that
this treatment is carried out under the strictly limiting
conditions defined by the process. This change is due
to a complete inversion of the cane sugar. (2) A definite
weight of cane sugar has its rotation changed by inversion
by a constant number of divisions of the saccharimeter at
any definite temperature. (3) Hence the amount of cZange
in rotation by inversion of a definite weight of any sample
is proportional to the cane sugar it contains, and bears a
constant ratio to the amount of change in rotation occur-
ring under similar conditions in the same weight of pure
sugar. This ratio, therefore, expresses the percentage of
sugar in-the sample. (4) As the specific rotation of the

I 4nn. Chim. Phys. 26 (3), 185,
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levulose farmed by the inversion decreases hy inercase of
temperatire, the tewpersture influence wust be considerad
i the cadeulation.  (5) As the wmount of chinge in roti-
tion (the algebriic diffarence between the polariscope
readings before and after inversion) alone is the measure
of the cane sngar present, and since cane sugar alone is
chianged by the process, the rotatory effects of the other
aptictlly active substances have no influence on the results.
The difference between the two readings and not their
magnitudes 18 the measuore.

The normal weight of pure cane sugar reading 100 on
the saccharimeter, when inverted by hydrochloric acid
under the conditions defined by Clerget, reads - 34 at
20",
divisions. At 0" the difference is 144, and at any temper-

The totitl chinge in the rending is, therefore, 134

¢ .
ature £ can be expressed as 144——»-2 - If then the normal

weight of sumple, polarized under standird commercial
conditions, gives a reading of 4 on the seccharimoeter, and
a reading &, when mverted and polarized by Clerget’s
method, the per cont of sugar in the sample will be

a—4b

4 =

144 —"
2
(If any weight of sample other than the normal is used,
multiply by ;:: )
What is practically the original method is as follows:
Prepare ind polarize the sample by the standard com.

mercial method, but using the halfnormal weight if the
sample is highly colored.  Save the filtrute, prepared for
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the direct polarization, for inversion. Take 50 cubic
centimeters of this filtrate in a 50-55-cubic-centimeter
double marked flask, and add hydrochloric acid of a
density of 1.20 to the 55 mark. Mix, and hcat gradually
to 68°, taking fifteen minutes to reach this temperature.
Then cool at once under running water to room tempera-
ture. Allow any precipitate of lcad chloride to scttle out,
and polarize in a 2.2-decimeter tube provided with a ther-
mometer,! which is read to 0.1° when the solution is
polarized. If the ordinary 2-decimeter tube is nsed, the
saccharimeter reading must be increascd by 10 per cent,
since it has been necessary to increase the volume by that
amount, in order to add the necessary amount of acid.
A water bath is the usual mcthod of heating the flask, but
a double-walled oven hecated by boiling xylol, which gives
an interior temperature of about 120° will heat the solution
to 68° in, very closely, the right time interval. A water-
jacketed oven is too slow, requiring a preliminary heating
of the flask to about 45° in a flame.

If the time interval is too short, inversion is not com-
plete, and if the heating is prolonged, or the temperature
of 68° exceeded, some levulose is decomposed. The
conditions of the inversion must be strictly adhered to.
(Note that zero crrors of minus readings have corrections
in the opposite sign to those of plus readings.)

The Clerget method is valuable in many investigations,
but, obviously, judgment must be used in its application,
for it is clear that such a strong hydrolytic agent as
hydrochloric acid will in many cases act upon the rotatory
substances present. When “commercial glucose’ is

I See Fig. 23, p. 93; also fuotnute, Ji. yo.
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present i large amowit, an error amounting  to some
tenths of 4 per cent is introduced, owing to the slight
hydrolysis of this substance during iuversion of the cane
swrar. Many prefer the modified  German method of
Herzfeld ® which is somewhat more complicated, but wses a
more dilute acid solution, and is more accurate in s;unples
of low suar content, as it takes into consideration the
change in factor ciused by the change in the specific
ratation of levulose doe to dilution.  The German method
takes the halfnormat weight of swnple, which is dissolved
in 75 cubic centimeters of water i a 100-cubic-centimeter
flask, 5 cubic centimeters of hydrochloric acid of a density
of 1.19 added, and the valume made up to the mark, and
heated on a water bath to 67707, and then kept at that
tempenture for § minutes, the whole heating taking from
74 to 10 minutes. The factor of change in rotation varies
with the concentration, being given in the following table:

Glaste Grave 1 Tinams Liliase,

Stvoan 1! Seooan 130 Syuaale IN SreAw LN

oa Crpie T Favtam {re ol 0 Favton {orae Cliste § FACToR | o Crisie | Facrok

Coterl | Ve Clestle | CuNT(-

ATty ’ Wil § My ARKY Mivdfiun

i ’ )

1 . Lgtg 6 : 14218 11 142.52 10 142.80
2 Colgion 7 | 14235 12 142.59 17 142,94
3 1418 ] i 14232 13 142.00 18 1,4 400
4 . 14208 g9 L1423y 14 142.73 i 143.07
5 s 14242 10 1142460 Ig ‘} 142,79 a 14313

As the half-pormal weight is used, the results are
multipled by 2.

U Wehier and MaPherson, /. Am. Chem. Socy 17, 310,
8 Zeit. Ver. deut, il 2usk. Il 38, gy,
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Many modifications of the Clerget method have been
suggested with the object of diminishing the possible de-
structive influence of the acid on the carbohydrates other
than sugar. Citric acid has been used as a hydrlyte, and
seems especially fitted for investigations of honeys. The
destructive action of the acid can be greatly mitigated by
carrying out the inversion at ordinary room temperature.
The inversion is said to be complete if the Clerget solution
is allowed to stand for about cighteen hours at a temperi-
ture of about 20°. These modifications, howewver, have not
yet been developed into standard methods.!

Determination of Sucrose and Raffinose. — In hect molisses
and low-grade beet sugars, invert sugar is practically ab-
sent, but an optically active substance known as raffnuse,
of marked melassagenic action, is often present to the
extent of several per cent. This is a #7iosc sugar, being an
anhydride combination of three glucose sugars, dextruse,
galactose, and levulose.  Its specific rotation is 104.5°. By
hydrolysis with acid, when th: hydrolytic action is mikl,
raffinose changes so that its rotation becomes about half

Y Tolman (/. Am. Chem. Soc., 24, §15) states that hylroehlaric acid nsisd
in inverting solutions already containing invert sugar, as hofieys and jains,
increases the levorotation. Tolman gives a graphical evrrection methad for
eliminating this error, and also states that the variation in this Chrgel faitor
found by Herzfeld is due to this effect of the acid on the ritatian and nit i
differences in sugar concentration. It follows from this that, if this inlluvure

is done away with, the Clerget equation becoiues, for all conditiuns iuf sugar
concentration at any given temperature,
S= a—~b s
141.85 — 0.5 ¢
and that the invert sugar per cent of solutions containing onty sucrose and
invert sugar is given by the equation:

7=(a=15) 1053
- 41.85 + .5¢



DOURLE IPOLARIZATION 109

as great. DBy more cnergetic hydrolysis, the rotation
changes to one fifth the value. The first stage of the
inversion is the formation of levulose and a biose sugar
known as meclibiose. By further hydrolysis, the latter is
broken up into galactosc and dextrose.  Creydt has calcu-
lated formule for adapting the Clerget method to the
estimation of sucrose and raffinose in bect-sugar products.
The readings are taken at 20°, the inversion being carried
out according to the German modification of Clerget’s pro-
cess. The formula arc based on the fact that the change
in rotation of a sucrose solution of normal concentration,
by inversion, is from 100 to —32.66 at 20° C.,, while the
normal solution of raffinose changes from 185.2 to 94.9
saccharimetric divisions under the same conditions.
The equations are as follows:
S:8l24a— b
.8390
R=2= S;
1.852

1

for sucrose,

for raffinose,

@ being the direct reading; & being the reading after in-
version, of the normal weight of sample. S and R are the
per cents of sucrose and raffinose respectively.

The equations are derived as follows:

a=S+1.852R; (1)
b=—.3266 S + .949 R: (2)

Multiplying (1) by ;«95;4%(=.5124), and subtracting (2)

from it gives .5124 a — 6 =.83g0 S.
The method of Creydt has been modified in a number of
ways, more particularly with the object of obtaining better



110 DOUBLE POLARIZATION

clarification, as the principal difficulty is with the darken-
ing of the inverted solutions. The use of zine dust in the
inverted solution as a bleaching agent has proved advan-
tageous, and is the feature of several of these modificd
processes.!

Speaking in general of double polarization mcthods,
none of them are of universal application ; but, if the prin-
ciples involved are thoroughly understood, they can Dbe
applied to great advantage when modifiect Dy the intelligent
chemist to suit the requirements of the analysis.

I See: Lindet, Sug. Cane, 1889, 542; Courtonne, /. des fuh de Swc., 1803
Herzfeld, Zeit. d. V. f. Rithenzucker-Ind., 1890, 1653 Davoll, /. odm. Chn,

Soc., 1903, 1019; Frihling, Auleit. 5. Untersuckuny der Kohmaloriclen (ere. )
Siir die Zuckerindustrie, 6th ed., p. 92.



SUGARHOUSE AND REFINERY METHODS

IT is not intended to discuss in detail either laboratory
methods or processes of sugar manufacture, as there
are many excellent treatises exclusively devoted to these
matters. The subject will be dealt with very generally,
to illustrate the nature of the work required of the sugar
chemist, who often is made responsible for the manage-
ment of the factory work itself. He should scek to master
thoroughly the chemical and engincering principles on
which the work is based, rather than simply learn details
of special methods and processes. Local conditions of
one sugarhouse often require radical changes, and the
development of a scheme of work differing materially
from that in practice elsewhere. In this chapter, certain
basic methods only will be enlarged upou, and a scheme of
chemical control of a cane-sugar house given as merely
suggestive of how such work is done.

In the manufacture of sugar from the cane, as a finished
product for the consumer, the work is divided between
the factories at the plantation, which make a crnde prod-
uct, and the refineries, that purify, decolorize, and recrys-
tallize this “raw sugar.” In the United States, practically
all the sugar from the cane reaches the consumer through
the refinery. Bect sugar, to a large extent, is made and
refined in the same factory, although large quantities of
raw beet sugars arc made in Europe specially for export.

1
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Considering first the manufacture of sugar from cane,
this can be divided as follows: (1) cultivating and harvest-
ing of the plant, and the transportation of the canes to the
factory; (2) extraction of the juice in which the sugar is
dissolved from the plant tissues; (3) clarification of the
juice from colloidal impurities, especially those which in-
terfere with the evaporation of the juice and consequent
crystallization of the sugar; (4) evaporation of the clari-
fied juice to an appropriate density favorable for most
effective crystallizing out of the sugar; (5) crystallization
processes ; '(6) separation of the sugar crystals from the
mother liquor, known as “ molasses”’; (7) treatment of the
molasses by more or less modified but similar process for
the extraction of nmiore sugar, but of lower purity, known as
“molasses sugar.”

(1) Chemistry has only been applied to a limited extent
in cane culture. Although there are the beginnings of
much excellent work on fertilizing and soil analysis, espe-
cially in Hawaii and Louisiana (one very successful house
in Hawaii spending more than $100,000 in scientifically
prepared fertilizers), work on this line is not usually under-
taken by the factory chemist, and need not be considered
in a treatise on sugar methods. Agricultural chemistry
promises to play an important part in the cane-sugar
industry of the future.?

! For many centuries sugar cane has been cultivated by propagation from
cuttings, and in consequence the plants are sterile as a rule. It is only in
recent years, in Java, that seedlings have lbeen successfully cuitivated. These
have been obtained ffom plants which have been induced to bear seed Ly
transplanting to the higher mountain levels, where conditions for growth were
unfavorable. Seedling farms have now been established in Louisiana, Barba-
does, Cuba, and other cane countries, and are showing much promise for the
economic improvement of the cane on the lines so successful in beet culture,
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Valuation of the Cane. — Unlike the beet, sugar cane
cannot properly be valued by analyses made on laboratory
samples, owing to the practically insuperable difficulty of
obtaining any small lot of cane which is representative.
Different individual canes vary so much that analyses of
one or two are of little value. The only satisfactory valua-
tion of the cane is determined by the quality of the juice
sampled from the mills themselves during the grinding of
a lot of scveral tons. If, however, a sample of at least a
dozen canes is carefully selected so as to represent the
actual lot as fairly as can be observed, and the juice from
these canes is extracted by a laboratory three-roller mill,
such as are now specially made for the purpose, the mill
being adjusted and the crushing made so as to give an
extraction approximating that in actual practice in the fac-
tory, the analyses will agree very well with those of the
mill juice from the sugarhouse. This will require running
the sample canes three or more times through the experi-
mental mill. Such preliminary laboratory tests are impor-
tant in many cases, as where it is necessary to examine the
standing cane from the fields to ascertain its fitness for
grinding, for instance; but in factory control the test of
the juice actually obtained in the sugarhouse is a better
valuation, and the one usually relied on.

The canc coming to the mill is weighed in the carts or
cars in which it is brought. To this weight all yields and
losses are usually referred as percentages, although a better
basis of 1eference is the weight of sugar in the juice actu-
ally extracted or the calculated weight of sugar in the canc.
This latter weight, however, is somewhat approximate, as
it is practically impossible to obtain directly an accurate

1
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determination of the fibre in the cane, which is a necessary
datum for this calculation, owing to the difficulty already
alluded to of obtaining a representative laboratory sample.
It should be explained here that, for convenience in calcu-
lation, the cane is arbitrarily divided into two parts, juice
and ﬁbre : the juice being that part which can be extracted
by exhaustive treatment with water; the fibre, the residue
after drying, —in ripe tropical canes about 11 per cent
It consists of pentosan bodies and other insoluble matter
besides the cellulose, which is its chief constituent.

(2) The Juice Extraction. — In the best modern houses,
the cane passes through three mills? of three rollers each,
so that it actually undergoes six crushings. Somectimes the
three mills are com-
binedin one machine.
The crushed mass
coming from the mill
is called “bagasse,”
and should be a fri-
able mass of fibre
barely moist to the
touch, although actu.
ally containing about
50 per cent of mois-
ture. The bagasse
goes to the boiler furnaces as fuel, and with it, of course,
a certain amount of sugar in the juice not completely
extracted. This is the first inevitable loss in manufacture.

Fic. 25.— SectioNn oF CANE MILL.
(From Thorp’s ** Outlines of Industrial Chemisiry.”)

! Extraction by diffusion is not discussed here, as in most cane-growing
countries this method of juice extraction is impracticable, owing to local con-
ditions. Sometimes the cane is passed through a “crusher” or “shredder,”
to moze thoroughly disintegrate it before milling.
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The juice from the mills is either weighed dircctly by
automatic weighing machines, or its weight determined, as
is usual, by calculation from its density, obtained by the
“Brix spindle” (shortly to be described), and its wolume,
measured in calibrated tanks, usually the clarifiers. The
weight of juice as a percentage of the wesght of cane ground
is known as the “extraction ” of the mills.

Ripe cane is treated with hot water, which is commonly
applied to the bagasse sheet passing between the second
and third mills. This is known as “maceration,” and con-
siderably increases the extraction. The amount of water
added varies, according to circumstances, from 5 to 20 per
cent, or more, of the weight of the juice, and necessarily com-
plicates the extraction calculation, as will be explained later.

The extraction of a modern sugarhouse varies from 72
to 8o per cent, or more, according to quality of the canc and
manner of milling. Often the third mill juice, which only
amounts to a few per cent of the total, is treated separately,
owing to its greater impurity ; and in some factories lime
is added to the bagasse in maceration. These and other
modifications of process require corresponding modifica-
tions in the chemical control, which must be made by the
chemist to suit the peculiar conditions.

The juice coming from the mills is a thin, opaque sirup,
usually of a dark olive color, the tint varying considerably
according to the condition of the cane and the soil on
which it is grown. Beside 15 to 20 per cent of sucrose, it
contains about .4 per cent of albuminoids, waxy matter,
and other plant- extractives. Small quantities of glucose
sugars are also present, in ripe cane less than .3 per cent,
and an insignificant amount of mineral matter.
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The determinations on the juice important for factory
control are the sugar per cent and the “quotient of
purity.”

Quotient of Purity. — As, in the different steps of sugar
manufacture, the water content of the product in process is
constantly changing, a simple polarization giving the per
cent of sugar on the weight of sample is of little value as
a measure of the purity of the product, unless made on the
waler-free (anhydrous) substance. In the necessarily rapid
determinations of factory control it is impracticable to dry
each sample before polarizing. If, however, the per cent of
tolal solids in the sample can be conveniently obtained, #Z¢
percentage ratio of the sugar per cent of the sample to this
value will be the per cont of sugar in the anlydrous sub-
stance. As this ratio is independent of the water content,
the determinations of total solids and sugar percentages
can be made on solutions of the sample at any convenient
concentration, the only condition being that both tests are
referred to the same concentration.

This ratio, giving the per cent of sugar in the anhy-
drous substance of the sample, is known as its “quotient
of purity” (“ purity ”’), and can be expressed in the equation :
0= 100 P

, where P is the polarization of the solution of

the product at any convenient concentration, and .S is the
per cent of total solids at the same concentration.
Determination of Total Solids. — The denszty of the solu-
tion gives a rapid means of determining the per cent of
total solids with an approximation sufficiently close for the
purpose, the assumption being made that the impurities
(““non-sugars”) in the juice affect the density in the same
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proportion as would an equivalent weight of dissolved
sugar.

Hydrometers of great precision are speccially made for
sugar testing, which are graduated to give at a standard
teniperature (17.5° C.) a direct reading of the per cent of
sugar in a pure solution. In solutions of the impure prod-
ucts of cane-sugar manufacture, such a hydrometer gives
readings expressing the per cent of total solids very closely.

These hydrometers are known as *Brix spindles” or,
sometimes, “ Balling spindles.” Balling was the first to
calculate the tables on which thcir graduation depends.
Brix revised them later, his values being practically iden-
tical with those of Balling, except at the higher con-
centrations. The better class of Brix spindles have a
thermometer attached, and often this thermometer is
graduated to give by direct rcading the correction for
the Brix reading at any temperature other than at 17.5°
These thermometer graduations for the Brix temperature
corrections are usually inexact, because the makers com-
monly make the assumption that the coefficient of
expansion of the solution is the same as that of pure
water, whereas it is perceptibly greater, even at moderate
concentrations. If such graduations are placed on the
thermometer, it should only be done on spindles having a
range of scale of 10° or less, and the corrections should
be calculated for a concentration corresponding to the
middle reading of the scale of the spindle.

Table No. 2 (see Appendix) should be used for making
these corrections in accurate work.

Reading of Brix Spindles. — Brix spindles, like all cor-
rectly made hydrometers, should be read along a line lying
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in the plane of the surface of the liquid (shown by line 4,
Figure 26), and not at the line of contact of the liquid with
the stem (&), this line being raised above the surface by the
capillary attraction of the liquid, to a varying extent de-

0
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F1G. 26. — [LLUSTRATING METHOD
OF READING A HYDROMETER.

pending on the viscosity of the
liquid. Some of the Brix spin-
dles made for commercial work
are graduated for 15°C. or
60° F. Some sugar refiners
use the Fahrenheit scale on
their Brix spindles, the stand-
ard being practically the same
as 17.5° C. (63.5°).
Determination of Sugar in
Solutions. — Owing to the in-
convenience and inaccuracy
of determining weights of
liquids by a balance, methods
have been devised for polar-
izing sugar solutions without
the necessity of weighing.
One way is by use of the
“sucrose pipette,” which is a
pipette of the ordinary shape
but graduated on the upper

stem with a series of marks corresponding to degrees Brix.
If the pipette is filled to the mark corresponding to the
reading of the solution given by a Brix spindle at the
temperature of observation, it will deliver the normal
weight of 26.048 grams of the solution. ' These pipettes,
being used for juice testing, are usually made to deliver
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double the normal weight, and so reduce the error of the
small saccharimetric readings correspondingly.

The method of determining the per cent of sugar in a
solution, generally used in refinery practice, depends on
the following principles :

As the normal weight of pure sugar, dissolved in 100
cubic centimeters of solution, when polarized in a 2-deci-
meter tube, gives a saccharimetric reading of 100, then:
any saccharimetric reading (R) of any solution containing
sugar (sucrose) as the only optically active substance, and

s . R
polarized in a 2-decimeter tube, shows that o0 of the nor-

mal weight of sugar must be dissolved in 100 cubic centi-
meters of the solution. If this value is divided by the
density of the solution,! the quotient will give the per cent
of sugar in the solution.

Hence, expressing the normal weight by /&, and the
density by &, the sugar per cent of any solution (S), when
its saccharimeter reading given by a tube of standard

length (2-decimeter) is known, can be found by the follow-
RN

100d

In practical work, as most solutions to which this method

is applied, such as cane juices and molasses, have to be
clarified before they can be polarized, it is necessary in
such cases to allow for the change in concentration of the
solution resulting from the addition of the clarifying agent.
This is most conveniently done by the double-marked flask,
such as has been described under the Clerget method of
double polarization. The flasks customarily used are
graduated at 100 and 110 cubic centimeters, although as

ing equation: S=

1 See the equations expressing concentration of solutions on pp. 12 and 13.



120 SUGARHOUSE AND REFINERY METHODS

the function of the flask is to determine the ratio of dilu-
tion, it is immaterial whether this size or the 50-55 flask is
used, the errors of observation of the reading of the
smaller volurie, being well within the other errors of
analysis. In such cases, obviously, the equation given
must be multiplied by 1}. Tables allowing for the
increase of ¢% in the original concentration, and based
on the equation given above, have beeu designed by
Schmitz for the use of sugar chemists.! These tables
give the per cent of sugar directly when the saccharimetric
and Brix readings are known, the Brix reading in this case
being used as an expression of the density in the calcula-
tions. The calculations of the table are corrected for
slight changes in the specific rotation of sucrose at low
concentrations 'in very dilute solutions. .This affects the
third significant figure, hence the table differs from the
results obtained by the equation only by that amount.
Method of Determination of Quotient of Purity.— The
ordinary method of quotient of purity determination is as
follows: If the sample is a cane juice, strain out any par-
ticles of bagasse by passing the juice through fine copper
gauze, and allow it to stand till all the air bubbles have
escaped. The Brix reading is then taken. If the sample
is a molasses or similar product, it is diluted to about 15°
Brix before taking the exact Brix reading.? All Brix read-
ings must be corrected, of course, to standard temperature.
The Brix reading expresses the per cent of total solids
in the solution, and from the same reading the density can
be determined by a comparison table (see Table No. 1 in

! See Table No. 3 in Appendix.
2 See Hartmann, Hawaiian Planters Monthly, 22 (1903), 383.
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Appendix). A double-marked flask is now filled to the
lorecr mark with the solution, the requisite amount of basic
lead acctate added to clarify, and the solution made up to
the upper mark and thoroughly shaken. The solution is
then filtered and polarized in the ordinary manner.

The refiners use their own ““exponent’’ books, which are
arranged in tables to give the quotient (*‘expouent’’) with-
out calculation for known Brix and saccharimeter readings,
the sugar per cents of the liquors in process being usually
unnecessary for their records.

Weisberg’s Method of determining Total Solids.'—Another
ingenious method of determining the total solids withont
the use of the Brix spindle, only applicable to molasses
and other concentrated products denser than 78° Brix, has
been devised by Weisberg, and is in practical use in some
European houses. It is based on the fact that, accord-
ing to the original Ventzke standard, by which the sac-
charimieter is graduated, a solution of the normal weight
(26.048 grams) of pure sugar dissolved in 100 Mohr cubic
centimeters hds a density of 1.1000 at 17.5° C. referred to
water at 17.5° as unity. As in the Brix method, it also
makes the assumption that the non-sugars have the same
density factors as the dissolved sugar.

If 26.048 grams of the saniple are dissolved in 100 cubic
centimeters of solution, the significant figures of the den-
sity value, less 1.0000, will express the per cent of total
solids in the sample. For instance, if the density is 1.0846,
the orZgizal sample contains 84.6 per cent solids. The sac-
charimeter reading, of course, gives the per cent of sugar

1 For other methods of determining quotient of purity, sec Wiechmann,
“ Sugar Analysis.”
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in the sample, as the solution is a normal one for the
saccharimeter.

Quotient of purity determinations arc of great value to
the manufacturer as giving rapid comparative figures for
determining the efficiency of the different processes.  To
the refiner, particularly, they are indispensable as a basis
for planning the most economical working of raw matcrial,
often of the most variable quality, into & uniform refined
product. Too much importance, however, shoukd not bhe
attached to exact numcrical value expressed by the jatrity
figures, as, owing to the diverse nature of the “ non-sugars ™
under different circumstances, products of the samc
“purity ¥ may work up quite diffcrently.

Other tests made on cane juice, of more or less value
for chemical control of the factory, are for acidity and
glucose sugars. Acidity tests arc usually cxpressed in
terms of decinormal sodium hydrate or lime to ncutral-
ize, using phenolphthalein as an indicator. The glucose
test is not considered so important as formerly,‘whcn
these sugars were supposed to have a much greater cffect
than they do have upon the crystallization of the sucrose.
As a matter of fact, the glucose sugars in themselves have
little harmful effect, but their amount in juice from fresh
cane is to a large extent indicative of its condition. Un-
ripe cane always contains a larger proportion of glucose,
which is associated with albuminoid (pectenoid?) sub-
stances, usually termed “gum.” These greatly incrcase
the viscosity of the liquors in process, retarding evapora-
tion and interfering with crystallization. They are only
partially removed by the ordinary processes of clarifica-
tion. The glucoses are the indicator rather than the dis-
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turbing cause, and as one test for unripe cane this deter-
mination has some value.! As any destruction of sucrose
by inversion due to ferments or other cause produces glu-
cose sugars, any marked increase in the ‘‘glucose ratio”
(the ratio of glucose to sucrose) in the products in process
is evidence of inversion; but as, in the majority of cases,
these glucose sugars are destroyed to considerable extent
during the processes of clarification and in the “meladuras”
(evaporated sirups), the values of the glucose ratio must
be interpreted with considerable caution. The methods
of determining glucose sugars will be discussed later.
Determination of Extraction when the Juice is diluted
by Maceration. — When the juice is diluted by maceration
water, the determination of the amount extracted at its
original concentration is somewhat complicated. In this
case it is necessary to determine the Brix of the juice from
the mill before it is macerated, and also the Brix of a
sample of the total amount of completely mixed and

diluted juice. The per cent of maceration water will be

given by the following equation : P=—Z—;~1—E«Zi2-, where P
1

is the per cent of maceration water in the juice, 5, is the

Brix of the normal juice, B, the Brix of the diluted juice.

From these data the weight of the normal juice can be

readily obtained.?

! Ripe cane, if old and soured, of course, contains glucoses from the inver-
sion. Such cane, if not alsolutely rotten, “works” easily, as the “gum” is
absent, although it gives a poor yiekl and much molasses.

2 The quality of the juice from the différent mills varies somewhat, that
from the fater erushings having more impurities. Maceration also lowers the
purity vf the juice. This small change in uality of the juice does not appre-
ciably affect the calculation given here.



124 SUGARHOUSE AND REFINERY METHODS

Determinations on the Bagasse. — The per cent of sugar
in the bagasse is sometimes determined as a check on the
extraction figures, but the most useful datum is the fidre
content, as this can be utilized to estimate the fibre in the
cane by calculation from the extraction. The extraction
being known, the per cent of fibre in the bagassc can be
referred to the cane itself. The great difficulty in this
determination is in the sampling, as not only does the
bagasse vary in its nature, but it dries very rapidly in a
small sample. The oaly proper sample is one of at least
200 grams. The bagasse should be collected in a covered
box, in which it should be weighed without removal to
avoid error from evaporation. The weighed sample, if
not well shredded, should be picked to pieces and then
placed in a gauze basket and thoroughly washed, prefera-
bly in warm soft water, till the washings no longer react for
sugar. The residue, dried at 105° C,, is taken as the * fibre.”

Juice. — The juice should be sampled at least once an
hour, the samples either being tested at once or measured
portions put in a graduated bottle in which has been
placed a few drops of mercuric chloride solution to avoid
fermentation. This general sample is tested at regular
intervals, three or four times in twenty-four hours. As
lots of cane from different plantations are often bought at
a price based upon the quality of the juicc extracted by the
mill, individual samples of juice are also taken from the
mills during the grinding of such lots and tested separately.

Conditions, of course, will considerably modify the chem-
ical control methods, and many other interesting and valu-
able tests can be made on the juice, such as those which
throw light on the nature of the colloidal non-sugars and
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th.eir removal, the viscosity of the juices, etc. Such work
Will depend on the facilities at the disposal of the chemist.

) (3) The juice from the mills next goes to the clarifiers,
¢ither directly or after a previous mixture with the precipi-
tant, and in many cases a preliminary heating by the waste
heat from other factory processes, which is thus econo-
Mmized. Clarification in raw cane-sugar manufacture is
't crude process at best,! and is only designed to remove
those impurities which have influence in preventing crys-
tallization and evaporation. These impurities are in the
mMain of an albuminoid nature, the composition of which
is little understood. They seem to be of an amino or
amido constitution, related to glycocoll or asparagine, and
Xanthin bases. They exist in the juice in a “colloidal”
or gelatinous condition, and consequently have to be pre-
cipitated before they can be removed by settling or filtra-
tion.  There is also a waxy substance from the rind of
the cane. By bringing the juice to practically the neutral
point with fresh guickl/ime and heating to about 185° F.
(85° C.), about 50 per cent of the total albuminoids are
precipitated, which is sufficient for raw-sugar manufac-
ture.  The special clarification or “defecation process,”
as usually carried out, consists in heating the limed juice
in shallow tanks (“defecators”) provided with a relatively
largge heating surface so as to produce rapid enough con-
vection to throw the precipitated albuminoids and wax
to the surface, where they remain as a thick scum. or

1 A certain amount of white sugar is made in all sugar countries for local
eonsumption. This sugar, as a rule, is made from liquors which have under-
goome a second filtration and bleaching with sulphur dioxide, and is carefully
washed in the centrifugal machines, steam being used to make dry crystals,
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“blanket.” After the clarified juice is allowed to stand
till the small amount of settlings deposit, the clarified
juice, which in an ordinary test tube looked at trans-
versely usually appears as a clear yellowish green sirup,
is decanted into tinks for further settling before going
to the evaporators. The amount of lime required for
defecation varies considerably with its quality and the
condition of the juice, for fresh ripe cane juice, averaging
about 6 pounds per 1000 gallons. It may vary greatly
from this figure. The point of proper defecation is prac-
tically the neutral point. Usually, but 707 necessarily, the
decanted juice shows a faint alkalinity (.002 to .0o05 with
phenolphthalein). The exact point is much better shown
by the appearance of the precipitated albuminoids and the
clarified liquor than by any of the usual indicators. Proper
defecation is shown by the appearance of a well-defined
coagulation, the coagulated matter being flocculent and
settling slowly, leaving a practically clear sirup. Over-
limed juice is dark colored, and the precipitate settles
rapidly. In underlimed juice the liquor is milky from
incomplete coagulation. The odors also are characteristic
to an expert. Overlimed juices make deposits on the coils
of evaporating apparatus, and also produce slimy humus
products from the decomposition of the glucose sugars,
which interfere in the purging in the centrifugals, espe-
cially in second sugars. Overliming is a common error,
but the consequences of underliming are more obvious.
Often loam or clay from canes which have been beaten
down' by winds or rains give a turbidity which remains in
the decanted juice and is apt to deceive the inexperienced.
This does little harm if not excessive, and can in the main
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be removed at the mills by suitable settling devices in the
juice canals.

In the Deming process the continually passing juice is
heated in a sort of digester under low steam pressure, the
heat of the clarified juice being economized by being trans-
ferred back to the entering cold juice, on the principle
of the surface condeuser. The coagulated albuminoids,
which are said to be more perfectly separated, have a ten-
dency to settle, and are, when the process works properly,
removed from the bottoms of settling tanks.

Tn the older methods of defecation, the scums on the
surface of the defecators were swept off into draining
boxes. In modern houses, they are passed through filter
presses. The proportion of juice which passes through
the filter presses varies in different sugarhouses, but when
the defecation and decantation are properly carried out,
does not exceed 15 per cent, even with poor juices. The
scums before passing through the presses are cooked with
more lime, as this gives a harder press cake, and the
slightly alkaline juices neutralize the acidity which would
otherwise result from the enormous cooling and aérating
surfaces of the presses with their complicated spaces in
which fermentation takes place at times in spite of care.
The filter-press liquors arc slightly darker in color, more
alkaline, and of lower purity than the decanted juice.

Obviously, the second necessary loss in the house comes
from the sugar of the juice left in the press cake, and is
determined by polarizing a representative sample of the
fresh cake, allowance being made in the weight of sample
taken, for the volume occupied in the flask by the insoluble
matter in the cake. A few drops of acetic acid are added
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by some to.break up any possible calcium sucratec which
might be formed if the liming is exccssive. The normal
weight for filter cake, as usually taken, is 25.00 grams,
which is most conveniently made up to a volume of
200 cubic centimeters, the saccharimeter reading, of
course, being multiplied by 2.

The total weight of cake is taken as it is removed from
the presses, or can be approximated with sufficient accuracy,
by calculation from the number of presses it use, by multi-
plying by the average weight of cake per press determined
occasionally.

Other clarification and filtration processes are in usc.
Often a secondary filtration is given the juice after clari-
fication, by “mechanical,” or “sand filters.” If the juice
is properly defecated, this secondary filtration is quite
unnecessary in raw sugar manufacture.

The loss of sugar in the filter cake, unwashed, usually
lies between .10 per cent and .15 per cent of the weight of
cane.

(4) The clarified juice from the settlers goes to the
mulfiple-effect evaporators, where it is concentrated to
about 35 per cent of its volume, making a sirup known as
“meladura,’’ which is ready for crystallizing in the vacunm
pans.

The density at which this sirup is concentrated depends
ou its purity, it being difficult to crystallize in the vacuum
pan from impure meladuras when very concentrated. Very
pure meladuras can be worked up from a density of 30°
““ Beaumé 1 (54.3° Brix), but meladuras from unripe juices

! There are twenty or more different Beaumé scales in existence. The
original was made by Beaumé liy taking water at 12.5° C. a8 zero, and a 10
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work much better at considerably lower density. At the
same time, it must be understood that evaporation is done
far nmore economically in the multiple-effect apparatus than
in the vacuum pan.

Meladura is usually stored in a series of settling tanks
of small capacity, so that they can be frequently emptied
and cleaned without interfering with the work of the house.
At least once a week every tank should be thoroughly
cleaned and whitewashed, the settlings being run off into
the first molasses (o7 into the juice scums).

In the more primitive processes of sugar manufacture,
which are still extant in some places, making what are
known as “muscovado’ or “open kettle” sugars, the
clarification and evaporation to the crystallizing point are
carried on in a series of hemispherical kettles built into a
brick furnace. The lime is added in the first kettle, where
the main defecation occurs, and the juice as it evaporates
is [adled from one kettle to the next till the more concen-
trated sirup is collected in the last. The scums from the
defecation are swept in the opposite direction, and finally
from the surface of the liquor in the first kettle into a
draining box.

The tests of the meladura useful for chemical control
are; its density, its purity, and its alkalinity. The mela-
dura should always react fainily alkaline. If it reacts acid
from any cause, milk of lime should be stirred in.

(5) The crystallization of the sugar from the meladura

per cent solution of common salt as 10. The scale which is in universal use
in the sugar industry is that of Gerlach, and is somewhat modilied from the
original Beaumé. This Beaumé spindie is exclusively used by workmen in the
sugarhouse.

K
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Fie. 27. — INSTALLATION OF VACiiuM PAN AND CENTRIFUGALS IN A
SUGARHOUSE. .
V. Vacuum pan. M. Mixer.
C. Centrifugals. P. Vacuiim and condenser pumps,
(From an old drawing.)
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by the vacuum pan can be divided into three stages:
(A) the cvaporation of the meladura to the point of sugar
saturation; () the formation of the crystals, or “grain-
ing”; (C) the building up of the crystals to the required size.

In the first stage, the pan is simply working as an ordi-
nary evaporator, the special skill of the pan man being
required in one particular, the amount of “charge.” This
must be so regulated that the meladura, concentrated to
the saturation point, will have the requisite volume to allow
for the growth of sufficient crystals to just fill the pan full
when the sugar is finished. This, obviously, is a matter
requiring considerable experience, and is conditioned on
the quality of the juice, as well as the size of the crystals
required, and the polarization.

The starting of the crystallization is ‘also a matter re-
quiring much skill and experience. As soon as the first
““sparks " are visible in the “ proof,” taken out of the pan
at frequent intervals, the temperatures must be carefully
regulated, usually by manipulating the condensing appa-
ratus. The “drinks ” of meladura taken int6 the pan must
be as carefully graduated so as to regulate the amount of
the crystals which form, for on this will depend to a large
extent the quantity of finished sugar of the required polari-
zation, as well as the size of the crystals themselves. If
the juice be of poor quality, the meladura used to control
the crystallization at this point must be less dense, and the
temperature raised, to prevent the “grain” forming too
rapidly. After the requisite crystal foundation is estab-
lished in the “charge,” subsequent additions of meladura
must be skillfully made during the rest of the process, so
that the crystal growth will proceed regularly and con-



132 SUGARHOUSE AND REFINERY METHODS

tinuously, with the minimum production of “false” or
“second grain.” This latter is caused by the separation
of sugar in fine floury crystals, independently of the origi-
nal foundation grain, and cannot be avoided absolutely,
although practically evaded by skillful pan men. The
second grain, if the crystals are too large to pass the
screens of the centrifugal machines, makes “ purging”
harder, and reduces the polarization of the sugar, owing to
the greater absorption (capillarity) due to the unequally
sized grains packing more closely. If the second grain is
fine enough to pass the screens, it goes into the molasses,
and so reduces the yield of the first sugar.

Skill engendered of long experience and familiarity with
the working of his pan are essential qualifications of a
first-class sugar boiler. Such men, in raw-sugar work, com-
mand high pay and have much responsibility. An unskill-
ful man may cause a loss of hundreds of dollars a week.

When the sugar is finished, the pan is filled with a stiff
pasty mass of crystals and molasses in about the proportion
of 65 per cent of sugar to 35 per cent of molasses. This
is known as “ massecuite.” .

(6) The steam being turned off and the vacuum broken,
the massecuite is discharged into the “ mixer,” where it is
kept slowly stirred till it has all been passed through the
“ centrifugal ” machines, — sieves which revolve at a spéed
of a thousand revolutions or more per minute, by which the
molasses is removed, leaving a moist mass of brown sugar
crystals, The sugar after being cooled by fans is put into
bags usually holding about 300 pounds.?

In the chemical control, purity, and density tests of the

! Hawalian practice: 125 pounds.
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first massccoite are useful, but are not often made part of

the daily routine.

The polarization of each “strike” of first sugar, as well
as the weight obtained, is important. Often it is necessary

to follow the workiug of
the centrifugal machines
during the running, to
regulate the time neces-
sary for purging, and
the amount of ““ charge”’
to turn out the requisite
quality of sugar. This
is done by making polar-
izations of samples at
once as soon as the purg-
ing begins.

The usual conditions
require the sugar to
be turned out as near
96 per cent as possible.
Sometimes the sugar is
allowed to stand for some
hours in *“coolers,” or
wagons, before purging.
This is not commonly
done.

One possible source

&
o

Zme

Fic. 28. — Skction oF WrSTON CENTRIF-

UGAL MACUINE.

A. Sieve in side of revolving *¢ basket* which re-
tains the svgar.
B. Shaft of basket on which slides bell which closes
opening for discharging sugar. )
C. Casing in which collecis the molasses discharged
through the sieves.
(From Thorp's * Ouilines of Industrial Chemisiry.™)

of loss in vacuum apparatus is from what is known as
“entrainment,” which is the carrying off of sirup me-
chanically in the current of vapors passing away from
the apparatus. The sirup, owing to its viscosity,
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escapes, it is said, in vesicles analogous to minute soap
bubbles.

Modern apparatus is so well designed that entrainment
is reduced to a minimum which is practically negligible in
good work. Occasionally, steam coils in the pau may
spring a leak., If the leak is a small ong, it may not affect
the working of the pan, but when such coils are shut off,
the vacuum formed in the coils causes sirup to enter them.
As the condensation water from the coils is used for boiler
feed, the sugar may do much damage by collecting in the
boilers and causing them to foam. The “tailpipes” of all
vacuum-pan coils should be provided with test cocks so
that the “returns” can be frequently examined for sugar.
The polariscope is hardly sensitive enough to show the
small quantity of sugar which it is necessary to detect in
some cases, chemical methods being more applicable.
Indeed, the color and odor of the rcturns is sufficiently
conclusive of a leak. The returns from the steam cham-
bers of the multiple-effect evaporators are also used for
boiler feed, so that any entrainment other than from the
last effect will also affect the “sweet waters” (as they are
erroneously called), and do mischief to the boilers.

The Brix, polarization, and quotient of purity are taken
of a representative sample of first molasses from ecvery
*“ strike”’ of sugar.?

(7) The methods for further extraction of the 50 per cent
or more of sugar contained in the molasses vary much in

I The most accurate way of determining the total solids (“Brix”) of a
molasses is to dilute by weighz.  For instance, add to 100 grams df the sample
sufficient water to make the solution weigh 500 grams. Five times the Brix
reading of the solution will give the total sulids tu the niolasses in this case.
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,fferent_ places. Usually, the molasses is diluted some-
hat, heated to dissolve any “grain” that may be present,
ad is concentrated in the pan to the graining point, but
>Z far enough to have crystallization actually take place.
is then run into tank wagons, or into crystallizers, where
is allowed to remain till crystallization is complete, the
1e beg geuerally from five days to a week. This is
20wn as “boiling blank.” The massecuite is then purged
centrifugals, giving “second sugar.” Usually the heat
regulated by steam pipesin the “hot room’’ where the
agons are stored, so as to retard the cooling and allow
gradual growth of the crystals.
The “crystallizer” is a modern apparatus for controlling
€ conditions of crystallization more effectively, requiring
ss skill in handling to obtain a uniform product than the
agon methods. In its ordinary form, the crystallizer is a
rge horizontal cylinder, holding twenty-five tons or more,
ovided with a slowly moving stirring apparatus, and
rangements for heating or cooling the contents. The
assecuite is run into the crystallizer, where it is allowed
stand for a number of hours, till the crystals have begun
appear, and then the mass is occasionally (very slowly)
-rred to bring fresh molasses in contact with the crystals.
ae temperature is regulated accordingly as the crystal-
.ation progresses, being also conditioned on local circum-
ances. Sometimes, with rich molasses, the graining is
ade in the pan as in the case of first sugar, or the grain
started with meladura, or sugar is actually put in the
-n for a grain foundation.
Other methods are designed to utilize the first molasses
rectly in the formation of first sugar. In one, the water
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of the molasses of the first massecuite is practically all
boiled away, and the hot molasses of the previous “strike ”
is injected at the right moment, thinning the whole mass
sufficiently to allow it to run out of the pan. Sugar is
crystallized out in this way, and the wolasses is lowered in
purity. In another method the molasses is thinned to the
consistency of meladura, and an amount, dependent on its
purity, is used to build up the grain during the latter stages
of the boiling of the first sugar. Only a part of the total
first molasses can be utilized in this way, the rest being
made into “second sugar.”

The second sugars are polarized, and the tests for Brix
and purity, as well as the polarization, made on the second
molasses. This latter is often worked up for a third sugar,
but if the processes of extraction of the two sugars are
skillfully carried out, most raw juices will not pay for a
third working. A good yield of “thirds” does not by any
means always indicate good work. The second sugars are
often remelted to a sirup, and worked up with meladura
into first sugars. In some cases the sugar itself is put into
the first massecuite in the mixer.

The chemical control of a raw-sugar house carrying on
the process in the general manner outlined is for two
objects: (1) the guidance of the daily routine of the
house; (2) an accurate estimation of the total yields and
losses during a definite period of running.

As the sugarhouse is running continuously, night and
day, most of the material in process is distributed through
the house, and constantly undergoing such change that
any daily estimate of the yields and losses during the actual
running is only an approximation too rough to be of value
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in calculating the efficiency of the work. The weight of
the cane and that of the juice, giving the cxtraction, can
be estimated with reasonable accuracy, but, as most houses
are arranged, this is the only daily calculation which is of
value as showing the total actual work accomplished.
Usually it is necessary to shut down the house at least
once a week for half a day or niore for overhauling the
machinery, and particularly for cleaning the copper heat-
ing surfaces of the cvaporating and clarifying apparatus.
The copper becomes badly fouled by the end of a week
from the deposits from the juice, necessitating a thorough
cleaning, usually given by boiling out with very dilute
hydrochloric acid.

At the time of shutting down, all cane and thin juices
are worked up, and usually all, or most, of the meladura.
The first sugars are worked up, except what inay be repre-
sented in any meladura (and in some cases in the first
molasses, when this is worked into the first boilings
directly). Hence, pans and all evaporating and clarifying
apparatus are empty. There are usually many tons of
second sugars in process which must be.estimated before
the work of the house can be ascertained. All the sugar
represented in this “stock in process” is carefully calcu-
lated, first, by determining the weight of the different prod-
ucts from their densities and the volume of the containers,
these latter being among the constants calculated once for
all, and tabulated in the laboratory records. From the
purity figures of the first molasses and meladura, similar
calculation constants can be established, by which the
yield of sugars from the stock in process can be rapidly
estimated.
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Froni the amount of first and second sugars shown to be
in process by the figures of the “stock in process” book,
must be deducted, obviously, the corresponding sugars
held in process at the end of the previous working period.

In the estimation of the work of a sugarhouse during
the running period, from one clean-up to the next, the
scheme of calculation would be somewhat as follows:

Stock Workep Up

A. Weight of cane ground. From the weighers’ books.
B. Weight of juice extracted.

Weighed directly by automatic scales, or determined
from number of defecators of known volume, in gal-
lons, which can be expressed in pounds by equivalents
calculated on the Brix, at the temperature at tinie of
gauging. (Maceration water deducted by calculation,
based on Brix determinations of the normal and
diluted juice.)

C. Fibre in the bagasse.
D. Weight of sugar in the press cake.

Obtained by polarization and weight of total cake; the
latter by actual weighing, or estimated from number
of presses filled and calculated weight of cake per
press.

E. Weight of first sugar manufactured.! From the
weighers’ books.

F. Weight of second sugar manufactured. From the
weighers’ books.

IIf the second sugars are remelted and worked up into first sugars, allow-
ance must be made accordingly.
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Stock IN PROCESS
G. Weight of first and second sugar represented in the
meladura in process.

Calculated from the number of gallons in tanks, by
equivalents per gallon, based on the purity and Brix.

H. Weight of second sugar represented in first molasses.

Calculated from gallons in tanks, by equivalents, based
on the Brix and purity of the molasses.

I. Weight of second sugar represented in the second
massecuites, in cars and crystallizers.

Calculated from weight in pounds of massecuites, esti-
mated from volumes of containers and DBrix, using
purity cquivalents.

J. Weight of sugar in second molasses.

Calculated from polarizations and first molasses and

sccond massecnites i process.

From the above data arc obtained the following, which
are expressed either as percentages of sugar on 22e weight
of cane, or on the weight of sugar in the cane:

(1) The extraction of the juice.

(2) The sugar in the cane.

(3) The sugar received into the boiling house.

(4) The loss of sugar in the bagasse.

(5) The loss of sugar in the filter-press cake.

(6) The yicld of first sugar.

(7) The yicld of second sugar.

(8) The loss of sugar in the second molasses.

The sum of the percentages of yields and losses will not
balance the per cent of sugar in the cane by .2—4 per
cent of the weight of the cane. This difference is known
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as “undetermined loss,” and may be possibly duc to
“chemical losses,” in which sugar is destroyed by inversion
or other chemical change in

(a) Clarifying.

(6) Evaporating.

(¢) Crystallizing.

(d) From fermentation in tanks and other apparatus.

(¢) Chemical changes in second massecuites from fer-
ments, molds, or obscure chemical changes.

Or “mechanical losses” from

(f) Entrainment.

(g) Leaks and spills from accidents.

(%) Losses in cleaning out apparatus.

The destruction of sugar in process.is by no means well
understood. Refinery experiments in Europe have shown
that in every pan boiling (*strike”) about .4 per cent of
the sugar is destroyed. Undoubtedly some chemical loss
occurs in the evaporating and clarifying processes. To
this may be added ‘‘apparent”’ loss due to errors inherent
in polariscope measurement, which, according to some
authorities, amount to some tenths of a per cent.

Fermentation losses in any part of the housc under
ordinary conditions of work arc inexcusable. Absolute
cleanliness and a free use of lime and steam in spots liable
to infection should eliminate this trouble in a properly
designed sugarhouse.?

IIn Louisiana sugarhouses certain bacterial organisms, notably lesconosioc
mesenterioides, have destroyed much wagon sugar, transforming the suerose
into dextran, a pentose gum which is a close analogue of dextrin.

In Porto Rico, the writer has observed Zewconostoc in one or two instances
in the raw juice tanks, where, in a few hours, it has grown enough to com-
pletely clog the juice pumps. The growth was easily removed and did not
return. Lewconosfoc seems to be a characteristic of unripe canes.
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Some micchanical losses will occur, necessarily in clean-
ing, but they can be largely coutrolled by good manage-
ment, provided the house is working uniformly. Frequent
stoppages necessarily increase these losses.

All tanks and other containers should be numnbered, and
an accurate record of their volumes be kept. Tank vol-
unics are most easily figured by measuring in gallons per
inch of depth of liquor. The total amount of liquor in a
tank can then be quickly calculated by gauging with a
measuring rod and multiplying by the factor giving gallons
per inch for that tank. Defecators and other apparatus
with irregular bottoms or containing coils can be conven-
iently calibrated by filling the irregular section with water,
and dropping the contents into a tank of known capacity.

The above rough outline of a scheme of control for the
yields and.losses of a West Indian sugarhouse is only
suggestive of the way such work is done. The details
may vary much with the working of the house and thé
facilitics given the chemist, and, as alrecady said in the
opening of the chapter, fundamental principles should be
mastered rather than that details of methods in any par-
ticular sugarhouse should be copied, as the chemist must
design his own scheme of control to fit the peculiar re-
quirements of his house and the time and facilitics at his
disposal.

It hardly nced be said that the whole scheme of
chemical control is absolutely dependent on the accuracy
of the sampling. Too little attention is paid to this in
many houses. Obviously, the chemist cannot personally
take cvery sample himself where the house is running
continually night and day. Men in charge of sampling
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should be trustworthy and intelligent, for negligence and
incompetence here canunot be made good by the most care-
ful laboratory work. In Europe, in the beet-sugar houses,
there is a much better realization of the importance of the
sampling, and elaborate registering and sampling apparatus
is in use much more generally. That such apparatus is
profitable seems unquestionable.

Beside the measurements and determinations which have
reference to the accurate estimation of the work of the
house, there are others which are valuable for the control
of the daily factory operations. Some of the laboratory
determinations for this purpose have alrcady been dis-
cussed, such as acidity tests, density determinations of the
meladura, etc.; but aside from these there are daily records
kept for a definite twenty-four-hour period, starting at some
fixed hour, say from six o’clock in the evening of onc day
to the same hour of the next. These figures are mainly of
value in determining the efficiency of the various apparatus,
as well as the sugarhouse as a whole, by giving the rate
at which the product is worked up. Such figures are, for
instance, bulletins of the starting and stopping of the mills,
and of the number of defecators,! filter presses, crystallizers,
etc, filled and emptied. These records, kept conspicuously
placed for quick inspection, show at once the work of the
house from hour to hour as well as for the complete day’s
run. At the end of the twenty-four-hour period thesc
should be recorded in the laboratory books.

IOne large Cuban sugarhouse has recently installed a watehinan®s cloek
system for electrically 1ecording the defecator tallies. Numbered magneto
call-boxes are placed at each defecator, from which workinen send signals

which are recorded on the dial of a watchman’s clock as each defecator
is filled.
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The best records of the work of the vacuum pans are
made by recording vacnum-ganges. These give a continu-
ous plot of the gauge readings during the whole twenty-
four-hour period, so that the work of the pan is known
at any hour of the day or night, within errors of a few
minutes.

These curves have been found to be of great value, as
they give permanent records of (1) the exact time the boil-
ing is started ; (2) the length and efficiency of the evapora-
tion previous to graining; (3) the time the graining begins;
(4) the length of the finishing period; (5) the exact time
the strike is “dropped”; (6) the length of time that the
pan is idle, which, in molasses-sugar strikes, is a measure
of the time taken in filling wagons or crystallizers. Much
other instructive information is often obtained from the
gauge charts, such as the time and extent of irregularities
in working of the condensing apparatus, etc. In connec-
tion with these records, those taken by recording gauges
of the “live”” and “exhaust” steam pressurc are important,
as they give data which are legitimately in the province of
chemical control, and explain many irregularities in the
work of the house which otherwise are interpreted by mere
guess.

Such gauges should be placed in the laboratory or other
office where they can be cared for. The greatest care
should also be exercised in the installation of the connect-
ing piping to avoid lcaks and to insure the proper trapping
of condensed vapor. If these precautions are not carried
out, and such apparatus treated with the same care as any
other instruments of high precision, it is worse than useless
to install it.
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In most first-class cane sngarhouscs thie chenust is the
superintendent of sngar manufacturing, as he should be.

Beet-sugar Manufacture. — The conditions governing
beet-sugar manufacture, as well as the chemical differences
between beet and cane juices, have resulted in making it
radically different from caue-sugar mauuficture in many
details of process. In this country at least,! refined sngar
is made directly from the beet, and the extraction is uni-
versally by “diffusion,” the cxtracted pulp being uscless
for fuel, but a valuable food for cattle. As beet sugar is
manufactured in regions where fuel is coniparatively cheap
and water is abundant, the diffusion process can be nsed
to great advantage.

As beets are not only bought by the sugarhouse, but
also selected with great carc for seed on tests matuly basced
on their polarization, beet testing is one of the most im-
portant and extensive operations of the factory laboratory.
By this method of careful secd selection, the sugar content
of the beet crop as a whole has been more than doubled in
the past century.

In a large establishment, in seed testing particularly,
often several thousand polarizations have to be made in
a day. Much ingenious and laborsaving apparatus has
been especially designed to meet the requirements of this
great volume of work. Probably no industry has had its
technology and special analytical methods more thoroughly
exploited by eminent authorities than beet-sugar manu-
facture. The reader is, therefore, referred to the works

IIn many countries, raw cane sugars are directly ccmsumeal a8 foad. Tn
fact, such sugars were conimon in our own groceries a gencration agy. Raw
beet sugars, on the contrary, are quite unfit for food, owing to their vile taste,
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of Stohmann, Frihling, Claassen, Sidersky, Spencer, and
others for details of these processes and methods.
Diffusion. — In this process the beets, in a finely chipped
or sliced state, are subjected to the action of hot water.
It can be cousidered as a kind of lixiviation process, but is
to a considerable degree a clarification process as well,
as the hot water tends to coagulate the albuminoids in the
plant tissues. These matters are retained, together with
other colloidal substances, by the cell membranes, which
allow the sugar and saits to diffuse freely through. The
beets, usually brought to the factory by small flumes of
swiftly nuning water, are passed into a washer and then
to the “ cutters,” where they are reduced by notched knives
on a rapidly revolving wheel to a form resembling French
fried potatoes. These “chips” (“ cosettes’’) are fed into
the “diffusion battery,” consisting of ten or fifteen tall
cylindrical (closed) iron tanks (“cells ), holding ten tons
or more. These tanks are constructed to carry a moderate
pressure and arranged so that the liquors can be passed
from one to the other. The hot water, about cqual in
weight to the chips, is allowed to stand on the chips in
a “cell” for twenty minutes or so, and then is passed to
the next cell. When the battery is in operation, it is
usually run so that all the cells are full except two, one
which is filling, the other dumping. The diffusate, before
leaving the battery, finally passes over at least one cell of
Jresk chips, and the work is commonly so arranged that
it is the second diffusate of the three previous ones. Dif-
fusion gives more extraction and a purer juice than any
milling process, but dilutes the juice 15 or 20 per cent.
The exhausted chips, after the excess of water is removed
L
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by a specially designed press, are fed to live stock, the
surplus being stored in covered trenches by a process of
ensilage.

Clarification. ~— This differs radically from cane-sugar
clarification, being much more elaborate than the former.
This fact is chiefly due to the larger amount of albuminoids
in beet juices and the greater difficulty of removing them,
and also is a result of the conditions of manufacture
alrcady alluded to which favor the manufacture of refined
sugar. The process is known as the “carbonatation”
method, and in its cssentials consists in treating the juice
with a large excess of lime (about 2 per cent, although 3
per cent or more is often used) heating to 80°, and then
precipitating the lime and coagulated albuminoids with
carbon dioxide, which also decomposes the calcium sucrate
formed.? The juice is then passed through *“bag filters”
or filter presses. In this first carbonatation, the process
is not complete, the juice being still somewhat alkaline.
It is now treated with sulp/ur dioxide, and again with
carbon dioxide till practically ncutral, and the slight pre-
cipitate formed removed by “mechanical” filters, which
are small closed tanks holding thirty or more flat bags
stretched on wire frames. The juice filters from outside
into the bags, and passes out by pipe comnections in the
frames.

A further treatment of the concentrated sirups with
sulphur dioxide is usually given. The lime necessary for
clarification is made at the factory by burning limestone in
immense iron kilns similar in shape to blast furnaces,

! Carbonatatioii in modified form has been introduceil in Java cane-sugar
houses, but its advantages are questionable in raw eane-sugar manufacture.
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so arranged that the carbon dioxide can be collected and
pumped into the carbonatation tanks.

The carbonatation process is possible in beet clarifica-
tion, owing to the absence of glucose sugars, for, as already
stated, these arc decomposed by excess of lime into slimy
humus products which are hard to remove, and also give a
brown (caraniel) color to the sugar, very difficult to bleach.
Normal beets are practically free from glucose sugars, but,
in American practice, beets often have to be worked up
which from various causes (unripeness, freezing, etc.) do
contain considerable quantities of glucose.

Such beets require modification of the carbonatation pro-
cess to be worked successfully, the heating of the alkaline
solutions being rednced as far as practicable, as well as
the amount and duration of the alkaline state, while sulphur
dioxide is used more freely to keep the clarified liquors
ncutral or even faiutly acid.

The evaporation and crystallizing processes are identical
with those of cane-sugar manufacture; so too, in its essen-
tials, the centrifugal purging, the washing process during
the purging being an important feature, as the sugar is
turned out white. Subscquently, the sugar is passed
through a “granulator,” a long, slowly revolving, nearly
horizontal drum, heated by a second internal steam drum.
The sugar, which conies from the centrifugals with about
2.5 per cent of moisture, is thoroughly tossed about in the
granulator, and perfectly dried, emerging as the “granu-
lated sugar’’ of the grocer, and practically indistinguish-
able from the refinery product.?

! Beet sugars refined in this manner do not hold their color quite as well as
the bone-black refined product. On long standing, they gradually assume a
slight yellow tint.
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Second sugars, and occasionally thirds, are made from
the purer sirups froni the washing of the first sugars, being
usually grained in crystallizers. The beet molasses (from
normal beets) differs radically in many important charac-
teristics from cane molasses. It has about 8o per cent
of solids and averages about 50 per cent of sucrose, 10 per
cent of ash, and 20 per cent of organic “non-sugar,” largely
nitrogenous, consisting of albuminoids and decomposition
products of albuminoids. More than half of the mineral
matter is potassium in combination with organic acids
which are strongly melassagenic. This means that these
bodies by their presence prevent the sugar from crystalliz-
ing, so that it is practically impossible to extract it by
further boiling or ordinary methods of clarifying.

Many ingenious processes have been devised for extract-
ing this sugar from the beet molasses. One which is
quite often used is osmosis, in which the hot diluted mo-
lasses is made to flow throngh an “ osmogene,” very similar
in appearance to a filter press, but composed of pairs of
cells separated from each other by partitions made of
parchment paper. Hot water flows on one side of the
partition, the dilute molasses on the other. Many of the
more soluble potash and other salts diffuse more rapidly
than the sugar. By regulating the flow and temperature,
sufficient melassagenic material of this nature can be re-
moved, so that the molasses, on boiling in the vacuum pan
and treatment with crystallizers, is said to yield some 12
per cent of its sugar. By further treatment of the mo-
lasses from the osmose sugar by a second osmesis and
boiling, it is stated by Stohmann that 12 per cent of its
sugar can again be obtained.
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Another method of extracting sugar from beet molasses,
which is used considerably, is known as S#ffen’s pro-
cess.  In this the diluted molasses is treated with lime
till the sugar is converted into monocalcium sucrate, and
into this solution is put fresh-burnt lime in very small por-
tions at a time, while the temperature is kept at 15° C. by
a cooling apparatus. In this way, finally, all the sugar is
precipitated as a tricalcic sucrate, which can be filtered in
filter presses, washed, and worked back into the juice, being
substituted for lime in the carbonatation process. Stron-
tium and barium hydrates have been substituted for lime
in similar processes. The only impurity which is carried
along with the sugar in this process is zaginose.

It will be seen from the above outline of beet-sugar
factory methods that the scheme of chemical control
will differ considerably from that of the cane-sugar house.
Reference has alrcady been made to the analysis of beets
for seed and for establishing the purchase price, there
being no difficulty in obtaining a representative sample,
as in the casc of cane. The usual method of obtaining the
sampleis by making a boring with a cylindrical rasp through
the beet diagonally in a direction which experiment has
shown to give a section representative of the average beet
conteuts. The rasp is made to revolve very rapidly, and is
so constructed that the raspings are retained in the hollow
cylinder of the tool. In other rasps a wedge-shaped section
is cut out of the beet, and drops into a metallic box.

Determination of Sugar in Beets.— The usual way is
by the “hot digestion” method. The normal weight of
pulp is washed into a funnel-mouthed flask, graduated to
hold 201.35 cubic centimeters, the 1.35 cubic centimeters
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being the allowance for the ‘“marc ™ or pulp and the vol-
ume of the precipitate, 5 to 7 cubic centimeters of a basic
lead acetate solution of a density of 1.25 having been pre-
viously run into the flask. The contents of the flask are
nearly made up to the mark with water, and heated on a
water bath for 30 minutes at 80° C. after thorough shaking
and the addition of a drop or two of cther to dispel the
foam. It is then acidulated with acetic acid and made up
to the mark after cooling. The polarization is made in a
4-decimeter tube when practicable, to avoid doubling the
reading. If a 200-cubic-centimeter flask is used, the
weight of the pulp taken is 25.87 grams, instead of
26.048.

The analysis of the juice is made by the '‘indirect”
method. The beet is cut up into small picces and put
through a screw fruit press, or, much better, rasped, and
pressed in a very powerful laboratory press made for the
purpose. The polarization and purity tests arec made as
for cane juices. The per cent of sugar in the dect is
often calculated from the juice polarization by taking the
arbitrary factor .gs.

Ash Determination. — The methods of analysis of the
diffusion juice are practically the same as for cane juices,
but as the mineral matter plays such a large part in caus-
ing manufacturing losses, owing to its comparatively large
amount and its strongly melassagenic action, its estimation
is important. This is done by a determination of the ash
of the juice. The ordinary method of making an as/
determination of a saccharine solution is to dry 10 grams
in a platinum dish, on a water bath, and then burn off the
organic matter in a “low temperature” muffle, which is



kept at a dull red heat, not over 750° C. The organic
matter is rapidly consumed at this temperature, which is
not sufficient to volatilize the chlorides. Several methods
have been devised for overcoming the difficulty of the
excessive swelling of the carbonized mass in the prelimi-
nary stages of the burning, which is characteristic of carbo-
hydrate substances. A very small lump of vaseline put in
the dish before igniting works very well. In beet products,!
however, it is customary to use Scheibler's method, and
add a few drops of concentrated sulphuric acid, just suffi-
cient to moisten the dried residue, which will then burn
without making a bulky coal in the preliminary stages.
The “sulphated ash,” as it is called, obviously is heavier
than would be an untreated ash, owing to the higher mo-
lecular weight of the sulphuric radical. Scheibler found
that in beet products a deduction of one tenth from the
weight of the sulphated ash gave the equivalent of the
normal ash. The per cent of sugar divided by the per cent
of ask in a beet product is known as the “saline coeffi-
cient,” and is an instructive figure to the beet-sugar
manufacturer. Good beets give a coefficient of 20 or
over.

Manufacturing Loss. — The first loss is in the diffusion
chips and in the wash water expressed from the chips by
the chip press. This approximates about .4 per cent on
the weight of the beets.

The next losses occur in the carbonatation scums, which
are polarized as described for cane-juice filter cake, except
that care must be taken always to acidulate the solution

I Ash determinations should be made on the filtered solutions in case of
raw sugars which contain sand and other foreign matter.
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with acetic acid to decompose the lime sucrates present in
the beet filter cake. A further loss oceurs in the mechani-
cal filtrations of the sirups, averaging .05 per cent. The
chemical and other mechanical losses, which are those
which have been enumerated under cane-sugar manufac-
ture, bring the actual total losses to an average of about
1 per cent, although they figure .4 per cent or more
larger, a result due, according to some authoritics, to crrors
of polarizations, which are usnally additive.

Quotient of Purity Tests of Beet Products. — The method
of determining quotient of purity described for cane juices,
in which the total solids is assumed to be given by the
Brix reading, invariably gives too low results, owing to the
large amount of mineral matter present, which has an
influence on the density over twice as great as that of
sugar. A solution of calcium chloride of 1 per cent, for
instance, would read nearly 2.5° Brix. Hence, it is
necessary for accurate work to obtain the total solids
by drying.

Drying of Saccharine Products. — It is very difficult to
determine moisture accurately in sirups and other solu-
tions of sugar, because as the drying proceeds, an im-
pervious varnish of the saccharine material forms over
the surface, which confines the moisture of the lower
layers. For satisfactory drying, the solution during dry-
ing must be distributed in very thin films over a large
surface. This is done most effectively by diluting the
substance to a thin sirup and pouring it over clean sand
or pumice stone, and then evaporating at a temperature of
105° C. in a hot-air oven, till a practically constant weight
is obtained, — practically constant, because the drying is
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beset with another difficulty, the gradual increase in weight
due to the oxidation of the sugar, which takes place rapidly
in the dried product at the air-bath temperature. The
usual method of determining the point of dryness is
when the loss in weight does not exceed .2 per cent
per hour.!

This oxidation error is mitigated by drying in a vacuum
at 70° C. Lobry de Bruyn and Van Laent? have used a
vacuumn apparatus arranged so that in the final stages of
drying the vapors arc passed over phosphorus pentoxide.
Brown, Morris, and Millar have dried most of the common
carbohydrates with this apparatus, and determined their
density influences per gram in 100 cubic centimeters for all
concentrations up to about 25 per cent. This apparatus
is somewhat complicated and the process tedious for com-
mercial work. The method almost universally used in
refineries and sugarhouses is drying in the hot-air bath
at 105°.

Weisberg has worked up a table of coefficients for trans-
forming “apparent quotients” (those obtained by the Brix
spindle) into true values. It is said to give correct results
when the solution of the beet product is made up to the
normal (saccharimeter) concentration of 26.048 grams in
100 Mohr cubic centimeters. Usually two or three times
the normal weight is taken in the corresponding volume to
allow of sufficient solution for the Brix determination. The
following is the table of Weisberg :

I The United States Custom Ilouse method for determination of moisture
in molasses and sirups is to spread I to 2 grams over the hottom of a flat dish
at least 7 centimeters diameter, and dry for two hours at 100° C.

2 Kee. Trav. Chim,, 13, 218.
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APPARENT QUOTIENT COEFFICIENT APPARENT QUOTIENT CoerprICiENT
57.0 1.054 79.0 1.020
57-5 1.052 8o.0 1.019
58.0 1.050 81.0 1.018
59.0 1.046 82.0 1.017
6o.0 1.044 83.0 1.01G
61.0 1.042 84.0 1.015
62.0 1.040 85.0 1.014
63.0 1.038 86.0 1.013
64.0 1.036 87.0 1.012
65.0 1.034 88.0 1.0l
66.0 1.033 89.0 1.0i0
67.0 1.032 90.0 1.009
68.0 1.031 91.0 1.008
69.0 1.030 92.0 1.007
70.0 1.029 93.0 1.006
71.0 1.028 94.0 1.005
72.0 1.027 95.0 1.004
73.0 1.026 96.0 3.003
74.0 1.025 97.0 1.002
75.0 1.024 98.0 1.002
76.0 1.023 99.0 1.001
77.0 1.022 100.0 1.000
78.0 1.021

Weisberg’s method is particularly adapted for determin-
ing the quotient of purity of massecuites.

The chemical determinations necessary for controlling
the daily work of the beet-sugar house are evidently much
more various than those of cane-sugar manufacture, and
comprise analyses of the limestones used in the kiln, as
well as the lime itself, the kiln gases used in carbonatation,
alkalinity tests of the juices and sirups in process, besides
occasional analyses of fuel, boiler deposits, fertilizers, etc.
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Moreover, there is much chemical work which could be
done to advantage, both in cane and beet sugar laborato-
ries, not only directly bearing on the work of the factory,
but in research work ou problems constantly arising. How-
ever, very few factory laboratories have the facilities for
more than the necessary routine control work.

Refinery Methods. — The refinery takes raw sugars of
all sorts, the great bulk of which is turned into a product
which is practically chewmically pure white sugar, mostly in
granulated form, although considerable is manufactured
into the various forms of “lump” or “loaf” sugar, and
moist “ yellow "’ sugars.

As has already been explained, raw sugar reaches the
refinery in many forms and qualities. . There are, however,
practically four classes of sugars which are recognized :
(1) first centrifugal cane sugars, (2) second, or molasses,
and muscovado sugars, (3) beet sugars, corresponding to
cane first sugars, (4) “jaggerys” and other crude products
of primitive manufacture.

With the exception of beet sugar, the price of the sugars
in each class is directly fixed by the polarization. In valu-
ing beet sugars, the amount of mineral matter (ash) is also
taken into consideration, as this is largely a constituent of
melassagenic salts. The custom is to subtract five times
the ash per cent from the polarization in valuiug the sugar.
For instance, a beet sugar polarizing 96 per cent with
an ash of 1.25 per cent would be rated as a cane sugar
polarizing 89.75 per cent. This is based on actual results
obtained in European refinery practice, but is said by some
authorities not to apply except to what arc known as
“export sugars,” the only kind of raw bect sugar which
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reaches the United States. The ash of the lower grade
cane sugars is also often determined in order to classify
them.

The better grade of raw sugars are at once washed in
large centrifugal machines, by which 9o per cent or more
is separated as crystals of prictically white sugar of a
purity of about 99.5, for the greater part of the impuritics
exist as a coating on the crystals, and so can be cotlected
in the wash sirups.

The washed sugar is dissolved in the “melters™ to
a sirup of about 30" Beaumé¢, which is defecuted in st
manner similar to that used in raw-sugar manufacture,
although other coagulants arc often used with lime, the
suspended solid matters customarily being removed by
passing through “bag filters.” The clear sirps are then
decolorized by bone black in the ‘“char filters,” and the
practically colorless sirups boiled in vacuum pans and the
sugar separated and washed white in centrifugal machines
by the methods already described. The sugar is dried in
granulators, and is rcady for market after sifting into
different grades of fineness and packing. The sirups
from the preliminary washing of the raw sngar are mixed
with the “meltings” of the lower grade sugars and sub-
jected to an identical process, in most cascs precipitants
being used with the lime for more effective clurifieation.
Finally, the washings from the bonec-black filters and
other apparatus, and from the bag-filter scums, if not
utilized in the melting, are concentrated in a multiple-
effect evaporator, and worked into the other liquors. The
sirups from the refined sugars are reboiled in the vacnum
pan for sugar, the less pure ones being used for charging



SUGARIOUSE AND REFINERY METHODS 157

after the grain is formed. When the purity of the sirups
from the reboiling falls below a certain value, say about
84, it is no longer profitable to boil thent in the pan without
further refining, unless to make soft yellow sugars. These
sirups are therefore added to others in process at a stage
depending on their purity, or boiled to low-grade sugar,
which is remelted. In fact, practically the whole work of
the refinery is governed by the purity tests of the liquors
in process, by which is determined the most effective way
to combine the different lots for most economical refining.
When it is known that in the larger refineries 1500 tons or
more of sugar are refined daily, it will be readily seen that
failure to take advantage of the most effective blending
or working up of the diverse sirups and liquors in process
may mean large money loss. Finally, when the purity of
the sirups put constantly back in process in different ways
falls below about 45 actual purity, it is no longer profitable
to re-work them for sugar, and they are sold as “barrel
sirups” (English, “treacle”) for use as food sirups or in
brewing.

From what has been said in this rough outline of the
complicated process of refining, it will be evident that,
beside the polarization of the raw sugars and the refined
products, the determination of the quotient of purity of the
many and various liquors in process will be an indispensa-
ble function of the laboratory; in fact, its most important
work, as by it is controlled the entire arrangement of the
refining of the different stock in process. Perhaps the
next most important routine work of the refinery labora-
tory is the control of the bone-black filtration. DBoue black
is indispensable as a decolorizer in sugar refining. Itis
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one of the greatest items of cost, as the material is expen-
sive, requires elaborate machinery for its handling, and
undergoes considerable loss by disintegratiou in treatment.
About a pound of bone black is required per pound of
sugar decolorized. After bone black has been used a short
time, its pores become clogged, and it loses its decolorizing
power. It is then washed and partially dried by steam,
passed through a dryer, heated to dull reduess in tubular
retorts! to consume the organic material which clogs its
pores, and finally passed through revolving screens to
remove the finer disintegrated part, which is rejected as
“spent black,” still valuable for many purposes, from the
phosphate it contains. New black often has to undergo
a preliminary treatment with dilute acid and a washing
known as “tempering " before it can be used. If the
various processes of *revivifying ” the black are not car-
ried out properly, the pores of the revivified black become
clogged with carbonaceous and mineral matter, to the great
loss of its efficiency. Hence, the daily condition of the
black must be closely followed by the chemist by analysis,
particularly determinations of the carbon and lime con-
tent.?2 The amount of phosphate is also important as a
measure of the durability of the black.

As a rule, the chemist of a refinery has little to do with
the active management of the refinery, or in fact with the

I Sometimes the brine black is subjected to a roasting proecess known as
“decarbonizing” This volatilizes cansiderable of the organie matter clogging
the pores of thie black, which would otherwise he deposited as earhon in its
passage through the retorts. F ormerly the bone black was allbwed to stand
in heaps to allow this organie matter to be' destrayed liy fermentatian.

2For methods of bone-black analysis, see Tucker, “Manual of Sugar
Analysis.”



SUGARHOUSE AND REFINERY METHODS 159

calculation of yields and losses. These calculations are so
extensive and complicated that they are usually made part
of the bookkeeping of the office force, under direction of
the superintendent and his assistants, the laboratory records
being practically confined to the actual analytical work.
The losses in a refinery, according to European practice,
are said to be .5 per cent mechanical and .55 per cent
chemical, on the weight of the raw sugar actually refined.



CIIEMICAL METIODS OF DEITERMINING
SUGARS

Arr. the common ghicose and saccharose sugars, with the
exception of sucrose, exert st marked redacing action when
heated with alkaline solutions of many metallic salts.
This behavior is characteristic of organic compounds
known as “aldechydes ™ and “ketones,”™ which can be con.
sidered as partislly oxidized from hydrates Gilealuds )y and
inn a transition state between the latter and the maore com-
pletely oxidized form of the acid.  Conscquently, like all
readily oxidizable chemical compounds, they are strongly
reducing in their action.  All the sugars are known to
have an aldchyde or ketone stracture, being sometimes
classificd as ““aldoses” and “ketoses.”

The Fehling Volumetric Method. — In 1848 Fehling
developed a practical mcthod for utilizing this redncing
property of the sugars on copper salts as a means of quan.
titative determination of the sugars themsclves.  Fehling
used a strongly alkaline solution of copper tartrate for his
metallic solution, the concentration of which was so de-
signed that the copper salt in 10 cubic centimeters of this
solation would be completely reduced to cuprous oxide,
when boiled with .05 gram of dextrose, under the condi-
tions of the process.

Fehling’s original solution, according to Wiley, is made
as follows: 34.64 grams of pure crystallized copper sul.

o
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phate (frec from efflorescence) is dissolved in a small
quantity of water (less than 300 cubic centimeters), and go
grams of sodium hydroxide is also dissolved in about 600
cubic centimeters of water in which is subsequently dis-
solved 150 grams of, potassium tartrate. The solutions
are then niixed and made up to 1000 cubic centimeters.
Later, 173 grams of the double sodium-potassium tartrate
(““Rochelle salt”) was substituted for the potassium tar-
trate.

Nearly thirty modifications of Fehling's original solution
have been made, the majority of which vary mainly in the
amount of alkali used. Owing to the fact that Fehling
solutions decompose spontancously after a short time and
precipitate copper, the modern formulee are for two solu-
tions, one containing copper sulphate, the other alkaline
tartrate. If the copper sulphate solution is made slightly
actd with a cubic centimeter of sulphuric acid per liter, and
both solutions kept in tightly stoppered bottles of good
glass, they will keep indefinitely. A mixture of equal vol-
umes of the two solutions gives the Fehling liquor.
Soxhlet’s formula is as follows:

Solution No. 1. — Copper sulphate in crystals, 69.28
grams in 1000 cubic centimeters of water.

Solution No. 2. — Rochelle salt, 346 grams dissolved
in about 600 cubic centimeters of water, to which
is zhen added 100 grams of sodium hydroxide in
200 cubic centimeters of water. Solution made
up to 1000 cubic centimeters.

The original method of Fehling is a volumetric one, and
according to Sutton is as follows: 5 cubic centimeters of
M
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each solution is measured into a small porcelain dish, the
resulting 10 cubic centimeters of clear deep blue Fehling
liquor diluted with 40 cubic centimeters of water and
quickly heated to boiling. The sugar solution which
must be at a concentration of about .5 per cent, is then
run in from a burette in small quantitics till the blue
color of the coI:.Jper just disappears. The volume of
sugar solution added to decolorize is assumied to contain
.05 gram if dextrose, other sugars giving different reduc-
tion weights.

Unfortunately, the reduction value obtained varies con-
siderably with the manipulation, being dependent on the
length of boiling, the exposure of the solution to the oxi-
dizing influence of the air, and the amount of sugar present
at different steps in the titration. Many attempts bave
been made to improve the volumetric process so as to
reduce the inherent errors.

None of these improved volumetric methods seem to
have any advantages over the original one of Fchling,
when the following conditions are observed, these being
vital for accuracy, whatever the method used:

(1) To arrange for the concentration of the sugar solu-
tion, or the dilution of the Fehling liquor, so that in all
determinations the volume of the boiling liquid is a fixed
one; (2) to add at once practically @// the sugar solution
necessary to decolorize the Fehling liquor; (3) to carry
out the test under as uniform an air exposure as possible,
.. in flasks of uniform size and shape; (4) to boil with
the Fehling solution uniformly for a fixed period. The
disappearance of the copper from the solution by precipi-
tation can be determined conveniently by spotting a drop
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on a tile or on the paper prepared for the purpose, and
testing the clear portion of the spot with potassium ferro-
cyanide acidified with acetic acid.

Hence, it cannot be assumed, except in very rough
work, that .05 gram of sugar is necessarily the exact
amount to discharge the color of 10 cubic centimeters of
Fehling liquor under the conditions of analysis. Each
operator should determine for himself what the reduction
factor is as he personally carries out the test, by standard-
izing the Fehling liquor with a solution of pure dextrose or
invert sugar.

Standard Dextrose Solution. — Chemically pure anhy-
drous dextrose can be obtained of the dealers in pure
chemicals. It is, however, best to recrystallize in pure
alcohol before using. The principal impurity in anhydrous
dextrose is moisture, and as the sugar is troublesome to
dry, the better way is to prepare an approximately 10 per
cent solution, and determine the exact amount of dextrose
contained by means of the density taken with the pyk-
nometer. The density factors at 15.5° C., referred to water
at 15.5° C., have been worked out with great exactness by
Brown, Morris, and Millar.! For a solution of approxi-
mately 10 per cent, the grams of dextrose in 100 cubic
centimeters (Mohr, 15.5°) are given by the following equa-

tion: w= where = is the number of grams in 100

-1

.003835’
cubic centimeters of solution, and & the density. Knowing
the concentration of the dextrose solution, its purity can

be established by a determination of its specific rotatory

v J. Chem. Soc. (London), 1897, 71, P. 73: also p. 275.
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power.! [a], of an approximately 10 per cent solution of
dextrose at 20° C. is 52.74 according to Landolt.

Standard Invert Sugar Solution.— According to Friihling,
this is made as follows: 9.50 grams of pure cane sugar are
dissolved i1 7§ cubic centimeters of water in a 100-cubic-
centimeter flask, and 5 cubic centimeters of hydrochloric
acid of a density of 1.19 added, and the whole thoroughly
mixed. The solution is then heated in a water bath kept
at a temperature of 70° the flask being immersed in the
water up to its neck. The solution should reach the bath
temperature in from 2} to 5 minutes, and the hcating
should be continded for 5 minutes more.

The solution is then cooled to the room temperature and
diluted to the 1co-cubic-centimeter mark. Fifty cubic cen-
timeters of this solution, corresponding to 5 grams of
invert sugar, are put into a liter flask, carefully neutralized
with sodium carbonate, and made up to the mark. This
solution, every cubic centimeter of which contains .cos
gram of invert sugar, is used to standardize the Fehling
solution.

Theoretically, in the volumetric Fehling reaction, one
equivalent of dextrose, of a molecular weight of 180,
reduces ten equivalents of crystallized copper sulphate
(CuSO, 5 H,0) of a total molecular weight of 2494, but
actually, at the same time as the sugar is being oxidized,
the action of the alkali present is to break up the sugar
molecule into a complex mass of decomposition products,

I Dextrose, like many other sugars in the crystalline state, when freshly
dissolved has a temporary specific rotation which gradually changes to the
normal value after some hours. If heated to boiling, the solution at once
gives the normal specific rotation. [lence, the solution should be brought to
a boil and cooled before polarizing. This phenomenon will be discussed later.
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salts of numerous organic acids. As already noted, the air
also exerts a marked oxidation.

Many attempts have been made to devise solutions
doing away with the alkali,! but this seems essential. Any
decrease in quantity of the alkali, whether potassium or
sodium hydrate, decreases the sensitiveness of the Fehling
solution to reduction. Ammonia has been substituted for
sodium or potassiuny, in part or whole, by Pavy and others,
as the former does not act so energetically on the glucose
molecule. These solutions give a very sharp end point, as
there is no precipitate of cuprous oxide to obscure the
solution, and are valuable in cases where ammonium or
its derivatives are already present in the solution, but are
inconvenient, owing to the necessity of providing for a uni-
form ammonia coutent during the titration and the exclu-
sion of air. The reader is referred to Wiley’s " Principles
and Practice of Agricultural Analysis,” volume III, for
a more extended description of Fehling and similar
methods.

The Fehling volumetric methods are much used in sugar
analysis, owing to their rapidity, and are valuable where
small quantities of invert sugar or glucose are to be
determined within a few per cent of their value, which
is usually all that is required in commercial work, but
in general can hardly be depended on for more accurate
work. When greater precision is required, the gravi-
metric methods are necessary.

1 One of the most promising of these is the Soldani method as developed
by Ost (Ber. d. chem. Ges., 23, 1035, 3003: 24, 1634; Zeits. anal. Chem.,
29, 637). The solution used is one of copper carbonate in potassium carbo-
nates. 1 have had no experience with this method.
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Gravimetric Fehling Methods. — These arec numerous,
but the same general principles prevail in all of them.
The Fehling solution, or its modification, is present in
excess. The cuprous oxide precipitated during a given
period of heating, and under, as nearly as possible, fixed
conditions of relation between the sugar, copper solution,
and dilution, is taken as a measure of the amount of sugar
present. The reduction is carried on by direct boiling or
by more prolonged heating on a water bath. The copper
is determined, cither as cuprous oxide, cupric oxide, or
reduced by hydrogen to the metal, it being a matter of
indifference which, provided the proper procedure is fol-
lowed. In some cases the washed precipitate is dissolved
in nitric acid and the copper determined electrolytically or
volumetrically by the usual methods. One way is to dis-
solve the washed cuprous oxide in a standard solution of
ferric sulphate, and determine the ferrous salt formed by
standard permanganate solution. Many prefer to use cop-
per solutions containing more alkali than the Soxhlet solu-
tion contains. Such solutions have greater sensitiveness
to reduction, but reduce to a slight extent spontaneously,
so that blank corrections must be made.
¢ Whatever the method chosen, the tinze and conditions of
the heating, as well as the concentration of the Fehling liguor
and the extent of surface of the hot solution exposed to the
aty, must be wmnifornz in all tests. As in the volumetric
processes, these conditions are vital to accuracy.

Usually the cold sugar solution is added to the Fehling
liquor after the latter has been heated to the temperature
at which the reduction is carried on. The length of time
taken to add the sugar solution and the conditions of
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admixture of the two solutions have considerable influence
on the reduction, especially where the heating is done on a
water bath.

As illustrative of a standard gravimetric method carried
out by direct boiling, the following is that of Herzfeld for
deternmining invert sugar:

The solution in which invert sugar is to be determined
is made up so that 100 cubic centimeters contain 20 grams
of sample, after clarification with basic lead acetate and
removal of the soluble lead in the filtrate by sodium car-
bonate.! The German way of doing this is to dissolve
27.5 grams of sample in 125 cubic centimeters, the solu-
tion being made up with basic lead acetate, as for polariz-
ing, and filtered ; 100 cubic centimeters of the filtrate are
put into a 100-110-cubic-centimeter double-marked flask,
and 10 cubic centimeters of sodium carbonate added, the
solution after mixing being again filtered.

1. If the sample has been shown to contain /ess zhan
I per cent of invert sugar (by a rough volumetric test,
20 cubic centimeters failing to decolorize 12 cubic centi-
meters of the Fehling solution by 2 minutes’ boiling), 50
cubic centimeters are taken for the exact gravimetric test.

2. If the sample is shown to contain wore than 1 per
cent of invert sugar, the solution containing 20 grams of
sample in 100 cubic centimeters must be diluted to corre-
spond to one made from a sample containing 1 per cent
of invert sugar. This dilution is determined with sufficient
exactness by preparing in large test tubes dilute solutions
containing respectively I, 2, 3, 4, and § cubic centimeters

! Fotassium oxalate is preferred by some (Sawyer, /. Am. Chen. Soc., 26,

1631).
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of the 20-gram solution, adding 5 cubic centimeters of
Fehling solution, and boiling two minutes. The tube show-
ing a solution which (after the copper precipitate has been
removed by subsidence or filtration) is still blue but lightest
in tint is noted, and twenty times the number of cubic centi-
nieters of original solution contained in this tube is dis-
solved in 100 cubic centimeters. Of this final solution,
5o cubic centimeters is used as before, for the exact
gravimetric test, which is as follows:

Fifty cubic centimeters of the sugar solution are mixed
with 25 cubic centimeters cach of the two constituent solu-
tions of the Fehling liquor, in a 250-cubic-centimeter beaker,
and the whole heated on a wire netting on which is laid a
sheet of asbestos paper having a circular hole cut in it 6.5
centimeters in diameter. The flame of the burner is so
regulated that it takes 3} to 4 niinutes to bring the con-
tents of the beaker to a boil. Then the boiling is con-
tinued 3 minutes exactly, when the beaker is immediately
cooled by the addition of 100 cubic centimetcrs of cold dis-
tilled water. Evidently all the conditions for a constant
factor of reduction exist in this method except the inevi-
tably variable proportion of sugar to the copper solution ;
but, as this variable is measured by the amount of cuprous
oxide precipitated, a table has been devised by Herzfeld
giving the equivalent of sugar for the weight of copper
obtained. Herzfeld has made his tables for invert sugar
determination and detérmined the reduction by the amount
of copper actually obtained by reduction from the oxidé.
The precipitate is collected in a ' Soxhlet tube,” a long,
straight funnel tube packed at the lower end with asbestos

1 See Appendix, Tables Nos. 7 and 8.
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held in place with a platinum sieve. The tube is placed
on a suctton flask and the Fehling liquor with the precipi-
tated cuprous oxide poured into it through an ordinary
funnel attached by means of a stopper. After the precipi-
tate is collected and quickly washed with

hot water, it is attached to a hydrogen

generator and the oxide heated to glow-

ing while the gas is passing. This

quickly reduces the oxide to the metallic ASBESTOS
state. The tube is then placed in a

desiccator and, after cooling and coming Fia. 29.—Suxurur
into equilibrium with the atmosphere, ;‘E:H’A‘:VKSHL:IN'
is weighed. Special platinum dishes

equipped with tubulated covers have been devised in
which the cuprous oxide, collected on a filter paper in
the ordinary way, can be reduced and more conveniently
weighed. Sometimes the cuprous oxide is weighed directly
by washing in a Gooch crucible, and then adding 1o cubic
centimeters of alcohol and afterward 10 cubic centimeters
of ether, then drying at 100° C. for half an hour.

Another way is to heat the cuprous oxide, collected in a
Gooch crucible, to redness for fifteen or twenty minutes.
This converts it into the cupric oxide, which is more stable
than the cuprous. Cupric oxide is, however, very hygro-
scopic, and requires special care in handling, to avoid error
from moisture. Obviously it is immaterial whether the re-
duction tables are figured in weights of copper or copper
oxide, as the values are convertible by the appropriate
factors.

The method of Defren,! adapted from O’Sullivan, can be

L] Am. Chem. Soc., 1896, 18, 749. 1ech. Quart., 1897, 10, 167.
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taken as illustrating the conduct of the test by heating on
the water bath. In this method 15 cubic centimeters each
of the white and blue solutions of the Fehling liquor are
taken in a 100-cubic-centitneter Erlenmeyer flask, propor-
tioned so that its base diameter is between one third and
one half of its height. The Fehling liquor is diluted with
5o cubic centimeters of water, and heated by immersion in
the water for § minutes, in order to come to the bath tem-
perature. Then 25 cubic centimeters of the sugar solution
arerunin and thoroughly mixed, and the solution heated for
exactly 12 minutes in the water bath.

The precipitate is then filtered off into a porcelain?
Gooch crucible, having an asbestos mat about one centi-
meter thick, ignited, and weighed as the cupric oxide.
Great care must be taken in the preparation of the asbes-
tos used in these filters. It must be thoroughly boiled in
I.10 nitric acid, thoroughly washed, and then boiled with a
10 per cent solution of caustic soda and washed. It is
sometimes advisable to repeat this treatment with acid and
alkali. The crucible, after preparation of the asbestos
mat, is ignited to constant weight.

The following procedure is advisable in working with
porcelain Gooch crucibles, to prevent their cracking: The
crucible, after removing from the filter flask, is placed
on a “radiator,” a heavy, hollow, castiron cone, about
7 centimeters in diameter, in the open base of which
is a platinum wire triangle for holding the crucible. When
this inverted cone is heated over a burner, it gives out a
moderate, even heat, which will not crack the crucible,
even if it is immediately removed from the filter flask.

! Platinum crucibles can be used to advantage.
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After a few minutes, the hot, dry crucible is transferred to
a large nickel or platinum crucible, heated to a bright red,
where the ignition is completed.

As already stated, the manner of applying the sugar
solution has an important influence on the result. Defren’s
tables were calculated for a reduction taking place when
the solution was added from a burette to the flask previ-
ously removed from the bath. Slight variations in this
part of the procedure, in the time taken to add the solu-
tion, the cooling caused by the admixture, and the stirring,
are all liable to make variations in the amount of total
reduction.

In fact, whatever the Fehling method employed, inas-
much as very slight changes in the manipulation, not
covered by tne details of the description of the method,
often affect the reduction factors materially, in accurate
work the analyst should cultivate as uniform a habit of
procedure as possible, even in minor details of manipula-
tion, and carefully check his work by standard sugar solu-
tions of known value, until his determinations give results
in accord with the tabulated values given by that method,
or should determine the values for his own work. This
is imperative in cases of investigations of hydrolyzed starch
products, for instance, where slight variations in the reduc-
ing value are significant; but in the case of the determina-
tion of invert sugar in cane or beet sugar liquors, where
the invert sugar content is small, an error of a few per
cent of the actual value obtained is often insignificant,
and conscquently does not call for such refinement.

Blank Fehling tests should always be made with new
Fehling solution, carrying out every condition of the
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regular sugar determination, for atthough with tlus Soxhle
solution no reduction should take plice, sometiuns such
Fehliug liquors do show “spoutancuns reduclion,”™ espe-
cially if the Rochelle salt is of inferior quality.! T the
case of the investigation of certain produtets, whene the re.
duction is small, and the amount of fmpuriiy, such as lime
or lead, is large, this must be removed befure making the
test. In some such cases it will be better, obviansly, to
dissolve the cuprous oxide in nitrie acid, and determine it
electrolytically.  The intclligent worker will walify his
method according to circumstances.  The dilutiin of his
sugar solution should be taken so as to have at least
gram of precipitated oxide.

Cupric Reducing Power. — In the identificiniing of the
different sugars and starch products, it is often cinvenient
to calculate the reduction as a vilue of the pure sabstiuce
referred to the reduction value of in equivalent weight of
dextrose taken as 1.00.  This is known s the *‘eupric re.
ducing power”’ of the substince, and symbmlized by the
Greek letter «. For instance, the cupric redacing power
of maltosc is .62, that of invert sugar .93, cte., which means
that maltose rednces .62 as much copper salation s the
same weight of dextrose under the saune conditions of test:
invert sugar, .95 as much.

Under different conditions of reduction previiling in
different methods, the cupric reducing popwers of different
sugars do not give the same constant vahie.

I Blank tests also show whether all sululile marter bas been renpaviad frai

the asbestas by the chemieal treatment desceibei.  The cruvilde shaubt abaw
no change in weight.
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Chemistry of Starch.— Starch is vital to higher plant
life, and while widely distributed in vegetable tissue, espe-
cially makes up a large part of the substance of many
grains and tubers. As found in nature, it is in the form of
minute granules, of a density of 1.6, the shapes of which
vary much in starches from different plants, but are so
characteristic that investigation with the microscope will,
in most cases, easily determine their botanic origin. While
authorities differ as to the exact structure of the starch
granule, from the standpoint of the chemist it may be con-
sidered as composed of a mass of carbohydrate paste,
inclosed in denser tissue of apparently the same general
chemical composition, known as “starch cellulose.”

The unbroken starch granule is insoluble in cold water,
but if a mixture of starch and water is heated to about 70°,
the exact point differing with different starches, the starch
suddenly swells to a pasty jelly. The microscope shows
that this is the result of the expanding of the interior con-
tents by absorption of water till the enveloping tissue of
starch cellulosc has been ruptured, the greatly swollen
jelly contents escaping.

If the cell structure is ruptured mechanically by grind-
ing starch with sharp quartz sand, or the *cellulose”
removed chermically by dilute solutions of aikalies, zinc

173
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chloride, or other solvents, the same thing occurs. At the
same proportions of starch and water, the cousistency of
pastes made from starches of different origin differs much,
and, in consequence, starches have been placed in two
classes, — “ thick boiling” and “thin boiling.” Itis now
known that the conditions of the process by which the
starch has been extracted from the plant have mwuch to do
with this pasting property.

Chemically classified, it has been shown by Brown and
Millar that starch paste is a highly condensed hexose car-
bohydrate of the formula, 100 CgH;O;, which can be con-
sidered as an aggregation of 100 anhydride groups derived
from dextrose by the removal of as many ccuivalents of
water. As would be expected, such a complicated body
is easily resolved by hydrolytic agents into simpler com-
binations, finally becoming dextrose, a result which can
practically be attained by prolonged acid hydrolysis.

If the hydrolysis with acid is followed from the be-
ginning, there is found to occur a gradual disiutegra-
tion of the starch into products which chemically can
be considered as molecular aggregations of three well-
defined compounds, — maltose. (C3H,,0;,), a dextrin
(CeH 1,04(CeH,4O5)sq), and dextrose (CyH ,04).

If an ensym is used as the hydrolytic agent, such as
diastase, which is the active principle of malt, the hydroly-
sis under ordinary conditions does not go on till dextrose
is the final product, but the compounds formed are aggre-
gates of maltose and dextrin only. The hydrolysis under
different temperature conditions of the diastase action
has been found to follow well-defined reactions. The one
occurring at 45° C., and most favorable for the production
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of the greatest amount of maltose, can be expressed by the
following reaction :

100 C;,H Oy + 81 HyO = 80 C15H 0y
+ (CgH 605 )59 CeH12 04,

action ceasing when these compounds have been formed
in the proportions given by the equation, and the solution
coming into chemical equilibrium.

In acid hydrolysis there is a progressive decrease in the
dextrin constituent as the action continues, and a similar
increase in the amount of the dextrose which is formed in
this hydrolysis. The maltose at first increases rapidly, but,
after reaching a maximum of about 45 per cent of the total
carbobydrate, diminishes as rapidly, till, at the completion
of hydrolysis, it is entirely converted into dextrose. At no
point in the hydrolysis, except at the very beginning and
end, are any of these constituent carbohydrates entirely
absent. The gradual disintegration of the starch molecule
and the different stages of the hydrolysis of the products
of this disintegration all go on at the same time, so that
the final products of hydrolysis are always present in very
small quantity even at the initial stages of the hydrolysis.

The progression of the hydrolysis manifests itself in the
following characteristics : The starch paste gradually loses
its colloidal nature and passes over to a thin sirup, its
viscosity continually decreasing. The dissolved carbohy-
drate increases in weight, but the deswsity, proportionally,
continually decreases, that is to say, the density effect
of a given weight of carbohydrate in a given volume of
solution continually decreases. The specific rotation of
the carbohydrate, taken as a whole, likewise decreases,
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while its cupricreducing power increases, thesc values
progressively approaching those for dextrose.

The jodine tests are also characteristic; a few drops of
iodine solution giving, with the hydrolyzed solutions, at
ordinary temperature, colors which change progressively
as the hydrolysis proceeds, from the deep sapphire blue of
the unchanged starch, first to violet and reddish purple, then
to a rose madder, and then to a reddish brown, growing
lighter as the conversion proceeds, till at a later stage, but
before hydrolysis is complete, the iodine gives no color
reaction.

These colors are so characteristic that an expert can
follow the progress of the hydrolysis with considerable
precision. In commercial hydrolytic processes, as the
manufacture of “commercial glucose,” they are depended
on to define the requisite point of “conversion.”

By precipitation with alcohol, numerous well-defined
compounds, known as “dextrins,” can be separated from
hydrolyzed starch products, which give colorations with
iodine corresponding to the degree of hydrolysis of the
starch solution from which they were obtained. These
products behave, however, chemically and optically, as if
they were mixtures of maltose, dextrose, and the primary
constituent dextrin already alluded to, so they need not be
considered here. Other reactions of starch will be referred
to only when necessary for explanation of the subject at
hand. .

Commercial Starch. — Although starch is so widely dis-
tributed in vegetable tissue, constituting a large proportion
of our food products, comparatively few plants are utilized
in making the commercial product. Among these, by far
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the most important in this country is Indian corn (maize).
In Europe, starch is made almost exclusively from potatoes;
soute potato starch is made in this country also. Wheat
starch is likewise of commercial importance, the starch
being manufactured from flour. Tapioca and rice starches
are made .in the far East, and brought to this country, the
former being a recent product of Florida from the cassava
root.

The general methods of starch manufacture naturally
fall into two classes: (1) those in which the albuminous
by-products (gluten) are saved and utilized ; (2) processes
where the gluten is decomposed by fermentation or chemi-
cal methods. _

Originally, the gluten was removed entirely by fermen-
tation and lost, but by modern methods most of this is
now saved and utilized in various ways. The ferment
acids arising from the destruction of the gluten by the
older processes always produced an incipient hydrolysis
which made the starch to a greater or less degree “thin
boiling.”

The general principles of process of making commercial
starches arc as follows: (1) Breaking down the plant tissue
in such a way that the starch grains are set free but not
ruptured. (2) Separation from the gluten, usually by dilut-
ing the mixture of starch and gluten with a large amount of
water, and then settling out the heavy starch by subsidence
in tanks or by flowing the diluted mixture down long, very
slightly inclined canals (“runs”) in which the starch is
deposited. (3) Washing the starch by agitating with water
in tanks. (4) Draining off the starch from the starch
“milk” in cloth-bottomed *draining boxes’ or in filter

N
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presses of special design. (5) Drying the starch in hot
rooms (““kilns”).

Grains have to be steeped in warm water for several
days before they can be ground. In the case of wheat
starch, the gluten of which is thick and rubbery, balls
of dough prepared from flour are worked in a special
kneading machine, the starch being washed out during
the kneading by jets of water.

As already stated, starches derived from different plants
vary considerably in the thickness (“body’") of the pastes
they make when mixed with hot water, some being quite
liquid, others, at the same concentration, being too dense
to flow. It has been found that this quality of the starch
depends largely on the amount of hydrolytic change to
which the starch has been subjected in the necessary detail
of process. Consequently, manufacturers have learned to
control this pasting property to a considerable extent, so
that products can be made to suit the special requirements
of the customer.

The manufacture of corn starch is by far the most im-
portant branch of the industry, and in no other has the
utilization of by-products and the development of manu-
factures derived from starch been carried so far.

As corn starch is made in conjunction with glucose
and grape sugar, special reference will be made to this
later.

Methods of determining Starch. — Numerous methods
have been proposed for the determination of starch, espe-
cially in grains and foods prepared from grains. Most of
them depend on the following principles, it being advisable
and in some cases necessary to dry the sample and remove
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the fats, and of course essential in every case that the sam-
ple be ground to the greatest possible fincness, and that all
other carbohydrates which are soluble in water or alcohol,
such as sugars, gums, and dextrins, be previously extracted :
(1) Dissolving out the starch by hydrolyzing with malt
extract, and determining the starch by difference. (2) Com-
pletely hydrolyzing the starch with hydrochloric acid, and
dctermining the dextrose formed by the Fehling method.
(3) Dissolving and filtering off the starch as in (1), then
completing the hydrolysis with acid and determining the
dextrose. (4) Same as (3), except that starch is dissolved
by heating with water under steam pressure of about
threc atmospheres, by means of an autoclave. (5) Partially
hydrolyzing with salicylic or nitric acid, and polarizing the
solution. (6) Determining the amount of standard barium
hydrate which will combine with the pasted starch. None
of these methods are very satisfactory, although most of
them are accurate with pure starch.

The solution method, in which the starch is determined
by difference, assumes that starch (from which the water-
soluble carbohydrates have been removed) alone is dis-
solved out by malt extract, but it is known that some of
the proteid matter is also dissolved.

With the acid-hydrolysis method, in the case of grains
particularly, other carbohydrates which are present, espe-
cially “ pentosans,” —carbohydrates containing five equiva-
lents of carbon, of the general formula (C;HO,),, analogues
of starch,—are hydrolyzed into penzosc sugars, which also
reduce Fehling solution, and so introduce error.

The polariscope .methods are unsatisfactory, owing to the
difficulty in getting clear solutions and the large amount
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of substance required. The barium method is of doubtful
reliability, except with very pure starches. The methods
following the principles given in (3), in which the starch is
partially converted by malt extract, and separated from the
other substance previous to completing the conversion to
dextrose, are considered the most reliable, as experimental
evidence tends to show that pentosans are unaffected by
diastase, which is the active enzym of malt.

When pentosans are absent, the method of Sachsse by
simple acid hydrolyéis is the standard, and is as follows:
An amount of dry substance containing 2.5-3 grams of
starch is heated on a boiling-water bath with 20 cubic
centimeters of hydrochloric acid, of a density of 1.125
(the ordinary “dilute ” reagent), and 200 cubic centimeters
of water, in a flask with an air condenser (a long, straight
glass tube passed through the stopper) for three hours;
or the flask is fitted with a return Liebig condenser, or
one of similar type, and kept boiling by a direct flame for
one hour and a half. The contents of the flask, after
cooling, are then neutralized with sodium hydrate, care
being taken noz o get it alkaline (very faint acidity does
no harm), made up to 500 cubic centimeters, and the dex-
trose determined by Fehling solution. By the simple
formula, C;,H,00;+ 2H,0 =2CgH,,Oq, the equivalent
of starch is.9 the amount of dextrose. Experiment has
shown that there is always a certain amount of decomposi-
tion in the complete hydrolysis of starch to dextrose, so
that the factor .92, according to Wiley and Krug, gives
more accurate results.

The diastase method, according to Wiley,! being practi-

V dgric. Chem. Anal, 3, 198,
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cally the Halle (Agricultural Station)method, is as follows:
About 3 grams of the finely pulverized material is ex-
tracted, first with ether, and then with 10 per cent alcohol,
and boiled with 100 cubic centimeters of water for 30
minutes with constant stirring, to sct free the starch paste.
The water lost by evaporation is replaced, and the mix-
ture placed in a water bath at 55—~60° C. When the liquid
has cooled to the water-bath temperature, 10 cubic centi-
meters of fresh malt extract are added, and the whole is
digested for an hour with occasional stirring. The mix-
ture is then digested for 15 minutes with another 1o cubic
centimeters of malt extract. This treatment is again
repeated. The mixture is then filtered, made up to 250
cubic centimeters, and 200 cubic centimeters is hydrolyzed
according to the Sachsse method, two hours being sufficient
for the acid hydrolysis on the water bath. The maltextract
is made by soaking 100 grams of fresh malt in 100 cubic
centimeters of cold water for two or three hours, and filter-
ing; or, as recommended by Wiley for a more permanent
extract, 1000 grams of finely ground “green” (not kiln-
dried) malt is mixed with a liter of glycerine and allowed
to stand for eight days with frequent shaking. It is then
filtered under pressure, and again by ordinary filtration.
This extract is said to keep well.

As malt extracts always contain some reducing sugars,
blank Fehling tests must be made to determine the neces-
sary correction to be applied. Hibbard’s modification of
the diastase method for rapid work is as follows: Previous
extraction with ether is omitted. Enough of the mixture
to contain at least.5 gram of starch is placed in a flask
with 50 cubic centimeters of water and about 2 cubic
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centimeters of malt extract, and heated to boiling with
frequent shaking to prevent pasting. The mixture is
boiled one minute, cooled to 60° C., and 2 or 3 cubic
centimeters of malt extract again added. It is then
heated gradually to boiling, taking 15 minutes, cooled,
and tested with iodine for any unchanged starch. If
starch is shown, the operation must be repeated. The
rest of the procedure is as in the method previously
described.

In any method where diastase is used as a solvent, the
residue from the filtrate of the malt-converted liquor should
be examined for unconverted starch.

Wiley recommends the use of pepsin in conjunction with
malt extract as a solvent of the proteid matter which in-
closes the starch granules and interferes with the solution
of the latter.

Optical and Reducing Properties of Hydrolyzed Starch
Products. — It is impossible to polarize pure starch, as it
forms a colloidal solution which is practically opaque,
except in very dilute solutions ; the liquid solutions of some
starches, so called, being really of starch which has under-
gone an incipient hydrolysis in the process of extraction
from the plant tissues, or in the treatment for polarizing.
Pure starch can be shown theoretically to have a specific
rotation of about 202°. It gives no reduction with Fehling
solution. If starch is hydrolyzed with acids, there is a
regular decrease in the rotation, and a reducing power is
developed which shows a corresponding increase as the
rotatory power decreases, till the specific rotation becomes
practically constant at 52.7 and the cupric-reducing power
becomes 1.00. If the heating is prolonged and the hydrolyz-



STARCH AND STARCH PRODUCTS 183

ing acid of considerable strength, these exact figures are
not obtained, owing to a small amount of decomposition
products which is formed.

Investigations made in the laboratory of the Massa.
chusetts Institute of Technology! have shown that a defi-
nite relation exists between the specific rotation and the
cupric-reducing power of acid-hydrolyzed starch products
at every stage of conversion; in other words, strong ex-
perimental evidence tends to prove that the cupric-reduc-
ing power of any normally acid-hydrolyzed starch product
can be predicted, if its specific rotation is known. The
relation of the cupricreducing power plotted from actual
experimental results shows a curve which cuts the o and
1.00 points, expressing the cupric-reducing values, very
nearly at rotations of 202° and 52.7° respectively.? This
means that all acid-hydrolyzed products of the same spe-
cific rotation have the same composition, and consequently,
the determination of specific rotation is a rapid means of
identifying such (pure) products. A similar law of rela-
tion has been proved by Brown and Morris to exist in all
diastase-hydrolyzed starch products. In this latter case,
the law of relation is represented in plot by a straight line,
the cupricreducing values of o and .62 being at points of
specific rotation of 203° and 138° respectively; the value
.62 is the cupric-reducing power and 138° the specific rota-
tion of pure maltose, which is the final product present in
malt (diastase) converted starch.

L J. Am. Chem. Soc., 18, 869 ; ibid, 25, 1003. Wiley pointed out a simi-
lar relalion in the case of commercial glucose as early as 1882 (Proc. 4. A.
A. 8., 30, 65).

2 See diagram on page 198.



184 STARCII AND STARCII PRODUCTS

Methods of Analysis of Acid-hydrolyzed Starch Products.
— As already stated, acid-hydrolyzed starch products can
be considered to be composed of three primary constitu-
ents, dextrose, maltose, and dextrin. These constitnent
bodies cannot be isolated from each other except by a
tedious and complicated procedure impracticable for most
commercial analysis. In consequence, an ingenious indi-
rect method has been worked out by which the proportions
of the primary constituents are calculated from the results
of three determinations, — the z0za/ solids, the specific rota-
tion, and the cupric-reducing power. The acid-hydrolyzed
product being pure, evidently, if the per cents of dextrose,
dextrin, and maltose are expressed (as decimals) by D, A,
and #: respectively, the composition of the carbolydrate sub-
stance will be expressed by the following equation :

D+m+A=1 (1)

As the specific rotatory power of dextrose is 52.7, that
of maltose 138, and dextrin 203, the specific rotatory
power of the hydrolyzed product is given by the following :

52.7.D + 138 m + 203 A = a,, (2)

Two of the constituents, dextrose and maltose, give re-
duction by the Fehling method, maltose having .62 the
reducing power of dextrose. This stable dextrin is
usually considered to be non-reducing (although the re-
searches of Brown and Millar? have recently shown that
the corresponding and probably identical dextrin of dias-
tase conversion has a cupric-reducing power of about .o03).

1 J. Chem. Soc., 75, 322.
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The following cquation would then express the cupric-

reducing powcer of the acid hydrolyzed product:
k=D + .62m. (3)

From the three independént equations, the values of D,
m, and A can be determined.

Total Solids.— In order to determine the optical and
reducing constunts, it is necessary to know the exact
amount of pure carbohydrate in the solution analyzed.
As the amount of organic matter, other than carbohydrate,
in starch products is, as a rule, negligible, the total solids,
less the mineral matter, which can be determined as ash,
represent the total products of hydrolysis.

As alrcady stated, it is practically impossible to deter-
mine the total solids of a saccharine solution with any
accuracy by the ordinary methods of drying, and in fact
no rcliable method at all was kuown till comparatively
recently.  On this account, it had become customary for
glucose and brewery chiemisis to use the density of the
solution as a measure of the amount of dissolved carbo-
bydrate, it being assnmed that the density influence of the
carbohydrate constituents is identical with that of cane
sugar; that is, if the solution has an approximate concen-
tration of 10 per cent, every gram of carbohydrate present
in 100 cubic centimeters of solution at 15.5° C. increases the
density (referred to water at 15.5° C.) by .00386. The solu-
tions must approximate 10 per cent, as both the density fac-
tor and specific rotatory power vary with the concentration.

By this method, first introduced by O'Sullivan in 1876,
the amount of total solids of a solution of pure carbo-

¢ (rSullivan’s original factdar was .0038s, it belng subsequently changed by
Brown and Iferon ta.00386.
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hydrates resulting from starch hydrolysis was assumed
to be given by the formula, w = d—oo;;éoo this equation
being correct for 10 per cent solutions of cane sugar, within
about .1 per cent. If mineral matter be present, as it
usually is in small amount, .008 for every gram of ash
obtained from 100 cubic centimeters of the solution must
first be deducted from the density actually obtained in order
to determine the density due to the carbohydrate alonc.
The density is determined most accurately by the ¢ pyk-
nometer," although the “ Westphal balance’ is sufficicntly
accurate in careful hands for most work. In commercinl
analyses in general factory control, the Brix spiudle can be
used,-this giving the per cent of total solids dircctly without
calculation, except for the mineral matter present, which
must be corrected for.

Determination of Density.! The Westphal Balance. —
The essential parts of this apparatus are a glass hydromcter
sinker counterpoised on a delicate balance. The weights
are in the form of riders, which are designed to be hung
on the balance arm which carries the sinker, the other arin
serving to carry the fixed counterpoise weight (A") which
balances the sinker in air. The weighing arm (//) is gradu-
ated into Zent/s by deep notches cutin the beam, cach notch
being numbered according to the number of tenths of the
distance from the center to the end kmfc-cdgc it errLS(.ntb

Tha lacanas 20 Lol o 1 . . ..



c‘}u%n ﬁ?—\—\—v—\j——},

Frio 30.—D_TalL OF WESTPHAL SPECIFIC GRAVITY BALANCE AND ILLUATRATION OF MANNER 07 READING.
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in water at the standard temperature, usually 15.5°C. The
glass sinkers are commonly made so that they displace
exactly 5 grams of water at the standard temperature, and
with the platinum suspending wire and hook weigh exactly
10 grams, so that they are interchangeable.  In most types
a thermometer is inclosed in the sinker.

The other rider weights are decimals of the largest,
weighing respectively .5, .05, .005 grams, cach rider
being readily distinguished by its size. As a large rider (1),
placed on the stirrup hook, just balances the buoyancy of
the water displaced by the sinker at standard temperature,
showing a density of 1.0000, evidently the sinker immcrsed
in a liquid of a density of 1.1000 will be balanced by the
addition of the .5-gram rider on the stirrup hook, an in-
crease of .o1 in the density requiring the .0s-gram rider
to be placed on the stirrup hook,—and so on. So, too, it
will be clear that the 5-gram rider in any notch on the beam
represented by the number of its graduation, 7, will balance
the buoyancy of the liquid caused by any increase in den-
sity corresponding to .I #, the .5-gram rider (/) any incre-
ment in density corresponding to .01 #, etc. For instance,
if the balance is in equilibrium when the sinker is itnmersed
in a liquid at 15.5°, and one 5-gram rider is on the stirrup
hook, another s-gram rider in the beam notch marked 1,
the .5-gram rider in notch marked 4, the .o5-gram rider (C)
in notch marked 6, and the .0o5-rider (not shown in cut)in
notch numbered 8, the density of the solution is 1.1468.
Thus, by noting the numbered position of cacl rider on the
beam, and its size, the density can be read off directly with-
out calculation. (See other illustrations of readings in
Figure 30.)
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In using the Westphal balance, the sinker (S) is first care-
fully balanced in air, by adjusting the leveling screw (G) in
the balance foot.  The sinker is then immersed in the liquid,
care being taken to remove any adhering air bubbles —-
most conveuiently by mcans of a fine wire. Care should
be taken also to have always the same length of support-
ing wire of the sinker immersed in the liquid; just how
much being determined once for all’ by calibrating the
balance with pure water at the standard temperature, and
marking a line on the adjustable supporting post (L) of the
balance, and another on the glass cylinder used to contain
the liquid.  This latter mark will show the height that the
cylinder must always be filled to give the proper im-
niersion of the wire when the height of the balance is
adjusted to the mark on the post by the sct screw /.
The Sartorius type of Westphal is so marked by the
miaker.

A well-made Westphal balance should be precise to
.0005 gram, and conisequently should have the same care
as any other analytical balance.

Determination of Density by the Pyknometer. — This is
the most precise method.  There are many forms of pyk-
nometers, but most of the ordinary types used for determi-
nations of densitics by weighing 20 cubic centimeters or
more of sohition arc practically identical in principle, —
light flasks which are devised so that they can be accurately
filled to a fixed volume within an error represented by the
difference in weight of about .0o1 gram, the point of level
of the liquid filling the pyknometer being read off in a
capillary tube.  Usually there is a thermometer attached,
and a tightly fitting cap for the capillary tube, so as to
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retain any water expanding out of the flask during
weighing.

The method of using the pyknometer is as fullows:
The weight- of the carefully cleaned and dricd appirittits
is taken, or it is balanced with a tare weight. The pyk.
nometer is then filled with freshly boiled water at a temnperi.
ture somewhat lower than the standard, and then allowed
to warm up till the thermometer shows that the stiurdiud
temperature is reached, or, for greater accuracy, brought
to the standard temperature by immersion in a cold-witer
bath. The liquid which has oozed from the capillivy is
then carefully wiped off, and the opening closcd with the
glass-cap (or in some forms of pyknometer, the level of the
liquid in the capillary is mercly brought to a mark). The
pyknometer is again weighed. In this manner the weight
of water the pyknometer contains at standard temperature
is obtained once for all, this expressing the wo/unie in Aokr
cubic centimeters.

The weight of any solution contained by the pyknometer
at standard temperature, obtained in the same way, divided
by the volume, gives the density relative to its volumice in
Mol cubic centimeters.  Absolute densities (referred to vol.
umes in 77re cubic centimeters at 20° C.) can be calenlited

w' D .
by the formula, #%%= *zli_%’ where 2/ is the weight of solu.

tion and w the weight of water, both taken at 20°, / Dy
being the density of water at 20°.

As the air buoyancy has practically the same inflience
on both weights, reduction to vacuo is unnecessary for or.
dinary-sized pyknometers.

A very convenient pyknometer, used by the author in
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the laborvatory of Professor J. M. Crafts, is shown in the
following sketch:

The pykuomcter is designed to be used with a constant
temperaturc bath, the reference point by which the volume
is measured bcing marked on
the fuunel stem. ‘The method
of using is by filling the flask
through the funnel tube, and
after bringing the contents to
the standard tewperature by
means of the water bath, gently
inclining the apparatus so that
the liquid dropping out of the
capillary sinks to the mark 4
on the funnel stem.

The pyknometer can then
be placed upright on the bal-
ance pan and weighed at con-
venience, as there is ample
room for the liquid to expand
from any change in ordinary
laboratory temperature, without spilling out of the pyk-
nometer.

As stated, it is customary in commercial work to deter-
mine the constituents of both malt and acid converted
starch products, such as beer worts, commercial “ glucose,”
and grape sugar, by determining the carbohydrates from
the density by means of the factor .00386. Obviously, the
true specific rotatory and cupric-reducing constants are in

e 31.—DiacraM OF Con-
VENIENT PYKNOMETER.

-~
’

7
00386

the ratio of to the values obtained by this method,
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where 7 represents the true density factor of the product
examined. If the primary constituents are calculated by
the equation already given, the percentages will be practi-
cally correct, prowided the optical and reduciug coustants
used are based on the factor .00386. For instance, the
specific rotation of maltose is 138° but as its density factor
for a 10 per cent solution is .00393, its specific rotation for
the factor .00386 (symbolyzed, [a],g4) is 455 X 138, or
135.5°
The equations with these constants become :

Dtmt+A=1. (1)
§3.0 D+ 135.5 72+ 195 A= (2)
D+ .61 m=kg,. (3

(The per cents are given as decimals by these cquations.)

In 1897 Brown, Morris, and Millar published curves
giving the density factors of most of the common hexose
carbohydrates and starch derivatives of malt conversion,
calculated from results obtained by evaporation of solu-
tions in vacuo over phosphorus pentoxide. Similar work
was done in 1889 on acid-hydrolyzed starch products at
the sugar laboratory of the Massachusetts Iastitute of
Technology, so that the true density factors are now well
established for pure products of acid and diastasc con-
verted starch.

As, however, the density factors differ with the @egrec of
conversion, and as this latter is measured most conveniently
and rapidly by the sgecific rotatory power, it is most con-
venient to obtain first this value as cxpressed by the factor
.00386 in calculating the absolute value.
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Determination of Specific Rotatory Power. ‘I'hu deusity
of the filtered solution of the hydrolyzed product (which
should approximate to 1.04) is deterinimed as acetrately
as possible at 15.5"  The solution is then polrized in a
2-decimeter tube, most conveniently io i guarlz-wedge
saccharinmeter pravided with o yellow light sercen, vither
of bichromate soltion or st picee of brown glass, The
sitccharimeter reading is multiplied by the “lyght factor ™ of
the instrument for hydrolyzed stareh (disenssed inoa ktey
chapter) which is . 345, The saccharbuoeter reading multis
plicd by this cocflicient, which is the cquivident of one sue
charimetric division in angular degrees of potatian of the
phute of polarization of the standivrd yellow ray, pives a of

the equattion : air
[+ I .
la
. . . . d
Since se i1 100 (Mohr) cubic centimseters - , the
L0380
. . A 100 (00380
cauition becontes, Qg sy 5 345 A7 100 00380y

2d 1)
Ixpressing the constants by a four-place logarithn, the

caleulation for ag ., becomes:

BLTH
a:==log. A b eolag. (off - 1)+ 88234100

The density, especiadly in acii-hydrolyzed products, st
be corrected for the inflnence of the dissobeed nineral mat.
ter. This is done by tiking 20 cubir centinueters of the
solution, evitporating practically to dryness tn o tared plati
nwn dish, and then incinerating in a0 < law temperatare ™
mauffle, i little vascline being added to prevent excessive
swelling of the coul. The ush s weighed to oot gram,

1°The tdensity siamlard is 15.57 07, the pobasnedin, s
6



104 STARCH AND STARCH PRODUCTS

and .008 is deducted from the density for every gram pres-
eut in 100 cubic centimeters of the original solution.

For factory control in the manufacture of glucose, and in
commercial work where great accuracy is not needed, the
Brix spindle can be used, the reading of which giving per
cent of solids (grams in 100 grams) must be applied in the
100
Zd
being found from the Brix comparison table. Since the
density at which the optical and reducing constants have
been calculated is approximately 1.04, it is clear that an
error of .1 Brix (about .0004 in density) makes an error of
1 per cent in the result. Hence the ordinary Brix spindle
is not sensitive enough for highest accuracy. In com-
mercial glucoses, the influence of the mineral matter also
lowers the result from 1 to 2 per cent. The uncorrected
values are, however, sufficiently approximate to be valuable
for commercial work in determining the composition of
the product. The calculation in this case becomes:

log. R + colog. p 4+ colog. d + 1.2367.

The true specific rotation, for the actual weight of 1

gram of carbohydrate in 1 true cubic centimeter, can be
7

.00386,
the first factor being that for conversion of the values from
concentrations representing densities taken at 15.5°, re-
ferred to Mohr cubic centimeters at 15.5° to densities at
15.5° referred to true cubic centimeters. The factors for
conversion of [a]pge to true specific rotatory powers of
absolute weights of carbohydrates are given in the follow-
ing table:

formula, a = , the Brix reading being taken as g; &

calculated from [a],gg by multiplying by .9g9802
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Drxsiey  Farronrs rbie REFERENCE 70 ACTUAL . WEIGHTS  OF
ALY DROIAVZEO. STaen Prontiers IN oo True  Cysic
CENTIMETERS 0F SOLCTION

TATTPR T Frated) i adiors
35 ; fon3iyy 9.9905
(0 0.01038.4.4 9.9973
(3 u.n_({;-\‘so 99980
70 1003837 9.9988
73 i a.a0380 9.9996
50 H 0.003870 0.0002
83 0.003877 0.0010
" 0.00388.4 0.0018
e a.003890 0.0024

100 0.003897 0.0032
103" Q103004 0.0040
1to” €0.003091 1 0.0048
1ty 0 00318 0.0056
120" A.003)25 0.0063
123" 0.x130931 0.0070
130° 0.003938 0.0078
135" 0.003045 0.0085
140 a.003951 0.0092
143 : 1.1r13058 0.0100
130 | L. 0.0107
135 ; €l 367 1 0.01i4
1 e ; iy 378 o0.0i21
163 aaaiyls 0.0129
1 : danyogl 0.0136
175" . o3l a.0144
180" H CLOTLEORPS 0.0151
135 ' 04011 0.0157
1o a0y 0.0164
1y 0004023 0.0170

[ ST ’ ayyHo2,
L. 380
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In conversion of Ky to k absolute, since the cupric-
reducing power of pure dextrose, taken as 1.00 for the
factor .00386, is .9915 in absolute value, it is nccessary to
add the cologarithm of this number, or .0037, to the loga-
rithm of the conversion factor in calculating the reducing
power in terms of that of the cquivalent weight of detrose
as unity.

Determination of the Cupric-reducing Power.— In deter-
mining the cupric-reducing power of hydrolyzed starch
products, the original solution must be diluted sufficiently
to give about .2 gram of copper. With the Defren method,
this means, in most cases, a dilution of the original solu-
tion to % of its original concentration; taking, for in-
stance, 25 cubic centimeters of the original solution, and
dituting to 500 cubic centimeters. Since the original weight
of carbohydrate is determined from the amount in 100 cubic
centimeters, and the volume of the solution taken for the
Defren-Fehling test is 25 cubic centimeters, the copper
reduced by the amount of carbohydrate in the original
‘solution is obtained under these conditions by multiplying
the actual weight by 8o.

The calculation is expressed by the following equation :
Cpe
d—1

F
where p is the ratio of the concentration of the original
solution to that of the solution diluted for the Fehling
test, e is the ““dextrose equivalent” of the copper as given
by a table calculated for the method used, and C is the
weight of copper (or its oxide) actually weighed. The
actual weight of carbohydrate in 100 cc. of solution is

K=

3
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obtained from the density factor, either using the value,
.00386, as has been customary in commercial work, or the
true factor obtained from the determination of specific
rotary power as described.

Diastase-converted products, such as beer worts or malt
products, are determined in an analogous way, but as dex-
trose is usually absent, the equations expressing the primary
constituents are modified accordingly. Moreover, as the
malt itself contains considerable quantities of cane and
invert sugars, corrections must be made for these carbo-
hydrates when malt extract is present in appreciable
quantity, and the determination of the actual carbohy-
drate constituents becomes a complicated one.}

Determination of the Constitution of Hydrolyzed Starch
Products from their Specific Rotatory Power. — As already
stated, the large amount of experimental data on acid-
hydrolyzed starch products obtained under many diverse
conditions of hydrolysis points to the important -con-
clusion that, in acid conversion, products of the same
specific ro'se&ory power have the same composition, irre-
spective of the source of the starch, the nature or amount
of the hydrolyzing acid, or the temperature conditions,
these influencing the ra# of hydrolysis only.

This constant relation holds true only with products of
the starch itself which have all been subjected to the
same conditions of hydrolysis, and not to mixtures of
products at different stages of conversion hydrolyzed
under different conditions. Moreover, in the case of
products hydrolyzed with acid of considerable strength

1 See Moritz and Morris, “ Textliook of the Science of Brewing,” or Heron’s
articte on Sugar in Thorpe's  Dictionary of Applied Chemistry,” p. 669.
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or at high temperature, there arc always somc decomyro-
sition or so-called “reversion” products formed ta some
extent. These introduce some error in the higher cou-
verted products. The nature and conditions of forma-
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tion of these products, which under ordinary conditions
are present only in very small quantitics, arc by no mcans
thoroughly understood. In many cases, there scems to
be a slight loss in carbohydrate from the breaking up of

! The dots and crosses represent reducing values actually obtainel Ly
experiment, the crosses being results from jroducts separateil hy alevholic
precipitation.
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the molecule through oxidation. As a rule, these bodies
are present in negligible quantities.

Brown, Morris, and Millar have published the results of
over five hundred analyses, conclusively proving that the
law of constant rclation between optical rotation and
cupric reduction docs exist in diastase-conversion prod-
ucts of starch.

The relations between optical rotation and cupric reduc-
tion of products of the two kinds of hydrolysis are graphi-
cally shown in the preceding diagram.

From the values thus obtained, by calculation by the
equations given on page 102, the following curves have
been plotted, which show the per cent of primary con-
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Fui 33 — RELATION oF THE CARBAIYDRATE CANSTITOENTS (i ACID AND
THASTASE= IV HRNLYZED STARCH FIODECTS TO THEIR SPECIFIC ROTATION.

stituents in hydrolyzed starch products (calculated for the

factor .00386). The dotted lines represent the products

of diastase conversion (sce Table No. 5 in Appendix).
From such curves the constitution of any pure hydro-
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lyzed product can be determined from its specific rotatory
power. In practice there are comparatively few commer-
cial products pure enough to permit of their constitution
being determined in this simple manner. In the case of
commercial “glucoses,” however, which contain but traces
of foreign substance, this method is most valuable, not only
in factory control, but for valuatien of diffecrent lots of
product for the purposes for which the glucose is to be used.

Manufacture of Commercial Glucose and Grape Sugar. —
The word “glucose ¥ is used to mean different things, and
consequently there is considerable misunderstanding as to
what is meant by the term. In Europe, especially Eng-
land and France, the word is synonymous with dextrose,
or “starch sugar.” In America this latter product is in-
variably called “grape sugar,” g/ucose being applied to
the thick viscid sirup which is manufactured in large
quantity by the partial hydrolysis of starch with acid. It
is in this popular signification that g/zcose is used here.
As used in a previous chapter, it is employed, as in organic
chemistry, as a class term to designate a group of hexose
sugars.

The manufacture of glucose is carried on on an enor-
mous scale in this country, in conjunction with that of
starch and numerous valuable by-products, which latter
will only be alluded to in the following description.?

In the manufacture of *glucose” two conditions are
imperative: (1) The amount of dextrin must be sufficient
to prevent the separation of crystallized sugar when the

! Taken from a paper oh the manufacture of hrewiug sugars, written by
the author and George Defren for the North British Federated Institutes of
Brewing of Manchester, England, in 1899,
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product is concentrated to 45° Bé., or about 84 per cent.
(2) Under similar conditions dextrin should not separate
out. These conditions limit the conversion stages to those
represented by that part of the diagram (Figure 33) lying
approximately between the rotation figures, 150° and 100°.
Commercial glucoses in the market vary in polarization
from [a] m=145"to 120°. As the greatest consumption
of glucose is in the manufacture of candies, jellies, and
sirups, its composition has been determined by the de-
mands of these trades. The use of glucose in beers,
extensive as it is, takes a very small proportion of the
total output. On this account there are practically two
grades of glucose on the market, leaving out of considera-
tion- goods which differ only in concentration: mixing
(sirup) glucose, with a conversion of [a]pg=120"—130°;
and confectioners’ goods of [a]pas=130°— 140°. The
best confectioners' goods are commonly about [a]pm=
135°. There is by no means a rigid standard, however;
in fact, many manufacturers grade according to the per-
fection of refining, the clearer, whiter glucose, independent
of its conversion, being specially treated for confectioners’
use. Jelly goods differ from mixing glucose merely in
concentration, although imperfectly refined candy glucose
is often worked up into this grade, as a slight turbidity
or tint is of no consequence in jelly manufacture. Mixing
glucose is the kind usually bought by the brewer. The
composition may vary through wide limits, the proportion
of dextrin, for instance, varying in extreme cases about
100 per cent. In short, the commercial grading of a glu-
cose is no criterion of the relative proportion of dextrose,
maltose, or dextrin.
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Space permits only the most superficial description of
the manufacture of glucose. In general the process con-
sists of three parts: (1) separation of the starch; (2) con-
version; (3) refining. (The diagrammatic scheme (Fig. 34)
will assist in following this description.) All kinds of what
is known as No. 3 or No. 4 corn (maize) are used. This
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F16. 34.— DIAGRAMMATIC SCHEME OF THE MANUFACTURE OF CUMMEKCIAL
GLUCUSE.

corn is taken from the cars or the elevator of the works
to the steep tubs, which hold 2000 bushels or more. In
steeping, water at 150° F. is used at first, then the steep is
allowed to cool till a temperature of about go° F. is reached.
Sulphurous acid is used to prevent putrefaction and assist
softening. The steeping lasts from three to five days.
The separation of the starch consists of (1) grinding the
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wet grain vl with water, sl solbeaeal Dy steeping
(2) separating the Starelr mrain tron the wiely fibre i
germ by wishiug throushn sievees ol bl chaly, ritpidly
shaken ; (3) settdingg sl tie shaech T the glnten by suab.
sidence while pas-ies over genthy inc il s € tebhes 7y,
The grinding is slone s that tlne starcl sradnecare set free,
but not raptmed. Tl v s pemovied sepuritely in
many factiries. This v camplishied by coarse prinding
and rumning the prain mived with e b water Huwgh a
lonyg trongh, ar it a tasd, the nace Do agitatad slowly.
The germ which toalis carred off by v clunmel, the
rest of thue prain by another. Thic s unation ol the genm
is sur fmportant improvement, sace tee il which is eons
tuined in it Grhont 33 jer centyoon be readily ubtained as
a by-l)rndm’t,' ancd Yhe quadite of the gucose s omanch e
proved by its vemoval. Thoe aain bum tae sepitrators is
gromnd aiud wirshied on the sieves COhakers Ty in the usial
wanner, sund the sejurated lguor sett nver the rans. The
thin, highly dilited siiuten s allawel 1o seltle, prmgaed
throught filter poesaesg and the dried eoke, whivh contiins
Over 30 per cent of p!‘uh‘in, seadt]l for catthe {ead.

The sturch collected o the runs, sund conlainitg about
50 per cent of motsture, in now mived with water to a thivk
ercaut of shont 20" Be | pneparatary o conversion. Con.
version is carvivd on i Large copper bailiers al o stean poes.
surc of 30 pounds, hydiuchlaric acid fu-iug; the canverting
agent, the amunt used being about oot of the weight
of the starch.

Lone of the itnpeatant weey of cotn ol o oin fnatoly “yabbuer ¥ (haear
| B

magting.  Valianyed coan o auabee ams o ciiony sutber sabalagle for sp i
purposes, It s abul an wdslictant of gosume 1ulde.
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In some factories sulphuric acid is still used as the hy-
drolyzing acid. In the manufacture of candy goods and
certain hard sugars it seems to have some advantages.
Oxalic acid has
been used for the
manufacture of
fine candy glu-
cose. In the
manufacture  of
grape sugar a
much larger pro-
portional amount
of acid is used,

FiG. 35.— SECTION OF CONVEKTER. 1 some cases up

A. Perlorated steam pipe. D. Acid pipe. to 1 per cent
B. Starch liquor pipe. F. Washout pipe. h
C. Discharge pipe o neutralizer. O. Discharge valve, O MOIe of the
V. Air-vent pipe. .
(From Thorp's ** Oudlines of Indusirial Chemistry.™) welght Of starch.

The point of com-
plete conversion is usually controlled by the disappearance
of the dextrin precipitate when the liquid is poured into
alcohol.

In glucose conversion the acid is mixed with about fifty
times its bulk of water, and is run into the ‘' converter.”
Steam is then turned on till a pressure of 30 pounds is ob-
tained. ‘This pressure is maintained while the starch milk
is pumped in, which takes about half an hour. Heating is
continued after this for 4o minutes or more. “ Dirty”
starch, containing much gluten, increases the time of con-
version 10 minutes or more. The degree of. conversion is
entirely controlled by iodine tests. By daily practice, work-
men become quite expert in making these tests, yet from
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week to week there is apt to be considerable variation
in composition when tests are not checked by cheniical
control by determining the specific rotation of the liquids
from the bone-black filters.

The refining process is, in general, similar to that of cane
sugar. The analogy is quite close in the case of the solid
grape sugars. In the casec of glucose, however, there is a
radical difference of principle which must not be over-
looked. Inthe refining of glucose the purification must be
carried to great lengths, at least as far as color and ap-
pearaince arc concerned. All bodies affecting these char-
acteristics must be absolutely removed from the liquid, or
bleached in it, since there is no mother liquor in which they
can be deposited, as in the case of a crystalline sugar. Oun
this account the
refiningof glucose
is a much more
delicate process
than that of sugar.

Neutralization
is an important
part of the refin-

ing, as on the —
thoroughnesswith =
which thisis done Fic. 36.— SECTION OF NEUTRALIZER.

_ A. Revolving stirrer.
dCI)Cl’ldS how suc B, Sprinkler pipe for alkaline neuiralizing liquid.
cessfully the albu- C. TDischarge pipe from converter.

L. . (From Thorp’s © Outlines of Indusirial Chemistry.")
minoids, calcium,

and iron salts are removed. As soon as the conversion
is completed the liquid is blown out into the “neutralizer,”
where the alkali, usually sodium carbonate, is added. In
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many factories it is the practice to cool the liquids con-
siderably before neutralizing, but this seems unnecessary
when the alkali is added properly. The liquid when
neutralized should show only the acidity caused by carbon
dioxide or the weakest vegetable acids. The properly
neutralized liquid is clear and of a bright amber color,
but contains large flocculent masses of coagulated gluten,
which, in a test tube of ordinary size, form a layer about
half an inch thick. When the proper point of neutraliza-
tion is attained, this layer is greenish drab, owing to the
precipitated iron.

As in sugar refining, the precipitated matter is removed
by bag filters, which are often supplemented by a press
filtering. In the case of highly refined glucoses, precipi-
tants are sometimes used, such as alum. The tendency
se:ems to be for manufacturers not to push this part of the
refmning to greatest advantage, but rather to depend on a
liberal use of bone black to do much of what it would seem
could be accomplished by less expensive means in prelimi-
nary clarification. The bone-black treatment is quite com-
plicated, not only in the details of filtering, but in the
preparation of the black.  Since the slightest trace of alkali
in contact with hot liquor will produce a brown stain of
caramel, removable only to a limited extent by bone black,
the black itself must be freed from all traces of ammonia
or caustic lime by a careful *tempering” with hydro-
chloric acid or some similar treatment, and subjected to a
careful washing to remove soluble salts of iron and calcium.
The glucose liquors are, as a rule, put over the bone black
twice : first at their original concentration, about 18° Bé.;
and again after concentration to 28-30° Bé, the denser
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sirup going over the freshly tempered black. The re-
vivifying of the black is carried out on lines similar to

those of cane-sugar refining.

The “heavy liquor” goes
directly from the filters to
the vacuum pan in most
modern factories. Formerly
a preliminary filtration was
necessary to remove the
calcium sulphate which sep-
arated out, but with the use
of hydrochloric acid con-
versions and neutralization
with soda this is avoided.
In the final concentration
sulphites are added in
amounts varying from .oo8
to .050 per cent SO,.

The function of these
sulphites is as follows:
(1) to prevent oxidation
and consequent coloration
in the final concentration

like bodies, and sometimes
ferric salts; (2) to bleach;
(3) to prevent fermentation

riet

TSPN
0 x5c.

ool =

i1 i
B

FiG. 37. — SECTION OF BONE-BLACK

FILTER.

A. Perforated false bottom on which bone black

rests.

B_ Discharge pipe for filtered liquor.

C. Entrance pipe for Uquor.

D, Steam pipe.

E. Air-vent pipe.

F, H, ¥, L. Steam, wash-water, and sewer con-

nections.

dlle to formation of caramel- G. Overflow pipe for washing out in reverse

7, S, P, N. Tank connectons, coupled by hose

direction.

o C.

(From Thorp’s ¢ Ouilines of Industrial Chem-

istry.™)

of the less concentrated finished products, as the thinner
mixing sirups; (4) in candy goods, as a preventive of oxi-

dation in the candy kettle.

Confectioners’ goods are more

heavily “ doped” with sulphites than others.



208 STARCII AND STARCII I'RODUCTS

The refining for the making of ordinary commercial
grape sugar, which is a waxy concrete of the hydrated
dextrose, C;H,;,0,H,0, and partially hydrolyzed com-
pounds, together with some products of decomposition
is practicz-illy identical with that of glucose. The con-
centrated sirups are drawn off into pans or barrels and
allowed to solidify, a “seed’ of crystallized sugar often
being added to facilitate crystallization. An/pdrous grape
sugar is made in a similar way from a sirup which is re-
fined at lower concentrations thronghout the process in
order to obtain a purer product. In this case the “seed ”
is selected with the greatest care from absolutely pure an-
hydride, all hydrated crystals being scrupulously excluded.
The crystallization is complete in about three days, when
the sugar is purged in centrifugals. The purged liquors
are often worked up into the “climax” sugars, a dark
product used by brewers. These sugars also are often put
on the market as “chips.” Glucose sirups arc usually
made at five concentrations: 41° 42° 43° 44° 45° Bé.
Mixing goods are usually finished up at 41° Bé. The
higher concentrated products are confectioners’ or jelly
goods, the former being characterized by greater perfection
of refining and a large amount of sulphites.

As to the manner of taking concentration determinations,
the glucose manufacturers do not use the same scalc as the
sugar refiners, who employ Gerlach’s modification. The
glucose scale is practically identical with that used by
the alkali manufacturers, and has the following conversion
14‘:?.}32: Owing to the great
viscosity of glucose, the readings are taken, not at the

formula for the density : =
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standard temperature of the instrument (60° F.), but at
100°. The slightly warmed glucose is poured into a cylin-
der, preferably of glass, which is placed in a water bath at
100° F. At the end of half an hour or so, the glucose will
have reached the temperature of the bath, and the air bub-
bles will have escaped. @A Beaumé spindle, reading to
fiftths, is then cautiously lowered into the 'glucose. and
allowed to come to equilibriuuy, which in the more viscous
samiples takes some minutes. With care the determination
can be made on a Westphal balance. All samples of glu-
cose should be tested for density, as the viscosity in goods
of different conversions varies to a marked degree. A low-
converted sample of moderate density will apparently have
much more “body’* than a high-converted glucose much
more concentrated.

As, apart from concentration, the quality of commercial
glucose is largely judged by its appearance, it will be inter-
esting to consider briefly some of the turbidities and colora-
tions of the commercial products, their causes, and actual
influence on the quality of the glucose. A well-refined
glucose is practically colorless and clear. If a white glass
cylinder is filled with glucose, the color of the sample can
be scen, as well as any turbidity. If the color is a pure
white, the sample is dyed, as can be proved by exposing it
to the light for a few days, although this coloring is rarely
done so well that a close inspection will not reveal the violet
tint. As all glucoses darken slightly on exposure to the
light, the color balance soon becomes disturbed, and the
presence of the dye is made more evident. If no dye is
present, the glucose, unless quite turbid, will show some
color, usually green or yellow. These tints are almost

P
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invariably present, and seem to be caused by traces of iron
salts and vegetable coloring matters. They are of little
consequence, except as indicators of the thoroughness of
the refining, and, hence, of the removal of albuminoids
and oil. A reddish brown discoloration is the result of
excess of alkali, as a rule either through imperfect neutral-
ization or defective treatment of bone black.

Cloudiness caused by faulty conversion, separation of
dextrins in one case or sugar in the other, is in these days
of rare occurrence. A smoky appearance is often caused
by bone-black dust, or in some cases from iron sulphide,
when a large quantity of new black is used in refining;
these faulty results, of course, are from improper prepara-
tion of the black. White cloudiness is usually caused either
by calcium salts or by organic growths due to fermentation.
The former may be sulphate or phosphate. Sulphates in
goods converted by hydrochloric acid are in the main in-
troduced through use of impure acid, or in sulphite liquors;
phosphates, from excess of “tempering acid,” or incomplete
washing of the black. The clouds due to fermentation,
which naturally are more common in goods made in hot
weather, are usually the result of storing thin liquor (in
process) at too Iow a temperature. Of course the fermen-
tation organisms can easily be identified by the microscope.
A quick way of identification is to acidulate the sample
with hydrochloric acid, when the ferment cloud remains
undissolved.

Solutions of grape sugar show the same characteristic
colorations and turbidities, in a greater or less degree.
Usually they show caramel tints, owing to the decomposi-
tion products, especially in inferior goods.
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The valuation of the solid starch (grape) sugars is practi-
cally based on their dextrose content. Whiteness of late
years seems to be more of a desideratum than formerly ;
hence the practice of dyeing is becoming common. The
principal mineral impurity objected to is iron. This is
rarely present in more than traces. A delicate test for
iron in sugars or glucoses is made with cochineal. Sul-
phites must be first removed, and the solution made neutral
or faintly alkaline. If iron be present, the pure crimson of
the cochineal gradually passes into violet. There are two
commercial grades of grape sugar, ord'marily, ‘“seventy”
and “cighty " sugar, the numbers referring to the assumed
dextrose content.

A *“glucose” of high quality, made by primitive methods
by conversion of the starch matter of rice or millet by
malt infusion, has existed in Japan for centuries.! This
“midzu-ame” (freely translated, “liquid candy”) is a
transparent, amber-tinted, viscid sirup, much resembling
commercial ghicose in its properties, but of course free
from more than the merest traces of dextrose. In short,
it is essentially a pure starch-conversion product, the com-
position of which can be determined from its specific rota-
tion, analogously to such determinations of acid-hydrolized
glucose, but by means of the equations applying to diastase
conversions.

Midzu-ame, in one form or other, has long played a very
important part in the domestic economy of Japan. In

I Yoshida, Chemical News, 43, 29; Skilmore, <“Jinrikisha Days in Japan,”
37 ; Wiley, Agric. Science, 6, 57; Storer and Rolfe, Ball. Bussey Institu-
tion, Harvard Uniz., 3, $0; Yei-Furukawa (transiation by Takaki), #id.,

3 95-
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some measure it still takes the place which sugar occupies
in Western nations. It is of peculiarinterest, as represent-
ing an advanced development of a sweet barley wort, which
must have been used to considerable extent by many commu-
nities of Europe, before the advent of cane sugar, which
began to be of common use only in the sixteenth century.

Manufacturing Losses. — The first loss in manufacture
occurs in the soluble matter which is in the liquors drained
off from the steep tubs. Practically no starch is lost,
although a trace is found in the stcep water, from oc-
casional broken grains, but there is a considerable loss of
valuable food materials, — carbohydrates, oil, and albumi-
noids. In many places it has been found profitable to
recover this material by evaporating the steep waters in a
multiple-effect to a thick sirup, and adding this to the
gluten meal or other by-products used as cattle feed.
The steep waters contain 5 to 6 per cent of this soluble
food matter, and, moreover, make an offensive sewage if
allowed to run into a stream.

The corn itself is graded largely on the moisture it con-
tains. According to Archbold, the average composition
of “No. 4” corn, the kind usually used in starch and glu-
cose manufacture, is:

Oil . R . . . . . 5.20 per cent
Carbohydrates (Starch, 54.8 per cent) 71.22
Albuminoids (“ Gluten”’) . . 1046
Ash . . . - . . 1.52
Water . . . R . . 1L.60O

The next loss of starch occursin the bran, or ‘¢ wet feed,”
the amount found here being a measure of the efficiency
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of the removal of the starch from the cells of the grain in
the mechanical separations, and incidentally of the steeping.

Determination of starch in the gluten liquors, passing
off from the ““runs” or “tables” for depositing the starch,
shows the amount passing away in the gluten. This may
vary considerably according to the efficiency of the steep-
ing, and also very largely to the skill of the * paddlers,”
workmen who keep the surface of the deposited starch
clean, and the stream of starch and gluten flowing slowly
and evenly down the runs. These men prevent the par-
tially coagulated gluten from accumulating at any point, and
remove the occasional accidental obstructions which effect
serious loss of starch by causing currents to cut into the
deposited mass. The starch lost in the gluten liquors may
amount to from 20 to 7o pounds per 1000 gallons. This,
however, is saved in the by-product (gluten meal), and to
some extent is necessary to facilitate the filtering in the
gluten filter presses.

With the exception of a small amount of starch possibly
passing into the germ meal, the only other losses in starch
manufacture normally occur in washing, filtering, and
handling the product in the kilns and packing, and are
comparatively small, though unavoidable.

The mechanical losses in the conversion and refining of
the glucose are practically the same as in sugar refining.
The chemical losses are much less, as the glucose liquors
do not hydrolyze appreciably under the conditions of re-
fining. Aside from the slight decomposition during hydrol-
ysis, already referred to, the only source of destruction is
in the neutralizing, where portions of the hot liquor may
come in contact with an excess of alkali (sodium car-
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bonate) if the process is uot properly carried out. In
making grape sugar, a certain amount of destruction of
sugar is inevitable. Special care must be taken, in hot
weather, to avoid fermentation of thin liquors in process.
The chemical control of the bone black is practically the
same as in sugar refining.

Valuation of Commercial Corn Starch. —In general,
starches are divided into three grades, alkaline or ‘‘chemi-
cal,” acid, and neutral starches, according to the reactions
given with test paper. Alkaline starches arc those in
which caustic soda has been mixed before running on the
tables, in order to make the gluten more soluble and so
effect a more perfect separation. Acid starches were origi-
nally made by fermenting the gluten. Neutral starches,
so called, are made by use of sulphite liquors in steeping
and running the starch, the usual modern method. Ordi-
nary starch is “thick-boiling,” making a stiff ‘paste when a
5 per cent mixture of starch in water is heated to boiling.
By suitable treatment of starch with dilute acid, at temper-
atures far below the bursting point of the granule, the
starch undergoes a gentle hydrolysis, and becomes “ thin-
boiling,” although its appearance and other general char-
acteristics remain unchanged. Textile manufacturers for
years have availed themselves of this property, either by
heating starch with acetic acid or other weak hydrolyte, or
by allowing the moistened starch to undergo incipient fer-
mentation. Owing to the greater penetrating power of the
fluid paste, thin-boiling starches are peculiarly applicable
in sizing or stiffening textiles, as a large amount of starch
can be introduced into the fabric without coating the sur-
face. Consequently the viscosity, or, as it is usually stated
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in comwereind work, the @ fluidity,” of the paste which the
starcl ustkes when mixed with water in standard propor-
tion is an important criterion of its value for certain pur-
poses.  These Hnidity tests are made in various ways, but
the somewhat ernde commercial methods depend on the
number vf cubic centimeters of a 5 per eent starch paste,
mile by rupturing the grains with a weak solution of
caustie alkali, which will run out of a funnel throngh a
capillary orifice in a definite period, the paste being at
standard lnboratory taaperature, and the instrument ad-
justed so that 100 cubic centimeters of pure water will run
out of the instriment muder the saume conditions.  Thus,
an “ 80" thin-builing starch gives & paste which has 8o
per cent the “fluidity ¥ of water, measured in this way.
A more accurate method of neasuring fluidity is by the
Dovlittle torsion viscosimeter, which measures the angular
loss in the oscillation of & torsion pendulum whose cylin-
drical bob is immersed in the paste.  The supporting wire
is first twisted, by a special device, throngh an angle of
360°, and the pendulum then released, the difference in
reading at the end of a complete oscillation (the reading,
for instance, at the end of a period of swing to the right,
and the reading at the end of the next period of swing to
the right, neglecting the reading at the end of period of
swing to the Zf7) is the angular measurement of the loss
due to retardation by the viscosity of the liquid.  Thesc
readings should be checked by turning the wire in the
opposite direction, aud taking a new set of readings.! The
instrument is usually standardized to express the viscosity

1 See Gill's # Handbook of (it Analysis” for a more complete deserlption
of this instrumon? aml manner of taking nicasurements,
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in terms of that of cane sugar, a curve being plotted to
show the concentration of sugar solutions, giving the vis-
cosities expressed by the angular retardations. With the
Doolittle viscosimeter, readings can be taken at any con-
venient temperature, as there is a water or oil jacket by
which the test solution can be heated.

Moisture. — Starch under normal atmospheric condi-
tions coutains 12-18 per cent of moisture, according to its
origin. This can be driven out by drying at 105° C., but
the dried product is extremely hygroscopic and rapidly
takes up moisture to the normal amount; for instance,
maize starch absorbs about 12 per cent, potato 18 per
cent, which cannot be entirely remwoved at ordinary tem-
perature, even by shaking with alcohol. .In fact a rapid
method of moisture determination has been developed for
potato starch which depends on the removal of part of the
water by alcohol. This will remove the water in excess
of a constant percentage (11.4). If the starch is dry, it
will take up water. The amount absorbed by or taken
from the alcohol is determined by taking its density.
A table has been prepared by Scheibler which gives
the per cent of moisture in the starch corresponding
to the density of the alcohol, when 100 cubic centi-
meters of alcohol and 41.6 grams of starch are shaken
together.

Saare’s method,! which is very convenient, and precise
enough for technical purposes (giving results for potato
starch correct to .5 per cent), is as follows: 100 grams of
the starch are washed into a 250-cubic-centimeter tared
flask and made up to the mark with water at 17.5°.

1 Chem. Zeit., 52, 934,
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Trom the weight of the contents of the flask, the moisture
contained iu the original starch sample is determined by
the following table:

Wihiiselsl 10651 Wask PPes (Tnxa Wenoly bulint Waesks Usiik Cent
281.40 ; o 277.20 31
284.00 ' ! 270.80 32
288.00 o 276.40 33
285,20 3 270.00 34
28780 4 H 275.00 35
287.40 5 : 275.20 30
’_’87.0_:, : 0 274.%0 37
28005 | 7 ] 27.4..40 3%
280.25 : R 274.05 39
285.55 : 9 273.05 40
285.45 ] 273.25 41
285.05 [ 1 272.85 42
284.05 i 12 272.45 43
284.25 13 272.05 44
283.9n i 14 271.70 45
283.50 ! is 271.30 40
283.10 16 270.90 47
282.70 17 . 270.50 48
282.30 18 270.10 49
281.90 19 206).70 50
281.50 20 261y, 30 51
281.10 21 268.g0 2
280.75 22 268.50 53
280.35 23 208.10 54
279.95 2 207.75 55
279-55 25 217.35 56
279.15 26 204195 57
278,75 27 216.55 58
278.35 z8 260.1 5 ! 50
278.00 29 205.75 i 60
277.60 30
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Commercial starches often contain an excess of woisture.
Whiteness and freedom from offensive odor or taste are
necessary qualifications of good stuch.

Size Compounds. — Starch is used m immense quantities
in the weaving of cottou cloth as the chief ngredient of
size, which is applicd to the wup to prateet the threads
from chafiug during the weaving,  Othier uiilerinl is added
to the starch to make the size flexiltle, such as groase, or
calcium chloride, which latter, by its hygrascopic actiou,
prevents the size becoming brittle smxl brings abomt the
same result.  Copper sulplate or zine chlonde (the Ltter
also having hydrolyiic influence) is added in small quuotity
to some sizes as an antiseptic to avoid molding or mil-
dewing.

There are nunterous formuke for making these sizes,
which arc usually prepared by the mill peapke themselves,
who mix the size ingredients with the starch guiste; which
latter has usnally been put through smne primitive process
to make it thinboiling. The matevinl to give the clur-
acteristic propertics to the size is nsually in the form of
2 size compound,” being a mixture of the fatty ar chemical
ingredients in a concentrated farm in stuch paste.  As
the starchy material is unimportant in the valnation of
thesec size compounds, determinutioms shonld be made
of the fatty or chemical imgredients.

Dextrin and British Gum. - The term © dextrin,” like
“glucose,” is a much overworked one, s it lus many
significations. As already referred to, the munerons inter-
mediate products of starch hydrolysis which can be pre-
cipitated as definite compounds by aleohalic fractiowttion
are known as dextrins; but these, in their chemicnl and
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optical behavior, can always be considered as molecular
aggregates of a primary “dextrin,” whose characteristics
are well defined and persist in all such compounds, and
the hexose sugars, maltose and dextrose (or, in the case of
diastase-converted products, maltose alone), as has been
explained. “ Dextrin,” as used in commerce, refers to a
manufactured product of variable composition, made by
heating the starch to about 170° C. A certain degree of
lhy drolysis is effected to a limited extent by the moisture
and acids in the starch, and is also in many cases produced
by moistening the mass with acid, sometimes hydrochloric,
but usually nitric. The darker products, which have been
subjected to a more prolonged heating, often to tempera-
tures as high as 270° without acid, and which give thicker
mucilages with water, are known as “British gums,” al-
though there is no hard and fast distinction between these
Products and the “dextrins.” These “torrefaction dex-
trins,” as they have been called to distinguish them, are
made by roasting in revolving cylinders, either directly
heated by a furnace or by an oil bath. In some processes
the conversion is carried on in metal trays, which are
placed on racks in a kiln. Color and “body ” of the muci-
lages which these products make with hot water are the
principal criterions by which they are judged. A good
dextrin or British gum should make a practically clear
solution with hot water, showing none of the pastiness or
colloidal appearance of the unconverted starch. These
products are used for a variety of pnrposes, especially in
the textile industries, as well as for mucilage, gum for
postage stamps, labels, etc,, and in fact for all purposes
where a water-soluble gum is needed. There are no fixed
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rules for their manufacture, the amount of heating, acid,
and other conditions depending on the peculiar require-
ments of each consumer. Often different dextrins are
blended to obtain the requisite quality.

Chemically, they show a small but varying reducing
power, which is much less than corresponds to the optical
rotation as expressed by the “law of relation” of an acid-
liydrolyzed starch product. This would be expected, as
not only are products formed by the action of the heat
under conditions where all traces of water arc absent,
except what may be formed by the decowmposition of the
molecule, but the higher converted and more sensitive
products formed in the preliminary hydrolytic action,
which always takes place, are to considerable cxtent
destroyed and converted into caramel bodies.

A determination of the specific rotation of a torrefaction
dextrin, however, in connection with the cupric-reducing
power, often throws valuable light on the conditions of its
manufacture. Viscosity tests are most uscful in the valua-
tion of a dextrin, speaking generally, but the peculiar use
for which the dextrin is designed often demands special
requirements. Starches of different kinds also give differ-
ent qualities of dextrin. Most of these dextrins and Brit-
ish gums are in the form of powders, which, if freshly
made, will show under the microscopc the form of the
original starch grains from which the product has been
obtained. Some forms, as “gommelin,” are in the state
of glassy grains much resembling gum arabic, and are
fairly pure hydrolyzed products. Starch ‘‘pastes” are made
by a gentle hydrolysis, usually with acetic acid, and then
thickened with borax, which. makes a very stiff mass.
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Milk Sugar. — Milk sugar (lactose) is the only other biose
sugar which is produced in the free state in commmercial
quantities. It is manufactured almost exclusively from
whey, usually obtained as the by-product of cheesc factorics
or other curd industries. Whey contains about 5 per cent
of lactose.

Lactose crystallizes in large rhombic crystals as the
monohydrate (C;,H,,0;, - H,O).  These have little sweet-
ness; in fact, pure lactose is practically tasteless. It is
much less soluble than cane sugar or maltose, a solution
saturated at ordinary temperaturcs containing no more
than about 16 per cent of it. Its specific rotation? is 52.5
at 20°, almost identical with that of dextrose. This rota-
tion value is not affected by concentration, but is changed
considerably by temperature variations. ILactose has a
cupric-reducing power of .73. It is readily inverted by
hydrolytes into dextrose and galactose, the rotation of the
invert solution being increased to 67°, the specific rotation
of galactose being 80°. Concentrated solutions of lactose
after prolonged heating for several days become distinctly
sweeter in taste from the inverted products formed. Pure
milk sugar can be made by precipitation from its aqueous
solutions by means of alcohol.

! After previously heating the freshly dissulved sugar to bailing.
222
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TI.TC manufacture of milk sugar is commonly very crude,
consisting i evaporating the whey in open pans and at
the same time carrying on a clarification with alum. The
rough, dark, crystalline product, containing much mineral
matter, is redissolved, subjected to further clarification, and
after decolorizing with bone black is evaporated to a con-
centrated solntion in a vacuum pan, and allowed to crystal-
lize gradually.

Three grades of milk- sugar are found in commerce:
“ cobs,” cylindrical masses formed on wooden rods im-
mersed in the concentrated sugar liquors, which is the
purest kiud; “plates," crystal sheets atfached to the sides
of the tanks; and pulverized sugar, which is the common
form in which it reaches the consumer. This latter is
usually made from the loose deposit of crystals in the tank
bottoms by grinding, or the better quality from the ‘ cobs”
or “plates.” This pulverized sugar is dried in a kind of
grimulator before it is packed.

The yield of milk sugar is only about 50 per cent, or,
at niost, 60 per cent, of that contained in the whey, a con-
siderable loss of the sugar being due to the melassagenic
sults in the whey, which amount to nearly 15 per cent of
the sugar content, and in part to the crude methods of
preliminary extraction.

The ordinary refined milk sugar of commerce contains
uisually over I per cent of mineral matter, but owing to the
fact that in drying it is partially dehydrated, samples often
polarize over 100 per cent if the sample is tested on the
saccharimeter, using the appropriate normal weight

The normal weight of lactose (L) for any saccharimeter
obviously bears a ratio to the sucrosc normal weight,
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inversely proportional to the ratio of the specific rotations
of lactose and sucrose respectively.  That is,
L:N=66.5:82.72

(52.72, according to I.andolt, being the specific rotation
of lactose at 17.5° C.). This gives 32.850 grams as the
normal weight for the standard half-shade saccharimeter
using Mohr cubic centimeter flasks, when the crpstallized
lactose (monohydrate) is weighed, the solution being pre-
viously heated.

In the determination of lactose in miff, owing to the
bulk of the precipitate from the large sumount of albu.
minoid matter present, volume correction must be made by
Scheibler's method of “double dilution ™ already described,
or the solution is made up to 102.6 cubic centimeters if the
normal weight, 26.048, is used.

Wiley recommends the use of an acid mercuric nitrate
solution for clarifying solutions, —madec by dissolving mer-
cury in double its weight of nitric acid and diluting with an
equal volume of water. Usually the milk is measured out
by a pipette, an equivalent of two or three times the nor-
mal weight being taken.! About 3 cubic centimeters of
clarifying agent is used for the normal weight, the readings
being made as nearly at 20° as possible, as the specific rota-
tion of lactose varics appreciably by change of temperature.

Factory experiments have shown that the quality and
yield of milk sugar can be improved by application of
modern sugarliouse processes.

Determination of Lactose in Mixtures containing Maltose.
— In many quasi-medicinal food preparations, maltose and

I Wiley, /. Am. Chem. Soc. 18, 428.
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lactose arc present.  Boyden! has separated lactose from

maltose by recourse to the selective action of a yeast, Sac-
charanyee anvmolus, which totally removed the maltose,
leaving the lactose unchanged. The lactose was then de-
terniined by the Fehling method.

Honey.— Pure honey is, in the main, invert sugar, usually
containing also a small quantity of sucrose, waxy matter,
and plant extractives. There are also traces of formic
acid in honey. The average constitution of sixty samples
of honey, according to Sieben, are:

Dextrose, 34.71 per cent
Levulose, 39.24
Sucrose, 1.08

Organic non-sugars, 5.02
Water, 19.98

lHoney varies much in composition, according to the
food of the bees, as the insects will store up in the comb
sugar or glucose sirups in practically unchanged condition.
Such honey is usually considered as adulterated, just as
when such sirups are added directly to the product. The
chemical determinations of honey are solely directed to
ascertaining its genuineness as a product elaborated by
the bees from the blossoms. The amount of sucrose in
a honey rarely exceeds 2 per cent, although there are cases
of nndoubtedly genuine honey containing more than § per
cent. Hence, the determination of sucrose, by the Clerget
method, is a valuable criterion, honey containing 10 per
cent or more of sucrose being unquestionably adulterated.
I.cad acctate should be used in very small amount, if at

1 2bid., 24, 993.
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all, in clarification. Commercial glucose can be detected
usvally by the same method. Advantage has been taken
of the temperature effect on the specific rotation of invert
sugar to detect adulteration by commercial glucose.

As already stated, the specific rotation of invert sugar
decreases by increase of temperature. This is caused by
the temperature effect on the /lewulosc alone, its specific
rotation decreasing about .638° for every degree increase
in temperature. Authorities diffcr by some per cent as to
the exact value of the specific rotatory power of levulose,
which is approximately —93° at 20° this value being cor-
rect enough for the purpose. At about 88° an invert
sugar solution becomes oprically inactive, owing to the
specific rotation of the levulose having decreased to — 53°,
and hence being just neutralized by the dextrorotatory
effect of the equal equivalent of dextrose whosc specific
rotation is §3°.

Chandler and Ricketts have utilized this property of
invert sugar to detect adulteration of honey and cane-
sugar sirups by commercial glucose. The sample of
invert sugar is heated in a jacketed tube to 87°-88° by
means of a current of hot water (or, as originally, by
a heater in a saccharimeter specially designed by the
authors).? If only invert cane-sugar products are present,

IThe invert-sugar solution must be neutralized before heating to 87° to
avoid any hydrolysis of the glucose. I.each advises to make a separate solution
for this test, —26.048 grams of the sample in 70 cubic centimelers of water
to which 7 cubic centimeters of acid is added. The solution is inverted by the
usual Clerget process, almost neutralized with sodium carbonate or hydrate,
and made up to 100 cubic centimeters. If the ordinary commercial saccha-
rimeter is used, the hot tube must be in the instrument for as shart a time

as possible to avoid serious errors from the heating of the saccharimeter.
Leach and Lythgoe find that the specific rotation of commereial glucose
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the reading will be zero. If the reading shows the pres-
ence of commercial glucose, the amount can be approxi-
mated closely by taking the specific rotation as 130° and
calculating from the usual equations of optical rotation.
Wiley has devised a method for determining lewvulose
on similar principles. He uses a saccharimeter specially
designed for reading solutions under different temperature
conditions, and determines the amount of levulose in 100
cubic centimeters by the standard saccharimeter readings,
the solution being made up so that there is approximately
the half normal weight of levulose in 100 cubic centi-
meters of solution. Two saccharimetric readings are
taken at temperatures about 50° apart. The levulose
present is then given by the following equation:

R—FK

P tl =
er cent levulose PET I AT

where R — R’ is the difference in the reading, and 7 — #
the difference in temperature, =’ being the weight of sam-
ple dissolved, and .0357 the difference in reading caused
by onc degree of temperature on 1 gram of levulose in
100 cubic centimeters of solution.

Maple Sugar.— The carbohydrate of maple-sugar prod-
ucts is sucrose, and, consequently, the methods of analysis
of maple-sugar products are identical with those of cane
sugar.
at 87° is dimTnished about 79 of its value at 20° (f4%). Leach takes the
saccharimeter reading of the (sucrose) normal solution of commercial glucose
at 20° C. as 175. This corrcsponds to a 42° Bé commiercial glucose [of a
specific rotation of about 138°], which Leach has found to be representative

of “mixing”* glucose. At 87°, the saccharimetric reading was found to be
163,
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The fact should not be lost sight of, however, that what
gives maple sugar its intrinsic value arc the pleasantly
flavored plant extractives.

If maple sugar is refined, it becomes nothing more than
ordinary granulated sugar, and no more valuable. Stimu-
lated by the government bounties of previous years, which
were based on the sugar content, the maplesugar pro-
ducers have worked to obtain light-colored sugars with high
sucrose content, but which are really infertor to the cruder
products on the flavor of which the true value of the sugar
depends. This custom of valuing maple sugar solely on
its sucrose content has led unscrupulous manufacturers to
adulterate the product with cane sugar. It would seem
better to base the valuation of maple sugar on a ratio of
plant extractives characteristic of the maple to the sucrose
content, in addition to the sucrose content alone.!

Maple sirup, so called, is often manufactured from com-
mercial glucose, cane sirups, and an extract made from
hickory bark or corncobs.

Confectionery. — The kinds of confectionery are so vari-
ous that it will be impossible in the space at hand to
describe more than the general characteristics of some
common products. In general, candy is an “amorphous”
substance, that is, it does not tend to take definite crystal-
line form, but can be molded to any shape desired. Cane
sugar tends to crystallize under almost every condition in

1 See Hortvet (/.' Am. Cheni. Soc., 26, 1523), who bases his tests for adul-
terants on the volume of the precipitated organic matter and the malic acid
content. FHill and Mosher have suggested a somewhat similar method. Jones
determines the characteristics of the ash. Manganese is said to be a charac-

teristic of maple-sugar ash. This characteristic is proliably dependent on local
soil conditions, however.
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concentrated solution, unless strongly melassagenic bodies
arc present, but by melting sucrose crystals at 160° and
allowing them to solidify, an amorphous form, “barley
sugar,”” is produced, which, however, gradually becomes
crystalline.  If, however, a sugar solution is partially
inverted, the highly concentrated residue will remain
amorphous. Hard candies were originally made by boil-
mg sugar with some inverting agent, commonly cream of
tartar or tartaric acid.

Other materials, as gums and clay, have been used in
soft candies to “cut the grain” or prevent crystallization.
“Fondants,” used so much in chocolate creams and bon-
bons, ure made by slightly inverting a concentrated solu-
tion of granulated sugar with cream of tartar, and then,
when the mass is of the right concentration, as shown by
its temperature (about 255° F.), pouring it upon a cold
slab, and beating up the mass till it cools. In this way a
paste of fine floury crystals is formed, which remains for a
long time in this condition if properly made, owing to the
crystals becoming coated with invert sugar sirup, which
prevents further growth.

In modern candy making, commercial glucose has been
found to be an ideal material for “ cutting the grain,” since
the 20 per cent or more of dextrin contained in it is strongly
melassagenic, and prevents the crystallization of several
times its weight of sugar. Glucose, moreover, is a health-
ful sweet, which can be obtained cheaply in great purity.
Hence it is almost a universal constituent of manufactured
candies.

A large class of candies of a soft rubbery nature, like
‘“jujube ” and other pastes, cheap gumdrops, and the like,
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are made by boiling commercial glucose, diluted to about
35° Bé,, for about three hours with 20-30 per cent of its
weight of starch with a little tartaric acid, or, preferably,
using thin-boiling starch. This class of confectionery is
known as “ AB goods.” “Marsh mallows " are made from
gelatin beaten up with glucose and starch.

Aside from the determination of coloring matters, flavor-
ings, and other obvious non-sugars which may cover nearly
every process of food analysis, the principles of sugar
analysis given in the previous chapters can be applied to
determining the composition of candies in general. The
Clerget method will give a close approximation to the
unaltered cane sugar, the principal error being a small
one caused by the hydrolyzing action of the inverting
acid on the glucose and other starch products. By deter-
mination of the specific rotation of the separated carbo-
hydrate matter, an equation can be formed in which the
effect of the sucrose is known and the glucose and invert
sugar expressed as unknown quantities. For instance, let
S be the per cent of sucrose determined by double polari-
zation, and expressed as a percentage of the total carbo-
hydrate, x being the per cent of glucose and y being the
per cent of invert sugar.

Then, x4y — S=per cent of unknown carbohydrate
and 1354 —93y+66.5 S=a
(135° being the average specific rotatory power of the
carbohydrate of commercial glucose).

From these equations, the proportion of sucrose (S)
being known, the invert sugar and commercial glucose
carbohydrate can be determined with sufficient accuracy



MISCELLANEOUS SACCHARINE PRODUCTS 231

for most cammercial requirements.  If starch is present
iz a couversion state much less advanced than glucose, it
may be necessary to determine the invert sugar directly,
and after obtaining  the total weight of carbokydrate,
determiue the per cent of starch product by difference.
The specific rotation of the starch product obtained by
calcukition by such methods will be indicative of the
amount that the starch has been changed in the making
af the caudy, and therefore instructive of the process of
manufacture.

No definite mles of procedure can be followed in the
investipration of candies, as they differ so widely in com-
position and propertics. In any attempt to get at the
component carbohydrates, it is obviously necessary to
climinate other material by the usual processes of proxi-
mate food analysis.  Much organic material of the nature
of albumen can be removed by basic lead acetate, but
owing to its influcnce on carbohydrates other than sugar,
especially sturch products and invert sugar, it is better
replaced in most cases by aluminum bydrate mixture. If
the carbohydrate is determined by the density, after other
organic matter has been removed, ash corrections must be
made on the solutions.

It is clear, as in most proximate analyses of complex
commercial products, that such investigations of the com-
position of a candy do not admit of high accuracy, but
they do in many cases throw sufficient light on its make-
up to be of much wvalue, in fact, to meet all purposes of
such work.

Effective application of the many methods of sugar
analysis will usually enable the well-informed chemist to
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get the desired information in most cascs, however compli-
cated the confection.

Jellies and Preserves.— Leach? uses the following method
for approximately determining the sugars in jellies, pre-
serves, and similar preparations:

When conmmercial glucose is known to be adsent, and
the sugars consist of sucrosc and the invert sugar resulting
from the former by the cooking processes of manufacture,
a double polarization is made by Clerget’s method, the su-
G 4 b

crose being calculated by the usual formula :
\ 144 .51

(sce footnote, p. 108).

Inasmuch as the actual numerical valie of 4, the reading
of the (saccharimetric) normal solution after inversion by
the Clerget method, is due to the sium of the invert sugar
originally present in the sample and that wade by the
Clerget process, the ratio of the reading 4 to the reading
of a normal solution of pure sugar complctely inverted by
this process will express the per cent of sucrose (S7) in
the sample, previous to any inversion in the process of
manufacture. (This per cent, of course, is that of the
finished product, not of the total weight of the original
ingredients which have bcen changed in manufacture.)
Hence, S =_—L5—t’ since — 44 + .5 # gives the reading

—44+
of a (saccharimetric) normal solution completely inverted

by hydrochloric acid. The per cent of invert sugar (/)
actually existing in the manufactured product as snch can
be determined, according to Leach, by the following equa-
tion: /= Lﬁ:-_-_—) (The factor, 105.3, which is the

T Leach, **Food Inspection and Analysis.” The firm of Leach’s equations
are changed here.
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cquivalent of invert sugar formed {rom 1CO parts of si-
crose, must be used because the valuc! — 44 + .5 £ cor-
responds to the invert sugar derived from 26.048 grams of
sucrose, and not to 26.048 grams of invert sugar already
formed.)

When commercial glucose is present, Leach determines
the amount of this ingredient by polarizing the nommal
weight of sample at 87° as described on page 226 (sec
also footnote, p. 226).

Assuming that the saccharimetric reading of a commcr-
cial glucose solution, 26.048 grams in 100 cubic centimeters
at 87°C., is 163, since the invert sugar at this temperature
is optically inactive, the per cent of glucose (&) can be

found by the equation, G = where g is the reading at

£

'1—6—3';
87°. From g the reading ¢ of the corresponding amount
of glucose at the laboratory temperature (20°) can be cal-
culated by Leach’s factor, 14§, and the invert sngar in the

) — 5=
sample by the equation,? /= 105.3 5—4-—"2(44‘_1_4:—25 ) )

It is obvious that errors may be introduced by the heat-
ing of the saccharimeter in taking readings at 87° if special
care be not taken, or a specially constructed instrument be
used.

A definite saccharimetric value is assumed for glucose
which is, as has been shown, a prdduct variable in its
composition as well as in water content. The glucose may

I This value is not strictly correct, as it applies to the rotation of an inverted
sucrose solution in the presence of hydrochloric acid which increases the sac-
charimetric reading. The reading a is taken before adding the inverting acil.

. . —_S- !
2 A simpler equation would seem to be : /= 105.3 (.’.’.MS 4 )
See footnotes on pp. 107 and 108. —42+.5¢
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change during the manufacture of many of these products,
the change in the main being a partial dehydration. If
the dehydration be sufficient to reduce the water content
of the product below that in the original glucose (about
20 per cent), it is clear that the glucose rotation will be
changed proportionately to the (practically anhydrous)
sucrose and that the assumed saccharimetric value of 175°
will not apply for such goods.

Hence, when it is possible to remove the organic matter,
not carbohydrate, by suitable clarification methods, a pro-
cedure based on the density method previously described
would appear to be more accurate, as errors due to dis-
solved mineral matter can be eliminated by the ash correc-
tion already described. Values calculated from the specific
rotation of the anhydrous substance are not affecited by
variation which may have taken place in the water content
of the product.

The per cent of total solids in the sample can be obtained
with sufficient exactness for calculating the proportions of
carbohydrates in terms of the original weight of sample,
the glucose being assumed to have becn originally an 8o
per cent solution. If the weight of total carbohydrates
can be calculated, reading at 87° is unnecessary for deter-
mining the glucose (see p. 230). Of course, as in Leach's
procedure, the specific rotation for the anhydrous glucose
must be assumed.

Hydrolyzed Products of Cellulose. — Ever since 1819,
when Braconnot exhibited sugar made from linen rags
at a meeting of the French Academy, cellulose has been
considered as a possible material for sugar production,
but, until recently, attempts to manufacture sugar or gums
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from wood waste economically have given yields so low as
to be of no practical value. It is, nevertheless, easy to
repeat Braconnot’s work, which consisted in treating the
linen with about twice its weight of sulphuric acid till the
whole mass became a paste, and, after diluting with water
to about a 2 per cent solution, heating for ten hours. The
neutralized solution on evaporation yielded dextrose. Any
attemnpt at more economical production, by increasing the
proportion of cellulose and decreasing acid, results in an
insignificant yield. The practical difficulty seems to lie in
the formation of insoluble intermediate products, analogues
of dextrin, which are only broken up by large excess
of acid. The small amount of soluble product formed is
optically active, its specific rotation being usually about
40°, the cupric reduction about .go as found in experiments
in hydrolyzing cotton with sulphuric acid.! This corre-
sponds to a mixture of xylose (a pentose sugar of specific
rotation of 19.2°, and cupric-reducing power of 1.10) with
dextyose, but the data at hand are not complete enough to
be conclusive. Cross and Bevan have experimented con-
siderably on the hydrolysis of cereal straws, and also find
pentose sugars.

Comparatively recently, Claassen has patented processes
for conversion of cellulose into fermentable sugar by which
a large yield is claimed. The unique and vital feature of
the process is the conduct of the hydrolysis inder mechani-
cal pressure, subjecting a mass of sawdust moistened with
sulphuric acid to the action of a press. This is said to give
soluble saccharine product in large amount, which can be
utilized in the economic production of alcohol.

1 Teck. Quart., 12, §l.



APPLICATION OF THE POLARISCOPE IN
SCIENTIFIC RESEARCH

Laws of Optical Isomerism. —In the opening chapter,

reference was made to the important theory relating optical
activity to chemical structure which was developed by two
independent workers, Van't Hoff and Le Bel. Ouly an
outline of the more important general laws developed from
this theory, that may be necessary for a comprehension of
the chapters following, will be given here.
. Theoretically, any substance showing optical activity
can exist in at least three isomeric forms: one which is
dextrorotatory ; another of equal rotation value but left
rotating; and the third, a chemical compound of equal
equivalents of the dextro- and levorotatory isomers; this
last being optically inactive and termed the *‘racemic™
form. By the Van't Hoff-Le Bel theory, the laws relating
the molecular structure of these isomeric forms to their
optical activity can be expressed by the following graphical
symbolism, which is derived from that commonly used to
interpret the chemistry of carbon compounds.

Most optically active substances can be symbolized by
one of three schemes of configuration. The first can be
generalized in the form, R—C a é—R', R and R' repre-
senting unlike terminal radicals, and C any number () of
carbon atoms, each carrying the unlike radicals, 2 and 4,

~aR
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and connected to these two terminal radicals in a continuous
chain. The number of different symbolic images which
can be made by varying the arrangement of the univalent
radicals @ and 4 attached to the intermediate carbon atoms
(C)determines the number of isomers theoretically possible.

Those figures symbolize gptically active isomers which
show an arrangement of @ and & no? symmetrical (“‘asym-
metrical ”’) to the carbon chain; that is, if the figures are
divided along the median line of the carbon chain, or
bisected horizontally, the two halves are not identical
Such figures can be grouped in pairs which represent
arrangements of @ and & making mirror images of each
other! (“enantiomorphic”). The images so related typify
isomers which have many physical and chemical properties
in common, but which rotate the polarized rays equally in
opposite directions. Such isomers are said to be “antip-
odal” to each other.

In this specific scheme of configuration, R—C a 6—R’,
figures which show symmetrical distributions of « and &
on each side of the median carbon line also represent
optically active substances, there being no representation
of optically inactive bodies; for owing to the unlike termi-
nal radicals, the figure halved horizontally would still be
asymmetrical. Actually, all bodies not racemic whose prop-
erties can be interpreted by this graphical representation
have been found to be optically active.

The following symbols of the possible isomers of an
optically active body containing five radicals, three of which

I The assumption is made, of course, that @ and 4 are each represented in
thie figure by some symmetrical character, as for instance a by a dot and 4 by
a circle.
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are “asymmetric carbon atoms,” will illustrate the manner
of predicting the optically active isomers:

et ————

R R R R R R R R
aCb 6Ca 6Ca aCb aCb 6Ca aClb 6Ca
aCb bCa aCb . 0Ca 6Ca aClb alClb b6Ca
aCb 6Ca aCb 6Ca alb 6Ca 6Ca aCl

R’ R R R’ g R R R’
Those which are paired as representing “antipodes’ which
can form racemic compounds are joined by brackets.
Consequently, four racemic isomers are possible in com-
pounds represented by this schemie which contain five
carbon atoms.

By the mathematics of permutation and combinations
the possible number of optically active isomers (/) which

-can exist according to such a scheme can be computed by
N=2" where 7 represents the number of “asymmetric car-
bon atoms” expressed by C in the formula, R—C a2 6—R’.

All the hexose (glucose) sugars as well as the pentose
and other carbohydrates can be represented in this scheme.
For instance, from an elaborate investigation of dextrose
([a]p=752.7), Fischer has symbolized this sugar:

CH,OH
HO C H
HOCH
H C OH
HOCH
CHO

According to theory, a levorotating isomer should exist
whose structure can be symbolized by a figure the mirror
image of this. Fischer actually isolated a left-rotating
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sugar which has many of the properties of dextrose and a
specific rotation of — 51.4. Likewise, many other antipo-
des of this group have been isolated or made synthetically,
so that of the sixteen isomers of the simple hexose sugars
theoretically possible according to the equation V=27 a
dozen or more are known.

The second scheme of configuration for graphically rep-
resenting the chemical structure of optically active com-
pounds is cxpressed as K—C a 6—R, where the terminal
radicals are a/ik¢ and the carbons expressed by C, to which
the two radicals determining optical activity are attached,

n

. R 7
are coen in number. In this scheme, N=2""142" | of
: : . |3

which 2*~! represent optically active isomers, since 2%~
figures, having symmetrically distributed 2 and & groups
relative to the two like terminal radicals (as shown by
dividing such figures in .halves horizontally) are optically
inactive.

Tartaric acid is typical of this group. The symbolic
representation of this acid shows two “asymmetric carbon”
groups. Hence there are two possible optically active
isomers and one inactive. These can be represented by
the following symbols:

COOH COOH COOH
HO C H H C OH H C OH
HCOH HOCH H C OH
COOH COOH COOH

The first two arc antipodes, in combination forming the

optically inactive racemic acid. The third (mesotartaric

acid) is the inactive isomer, as predicted by-the equation.
R
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The third scheme of configuration representing the
isomerism of the remaining compounds which can be
sy}nbolized by a representation of a chain of carbon nuclei,
is identical with the second except that the nuniber of car-
bon atoms determining the asymmetric groupings (%) is odd.
In this scheme the figure can be halved horizontally on
each side of a middle carbon group. When the grouping
of the radicals expressed by # and & is symmetrical rela-
tive to this middle carbon, the isomer is optically inactive.
The total number of optically active isomers (N ) is, in this
case, N=2"") the number of optically active being ex-
pressed : n—1

A=2mt—27,
The inactive isomers obviously are expressed by /=2
Trioxyglutaric acid is an example of this class.

While the examples cited have to do with arrangements
of hydrogen and hydroxyl radicals, similar arrangements
of other radicals also represent optical activity, the essen-
tial being the “asymmetric carbon’ nuclei which permit
of configurations which are mirror images of each other.
So, too, optically active bodies exist whose chemical struc-
ture can be explained by the ring representation, character-
istic of the so-called aromatic compounds. These can be
demonstrated satisfactorily ouly by a solid figure, three
dimensions being necessary. The asymmetric carbons in
such figures are best represented as tetrahedra. It will
suffice to state here that when the substance is represented
by a ring structure and only one asymmetric carbon is
present, there are three isomers, two of which are
antipodes, and the third is the corresponding racemic
compound. Many constituents of the essential oils," as

n-1

2



THE I'OLARISCOI'E IN SCIENTIFIC RESEARCH 243

pinene, limonene, and camphene, are represented by this
configuration.

If two asymmetric carbons are in the ring configuration,
there are two possible antipodes and their corresponding
racemic forms. There are also a few instances in which
optical activity can be explained by figures containing
asymmetric nitrogen or sulphur.

In natural products, as a rule, only one or the other
antipode of an optically active substance is found, rarely
the racemic combination. In fact, racemic forms of many
optically active substances, as starch, are unknown. On
the contrary, all bodics ovdinarily optically active in the
natural state are inactive when made by synthesis from
inactive substances.  This is due to the formation of equal
equivalents of the antipodes and consequent racemic com-
binations. In order to separate the antipodes of such syn-
thetic compounds, many ingenious chemical and. physical
methods are resorted to.

Antipodal substances show identical physical and chemi-
cal characteristics when isolated or in chemical combination
with optically inactive substances, if certain crystalline
and electric peculiarities (also, in some cases, physiological
effects) are excepted.

If, however, antipodal substances are combined with an
optically active body, there is often a noticeable change in
the properties of the compounds formed by each antipode.
In this manner, many racemic compounds made by syn-
thesis have been resolved into these antipodes. The alka-
loids have proved valuable in these separations, since,
owing to the difference in solubility of many antipodal salts
formed by combination with these bases, many isomers
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can be scparated by precipitation. By combinations with
the alkaluids, strychnine, morphiiwe, brueive, aml cinclinnine,
Fischer wis cnabled ta obtain optivally active dextrose
and its levo-dsomer from the optically imctive racenic
body synthesized from acrose.!

Antipodal isomers ave also bean separnited by the action
of some of the lower vegetable ormnisms as cortain molhls,
yeasts, and bacteria, also mmiy of the cazyms which
show sclective action in destroving one antipode. Fischer
showed that the yeasts, as i rule, attacked the natarally
oceurring dextrorotatory forms of dextrase, maltuse, and
mannose, but did not ferment the levo-dsomers separatid
by synthctie processes. On the contrary, levulose wis
attacked, but not its dextro-isomer.

Determinations of Specific Rotatory Power. - In the ex-
planation of specific rotatory power, previously given, only
an allusion was made to the disturbing cffects of solvents
and temperature which occur in the case of mmy com-
pounds, as these influences on the sugars heretofore
discussed are so slight as to he of little importance in
most commercial analysis.  Invert sugar and the tempera-
ture influecnce on miltk sugar are excepted, temperature
cocfficients of which have been given,

Since the specific rotations of the ray of standard wave
length caused by mauy substances, when calenlated from
solutions of different concentrations and from those in
different solvents, do not give constants, it is customary
in practical work to calculate such values from solutions
made from the specificd solvent containing 10 grams of
substance in 100 cubic centimeters (or what is usually

I Ber, d, chem. Ges., 23, 370, 799, 31333 35, 1255,
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[a]n =4+ Bg + Cqp (1)
[a]m=A + By, + Cq5™ (2)
lalm=A+ Bes+ Cqs> (3)

If (2) is subtracted from (1) and (3) from (2):

(o] — [a]we= B(g:— 72+ C(2)* — 5). (4)
[a]ny — [a]og= B(g2— 75) + (22> — 75"). (5)
_ [alm— [a]u— C(g — 423)__.
From (4) B = 7 —7s ;
_ [a]p—[alns _
B= ——‘—‘“‘—ql -y (g1 + 29)-
From (5) B=M—C(Qz+{73>-
92— 93

C= [alpy— [a]me _ [a]ps — [a]ns
(91— 9221 — 73) (92— 23)(q1— 73)

Hence.:

Landolt has proved by experiment, in the case of a large
number of optically active substances, that the value A4,
determined mathematically by Biot’s formule, represents
the true or absolute specific rotation.

The example most cited is that of oil of turpentine. If
the specific rotation of this substance is determined directly
by polarizing the pure oil, free from solvent, the specific

rotation, calculated from the formula a = ;ia’ is 14.15° If

the specific rotation values are obtained from alcoholic
solutions of various concentrations, the values increase
with the dilution, an 80 per cent solution having a specific
rotation of about 14.4° a 20 per cent about 15.2°. The
plotted values obtained at different concentrations form a
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Kentiek, J dm Chem, 5o 2, 04y



248 THE POLARISCOPE IN SCIENTIFIC RESEARCH

active bodies, but in most cases present knowledge is
insufficient to show whether in certain cases chemical
action takes place or not. Apparently iu sonie cases
polymerization affects optical rotation, although many
experiments, as those with itaconic acid,! show the
opposite.

A large and attractive field of research in physical chem-
istry is opened and yet but little worked in optical investiga-
tions of molecular structure by means of the polariscope.
The only line which has been followed up in this direction
to any extent has been that pointed out by the researches
of Pasteur and Van’t Hoff.

Attempts have been made to apply the theory of elec
trolytic dissociation to optically active solutions containing
salts, acids, and bases; and the investigations of Oudemans
and later Hzdrich? on alkaloids have established the fol-
lowing law : the rotating power of electrolytes in general
in dilute solutions, where the dissolved substance is largely
dissociated into its ions, is independent of the inactive
constituents of the salt. For instance, different quinidine
salts diluted to the extent of a “gram equivalent” (the
molecular weight in grams) in 20 liters of water or more,
show identical rotation values which gradually increase
up to a-dilution of the gram equivalent in 8o liters,
being constant at greater dilutions. The salts of mor-
phine behave in a similar way, as do those of brucine
and strychnine, although the specific rotation becomes
constant in the case of the two latter alkaloids at lower
dilutions. °

! Walden, Zest. phys. Chem., 20, 383.
% Hidrich, dnn. Chem. Liedig, 207, 257.
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Molecular Specific Rotation. - Inr ciulenlations of the rota.
tory clfect ol the molecule in physical chemistry, the
“omalecular rotatianr ™ (symbolized, /) is somcetimes used
as the optival viit. . This is obtiined by multiplying abso-
Tute spevilic ratitinn by this anolucutar weight of the sub-
stance. Usually for convendence (5 of this unit is tiken
(sylnwl, 137 5)

Miny attenspts have becnsande to establish liws which
wothl express the infleence of molecnlar structiure on rota-
tion valees, but with little snccess, the Van't Hoff-1e Bel
theory beiny still invompldete mn these lines, as shown by
the work of Guye, Walden, suud others. The principal aw
which does inld gaod is ope of Vian't Foff that if a com-

pomd eontains several “asyupnnetric” carbon atoms and
conscyuently several optically active gronps, the rotation is
the stgebraie sum of the group rotativus, “This has been
found to be exactly trae by the work of Guye! and Walden
on the liquid amyl esters, and is of vital importiinee, as on
its cestablishment depends the correctness of the whole
theory of isomeric sngars as developed by Fischer, as well
as the imcthods of investigation of hydrolyzed starch com.
pounds already explainad.

Multirotation (** birotation " ). — Many sugars when freshly
dissolved and  polarized  give initial temporary rotation
values which gradaally change and bueome constant after
some hours, This phenomenon was first obscrved by
Dubrunfaut, in 1846, in dextrose solutions,  This transi.
tion conditiom of the specific rotation has since been found
to cxist in many sugars and other compounds as well, s
in oxyacids and their lactones, nicotine, and some amine

Y Guye, Compt, rend , 121, 27,
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bodies.  The optical values way increase or decrease

ars farm two optically
unstable ar “Labih: " wodilieations, according to the condi-

tawsird a0 constat, suud same sug

tions of themr extrstetion froan coneentrated solutions. Both
these forms revert to the stitble condition at a rate depend-
cut un the presence ol any catalvtic bodies which hasten
the cleagne; the iws af the mte of hydrolytic change of
Willichuy st the prinviple that the influence of the acids
was propurtineiel e their offatity  constints ” applying
generally.  Alkalies, even fu very dilate solutions (1 per
cent innmovia, for instaner), prodice an almost immediate
change of ratittion to the constant value, and by prolonged
action at greater cuncentrations praduce changes in ro-
tations of many of the sngars which can only be ¢xplained
by the farmation of new cumpounds. Lobry de Bruyn
and Van Ekensteinr have shown that this is due to the
formation of isomeric sugars rather than phenomena of
multirotation.

Bringing the optically active solution to a boil gives the
constant rotation vidue, for the opticid trausition, analogous
to hydrolytic change, is enormously accclerated by tempera-
ture increase.  As already noted, this latter procedure of
heating the solution is necessary in analytical operations,
as, for instance, when dealing with freshly dissolved milk
sugar or dextrase.  Cane sugar shows no multirotation.
The monohydrate of destrose, which is the form which
commercial * grape sugar’™ takes, shows multirotation simi-
lar to the anhydride,

The following table shows the specific rotations of
the labile and stuble forms of the more important
sugars :
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a is the Lehike solistoa weade T dissilviug the erystallizacd
sngar in woters Babc aahle solutionr y i second nustable
furm, sstally paodioed by heating thae vesddue evaporited
from sudntion, or by precipitation with adeolald.

Multiratation wevdns e g plienometnn resafling from
hvdration of the substunee, accompanial by a rearnmge.
nient of the optically active praups, but dy s aot been
completely explaner],

Laws of Hydrolytic Change. - The polariscape bas been
of preal wervive to aelenee i aomeins of measarement of
enmpurrative chemical activity of hydrolyzing substances,
patticnbarly actds s and, as the constants so obLidned hive
avery divect and intimate relation ta thuse determined by
electrtcal conductivity and nther methuds af weasarement
of chemical sfftaity, they are wanlly termed M athuity con-
stants”

Wilhelmy, in 1850, wis the first to formuolte o mathe
nutical expression of the Liws poverning the chewmical
chaoge produced by hydrolysive Thereby was apencd np
afiedd of research which has bad coormonsy inflnence on
the scicnee of ciemistry as a whole, and greatly widened

B Pontoac sugacs (0 4800,
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our comprehension of the mechanism of chemical action.
His formulation is as follows: If 2 is the original amount
of sugar subjected to inversion at a fixed temperature under
the influence of an acid of known concentration 4, and dvis
the amount inverted in a given increment of time o#; x will
represent the sugar inverted at the end of 7 minutes, and

%’: A(B — x), where ¢ is a constant dependent on-the

nature of the acid and temperature.
By the mathematical method of integration, this becomes:

nat log _B% = Act.

B, the amount of cane sugar at the start (or at any chosen
moment during the reaction when 7 is taken as zero), is
directly proportional to R — R’, where R is the reading of
the polariscope given by the sugar solution at this chosen
moment, &' the reading of the solution when completely
inverted. The value of B — x is proportional to R’/ — R/,
R being the polariscope reading taken at the time 2
Evidently Ac is a constant as calculated from this equa-
tion, since the concentration of the acid remains unchanged
throughout the inversion, owing to its action being catalytic.

If a series of the constants are obtained from inverting a
sugar solution by different acids, vnder fixed conditions of
temperature and concentration, their ratios will represent
the comparative affinities of the two acids. Usually these
are expressed in terms of the affinity value of hydrochloric
acid taken as 100.

The method of determining these affinity constants does
not require detailed description. Outside of the usual
precautions necessary in precise polarimetric observations,
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the influence of even minute temperature variation must
be guarded against with particular care. The polariscope
tube or bath in which the inversion is taking place must
be carefully protected from radiation, and be kept at a
constant temperature by means of a circulating jacket or
other similar device in which the water temperature is kept
constant within' the limits of measurement of a delicate
thermometer, certainly within .01° for accurate work.
Ingenious thermostats have been specially devised for this
accurate control.

Polarimetric readings are made at regular time intervals
reckoned in minutes from any chosen period in the course
of the inversion taken as an initial point. The reading of
the solution when so completely inverted that no further
change in the readings occurs must also be known.

As the value of the ordinary, or Briggs, logarithms bears

. I
a constant relation ( 3) to those of the “natural” or

Naperian logarithms, the former are usually more conven-
ient to use, as the -constant values so obtained can be
readily converted into the true constants as derived from
the exact formula. The calculation is very simple, as the
equation given above shows. The logarithm of the differ-
ence between the reading of the solution at the time 7 and
the reading of the completely inverted solution is subtracted
from the logarithm of the difference between the reading
at the initial moment when 7 is taken as zero and that of
the completely inverted solution. The value thus obtained
for each reading is divided by the appropriate number of
minutes which determine the time of the reading, the
quotient giving the required constant.
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The influence of temperature on hydrolytic change is
very great, the increase up to about 80° causing a very rapid
acceleration in the rate of inversion. Above this tempera-
ture, the temperature coefficient gradually diminishes,
the plot of the values forming a convex parabolic curve.
Unfortunately for the practical applications of the laws of
hydrolytic change, in spite of the enormous mass of data
which have beeu collected, these temperature coefficients
under different conditions of inversion have not been for-
mulated into any law of geucral application.

The work of Spohr, Urech, and Arrhenius has, however,
developed the following equation to express change in the
inversion constant of an acid at any temperature 7, be-
tween 1 and 50°: AT,=T)

Ci=C,- € 0,

7, being the temperature at which the inversion is made
and 7; that at which the other inversion takes place, both
being expressed in absolute temperatures (z+273°). € is
the natural logarithmic base, 2.718281. As this equation
requires the determination of a new constant, apparently
dependent on the special conditions of the inversion, it
can be applied only in specific cases where such constants
have been determined with more or less accuracy.

Sigmond found the value of 4 to be 12820 at 69.3° C., or
atabout the most favorable inverting temperature of sucrose.
He also found the equation held to 100° (Zeit. Plrys. Chem.,
27, 386).

Until these temperature laws on the constants of inver-
sion for the common acids are developed more completely,
the results of modern physical chemical research on hydro-
lytic change will have but a limited practical application
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fur the sugar chemist, but they promise much in the future.
“I'his sketeh of the more important laws bearing on the
subject is wttlouecd here merely to point out the great
vibne of polariuetric mvestigations in this line.

Hydrolysis of Starch. -— In the hydrolysis of starch prod-
ucts, the faw exprossing the mte of change is obviously
mure camplicatal; for, i we cousider the hydrolysis as
practically the resudution of the primary dextrin groups
into neltose and the simoltancous inversion of the latter
futo dextrase, evidenily the reaction has to deal with two
distinet chemival transfarnitions taking place at the same
time, The trnsfurmatian of destrin into maltose is in
acceurd with the law discussed above, aud consequently
can be expressed as in suerose inversion by the equation

12
By

A formula ean be derived from the exact differential equa-

= et (1)

. ) .
tion,! '/’{/ 2,1, which states that the amount of dextrose

(77 formed st cach moment is proportional to the amount
of maltase (7 ) present by replacing the differential quan-
tities by finite differences which in applications of the for-
muke must be taken small.  In the place of M, the average
amount of maltose present doring the interval of time con-
sitlerrd s substituted.  That is, if A, and M, are the
amounts of maltose present at these times, and ¢, is the
reitetion eonstant, the result of the above substitution is:

1 Dy~ D
w.‘&_—__}_ = .
(,, ._ m,,) T /1/2‘ @ (2)

2 J

Y 5k Chanst, 1By, 155 (revised foun /L owe. Chen. Sor., 1895, 18).
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By these formule two constants were found for each
conversion in a series of hydrolyses of corn starch made
with different acids under varying conditions of concentra-
tion of the hydrolyte and temperature.  As the hydrolysis
of starch is relatively slow with dilute acids at ordinary
laboratory temperatures, the reactions were carried out
under steam pressure varying from 1 to 4 atmospheres in

4
| 3 X
Fiio 38. —IdAGRAM OF Aunaciavie FoR Actit TTvhraLysis oy Srarci

ARRANGEIN POR REMUVAG A€ SAMPLES WITHOU'T INTERRUPTION.

an autoclave specially arranged for removal of portions of
the solution at any desired stage of the hydrolysis. The
amounts of dextrin and maltose per unit of total carbohy-
drate in solution were calculated from the specific rotatory
power of the solutions, by the method described in a pre-
vious chapter. The values so obtained were fairly constant,
tending to increase slowly as the hydrolysis proceeded,
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The comparative affinity constants of the acids used (hy-
drochloric, acetic, sulphuric, oxalic, and sulphurous) derived
from the results of this investigation, gave values in practi-
cal agreement with thase obtained from sugar inversion.}

Application of the Quartz-wedge Saccharimeter to General
Polarimetric Measurements. — The great convenience in
manuipulation and the precision of the quartz-wedge sac-
charimcter make it the most desirable instrument for
polarimetric measurements when its use is permissible.
The application of the quartz-wedge saccharimeter, how-
ever, is strictly limited by the following conditions : (1) the
restricted scale which measures rotations between about
35° and — 10° although these measurements can be ex-
tended by the use of standard quartz plates of known
dextro- and levorotatory values; (2) the necessary condition
that the “rotatory dispersion’ of the solutions polarized
closely approximates to that of quartz; that is, if the ratios
of the rotations of the different rays of the spectrum
caused by the solution are not practically identical with
those given by quartz, there will be no position of the
wedges at which the proper thickness of quartz can be
interposed to give complete compensation. Consequently,
in such cases, the end point given by the solution will not
be identical with that at the zero reading, and the precision
of the measurcment will be seriously impaired thereby.
In the standard shadow saccharimeter, this unequal dis-
persion manifests itself by a party-colored field at the end
point instead of an equally tinted one. As the rays at the
violet end of the spectrum are the principal disturbing

! For speed of hydrolysis of starch by diasfase. See Brown and Glendin-
ning, /. Chem. Soc., 81, 388.

s
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oues, this party-colored ficld can be largely prevented by
filtering the light through a solution of potassium bichro-
mate, or a section of a crystal of this substance, when
the difference in dispersion is not great. In the case of
commercial glucose and most starch products, as well as
sugars other than sucrose, the bichromate cell is effectual,
and is usually part of the equipment of the saccharimeter.
If the inequality of dispersion is considerable, as in the
casc of many essential oils, sodinm light must be used.
Light Factor.— The cquivalent of one division of the
saccharimeter in angular degrees of rotation-of the plane
of polarization of the standard ycllow ray is called the
“light factor” of the saccharumeter. Until comiparatively
recently, the factor .3455 was considered correct! in all
cases to convert readings in divisions of the Ventzke scale
to rotations of standard ycllow light in angular degrecs.
Landolt in 1888 and Rimbach in 1804 published results
of comparative readings of various sugars, showing that
this factor varied in many cases with the nature of the
sugar, being ncarer to .345 for dextrose, for instance, than
.346; and establishing the fact that the light factor is
not a constant, but varies with the nature of the solution
polarized, being dependent on the difference between the
dispersion of the substance and that of quartz, as it is,
obviously, on temperature. There are also other variations
in light-factor values which have caused considerable con-
fusion in cstablishing the exact equivalent of the standard
quartz-wedge saccharimeter. These are due to the fact of
the existence of saccharimeters with scales based on a dif-

! This factar is correet fur the rotation equivalent as determined by quartz
readings on the Laurent polariscope at 17.5%
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ferent graduation from that of the Ventzke standard, and
furth.ermorc to changes in the optical centre of the yel-
low light used as the standard of measurement in rotatory
polariscopes. The factor .3458 is correct at 20° for con-
version of the divisions of the standard Ventzke scale into
angular degrees of rotation as given on the Laurent sac-
charimeter, for substances having the same dispersive
power as quartz.! If, however, the light standard of the
Lippich ray filter is taken, the light factor becomes .3466,
while with the truc centimeter saccharimeter scale, the
factor is more nearly .3469. In the case of cane sugar, the
factor is practically the same as quartz under the same
standards of mecasurement, but with Zydrolyzed starch
products, with the Ventzke saccharimeter, it varies from
.3443 for the Laurent standard at 20° to about .3450 with
the Lippich ray. If sodium light is used with the saccha-
rimeter, the influence of dispersion will be eliminated, and
the factor will be constant at the same temperature for
all solutions: Use of sodium light sacrifices much of the
convenience of the quartz-wedge saccharimeter, but quali-
fies the instrument for measurements of all optically active
substances.?

! Thraughout this ook, it has heen assumed on the authority of Landolt
(p- 364) that sodium light passed through the Lippich ray fiiter has an optical
centre praetically identical with that of the spectrally purified light (see foot-
note, p. 11). Reeent ratation measurements of quartz plates do not, however,
confirm this identity in every ecase.

2 if the moilern quarlz-wedge saccharimeter is graduated to give the exact
sugar values fior solutions at all concentrations represented on the scale, as
Von Lippmann (#Chem. der Zuckart.,” IIT ed. 1363) asserts and many of the
quartz-plate readings made Dy the author show, obviously the light factor in
the middle of the seale will be slightly different from that at the ends.

Fur instance, the light factor of a U. S. standard instrument apparently so
graduated is .3467 at the 100 point, but .3469 at the 6o.



APPLICATION OF  THIE TPOLARISCOPE TO
CHEMICAL ANALYSIS OTHER TIHHAN CAR-
BOHYDRATLE DETERMINATIONS

Wunt; there is a wide field for the application of the
polariscope in the analysis of many organic compounds,
comparatively few systematic mcthods of analysis bave
been developed as yet.  Uerhaps one reason for this neg-
lect of the polariscope in quantitative organic analysis is
due to the fact that the specific rotations of most optically
active substances are affected to a large extent by the sol-
vents usnally necessary in polarizing, as expliined in the
preceding chapter. In consequence, since in the simple

equation cxpressing the fundamental laws of rotation,

alte . .
a=" - ais not a constant at different concentrations, as

it is practically in the casc of cane sugar, the formula for
calculation of the optically active substance is often very
complicated. This drawback is not a scrious one, how-
ever, as is shown by the steadily increasing number of
polarimetric methods which are being applicd in organic
analysis, and these will become of more general use as the
fundamental principles of optical analysis bhecome better
known, As will be explained farther on, another reason
why little has been done in applying polarimetric methods
to the quantitative measurement of the optically active
substances themselves is the variation of these constituents
in most plant products, such as the essential oils and
260
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drugs, as well as the complication of their mixture.
Hence the polariscope has been of service principally in
determining the purity of such products as are character-
ized by approximate rotation constants. These rotation
figures in conjunction with the density and refractive index
have been particularly valuable in the identification of the
cssential oils and detection of adulterants. The indica-
tions of the instrument in such cases can be looked on as
in o scnse qualitative rather than quantitative,

Iu gencral, the rotatory polariscope is more suitable for
determinations of oils and drugs, owing to the great varia-
tion in the rotation dispersion of these substances. The
quartz-wedge saccharimeter is, however, universally appli-
cable if sodium light is used as the illuminant and the
readings are converted into angular rotation equivalents
by the appropriate light factor. As many of the liquid
products can be put into the polariscope tube without
preparation and polarized directly, and as the specific ro-
tations are often very large, it may be advisable to use
tubes of shorter lengths than for sugar analysis, even as
short as .25 decimeter. In exact quantitative measure-
ments with such tubes, due allowance must be made for
the increased error in the use of such short lengths.

Camphor. — Forster ! has devised a method for deter-
mining camphor in celluloid which is as follows: About
10 grams of celluloid are saponified with four times this
weight of sodium hydrate (10 per cent). After dilution
with water, the camphor is distilled off with steam and col-
lected in about 25 cubic centimeters of benzol by shaking

I Ber. demd. chem. Ges, 23, 2981. See also for camphor in oils, Leonard
and Smith, Analysi, 25, 202.
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up the distillate with that liquid. After making up to a
definite volumne, the benzol solution is polarized at 200 C.
The specific rotation is expressed by the following
formula, [ ],,.,_ 30.755 +.1725 7, from which is derived
w0 = 2.4683 ¢ /— .or747<'> for the weight of camphor in

100 .cubic centimeters.  The equation is more complicated
than that expressing the concentration of sugar solutions,
owing to the marked action of the salvent on the rotation.?

Chinchona Alkaloids. — The valuable medicinal alkaloids
of the chinchona plants are very numcrous, over thirty
having been isolated. They are all tertiary amines,
strongly basic in their nature, and wmost of them of pro-
nounced optical activity. Isomers and polymers are often
found together, so that an exact determination of the con-
stituent alkaloids in the bark of the plaut by any polari-
metric method is too complicated to be practical. An
additional difficulty is the great influcnce that the ordinary
solvents of thesce alkaloids have on their specific rotations.

It is usually necessary to isolate the alkaloids by chemi-
cal separation processes before making a quantitative
determination by the polariscope.  Many such processes
are tn use. One will illustrate, — the determination of
quinine and chinchonidine in & chinchona bark :

All the alkaloids present are first sct free by treating
the powdered bark with calcium hydrate, by making a
paste with water; then extracting with a mixture of three
parts of benzol and one of amyl alcohol, by boiling for
half an hour, and filtering off from the residue; and finally
removed as the hydrochlorates, by treatment with dilute

! Landolt, * Optische Drehungsvermdgen,” 169, also 453.
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hydrochloric acid in a separatory funnel. The acid solu-
tion is carcfully ncutralized with ammonia, and the quinine
and chinchonidine precipitated as tartrates with Rochelle
salt.

The precipitation, which is facilitated by stirring, is com-
Pleted in about an hour. Eighty per cent of the weight
of the washed and dried precipitate is composed of the
¢hinchonidine and quinine. A solution convenient for
polarizing can be obtained by dissolving the tartrates in
cither dilute hydrochloric or sulphuric acid. As the rota-
tion of the two optically active substances in solution ! is
the sum of their individual rotatory effects, equations can
be derived analogous to those already described in the
determination of the optically active constituents of hydro-
lyzed starch products.

If v is the per cent of quinine to be determined in a
known amount of the alkaloid salts and y the per cent of
chinchonidine, and [a], is the specific rotation of quinine
under the conditions of solvent and concentration used in
the analysis, [a], being the corresponding specific rotation
of chinchonidine under like conditions :

then, x+y =100,
and [a],-z+[a],-y=0a

(a being the specific rotation of the alkaloid mixture).?
By substituting 100 —x for y, Hesse?® develops the fol-

1 Correetion can be made for the tartaric acid set free in solution, if calcu-
Iation shows that the error is large enough to affect the results ([a]p= 1.950
4 .13030 ¢). . )

2'[he percentage i8 expressed as a whole number, and not decimally as in
the enuations for stareh hydrolysis referred to.

8 Ann. Chem. (Lielig), 182, 146, also Oudemans, ibid., 182, 63.
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lowing form for the cquations expressing the per cents of
the alkitloids ;
[a]--[a],

la],~[a],

[a]c—T[a]
[.“’JJ‘ - la.lu

X = 100
¥y =100

Hesse, as cited by Landolt,! also gives a modified form of
these cquations for the determination of the mixed alka-
loids in commercial quinine sulplitte in which the rotation
values observed for a defined condition of tube-length; sol-
vent, and concentration are substituted for the specific rota-
tions. Two grams of the sample are dissolved in 10 cubic
centimeters normal bydrochloric acid and the solution
made with witter to 25 cubic centinieters, / being 2.2 deci-
meters.  The angnlar rotiution of quinine under these con-
ditions is — 40.300°, and that of chinchonidine, — 26,598°.
Hence, for the conditions defined, if the corresponding
rotation of the sample is designated by vy, the per cent of

quinine will be expressed by &= Y+l23(751918 and the per
hi idi g 40309
cent of chinchonidine by y =~ 31T

Evidently the first set of cequations is generally appli-
cable, not only to alkaloids, but to any two optically active
substances in solution.

Hesse gives the following values for the specific rotation
of quinine hydrochlorate in water with varying quantities
of hydrochloric acid, the amount of acid being expressed
in “mols " (the molecular cquivalent in grams in a liter),

¥4 Optische Dechungsvermigen,' 456.
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thi svs enttation L tie walt being 2 grams per 100

vubite vectinuters
muls T O 1 3 4 1o
fa PIRTS 223 2257 2236 — 2139

IFar @ 2100} solutivn ol woid and a concentration of the
it «alt, varying itween 1oand 7 enuas per 100 cubic
crutivpeters, the fullnwingg cquation expresses the specific
rutaliar at 35 .

& e g0 4 220 g
or, expressad i tne wedeht af the alkaloid
Tl 280,78 3,31 50,

The specitu patation: of chinchonidine hydrochlorate in
walir ventaining 2 mods o hydrochloric acid is for a con-
centration fram 1 o 1o

faje o 15407 4139 10,

A wmethaed for o letermining the other alkaloids of chin-
chona bark, tn which polirimetric analysis is used, has
apparently aat heen worked out. The identification of
aiy uf the alkadoids after separation, as well as determina-
titm of mixtures cantaining no more than two, is obviously
practivable in nany ca

Cocaine. Thu pwlariscope is said to be a valuable aid
in deternining the purity of this alkaloid, which occa-
siemdly is cantaminated with dangerous natural impuri-
ties, uotably cocnine. A polarimetric method of cocaine
determination has buen developed by Antrick,! both for

N,

1 Jier, dent. chent. (i, 20, 330,
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the extracl wnd the hydrochlantte. The specific rotation
of cocaiue in chloroformui is given by the cquatian [a] =
—16.4124.00585 £ In cammercial analysis [a] 4 is taken
as —16.32. From this is derived the simple equation for
the per cent of cocaing, /r-zmg.of»';, where 7/ is 2 deci-
meters. ¢

Cucaine hydrochlarate has a specifie rotation in Go parts
of absolute alcohal in 9o parts of water, which is expressed
by the following cquition :

@] = — 67.082 4 . 1583 c

On account of the nirkad change in ratation with varying
amonnts of solvent, the expression for the per cent is some-
what complicated.
The simplest expression, which is given by Antrick, is:
_7337a 4 001454 *
p_— : - y DAL % SO
Nicotine. --- The polarimetric method of Popovicil is
used in conjunction with Kissling's  extritction  process.
The alkaloid is first abtained in solution by treating about
30 grams of dry pulverized tobacco with 10 cubic centi-
meters of an stleoholie sodium hydrate solution, nile by
dissolving 6 grams of sodium hydrate in 100 cubic centi-
meters of §7 per cent alcohol, The moistencd mass is
extracted for three hours with ether in a Soxhlet appa-
ratus. The nicotinne is precipitited in an impure state
from this cther extract by adding 10 cubic centimeters
of a strong nitric acid solution of phosphomolybdic acid
and shaking vigorously. The cther is decanted from the

VZeitsch. physivl. Chem.y 1 3. 445.



MISCELLANEOUS APPLICATIONS 267

precipitate and water added to a volume of 5o cubic centi-
meters. The nicotine is finally set free in this alkaline
solution by adding 8 grams of dry pulverized barium
hydrate. After standing, with frequent shaking, the clear
liquor is decanted for polarizing. The simplest equation

derived by Landolt is, w=. 704‘—; —.00052 5(%>2.

Essential Oils. — Most essential oils are optically active,
and offer an attractive field for polariscopic investigations.
As obtained from plants, these substances are not, how-
ever, homogeneous chemical compounds of strictly in-
variable composition, but differ considerably with the
conditions affecting the plant growth and the method of
extraction. As a rule, essential oils are complicated
combinations of a large number of compounds of very
varied nature.

Among the more important well-defined optically act-
ive bodies which have been isolated from essential oils are
the following terpenes of the general formula, C, H,,,
most of which have been obtained as dextro- and levo-
isomers of equal rotating value :

Pinene, or tercbenthene, the dextro-isomer ([a]n=45.04)
being a characteristic ingredient of American oil of tur-
pentine. The levoisomer ([a],= —44.95) is a compo-
nent of French oil of turpentine.

Camphene, which is also a component of turpentine, a
solid at ordinary temperatures, a levo-isomer being char-
acteristic of citronella oil as well as of French turpentine.
Camphene is also a component of many other oils, such as
rosemary and ginger. Its specific rotation, which seems to
be about 60, has not been definitely established.
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Limanene, whose dextroratatory isomer is an ingredient
af oils of vrange peely ditl, bergamat, sind many athers of
less importance; the levorotatory body, being found in
pine-necedle oil, has @ specific rotation of 105 at 10° (125.0
at 207).

Syliestrene ([, = 17.0Y), one or the other isomer found
in many turpentine oils,

Dhellandrene (] a]p==17.6), found in bitter fenncl oil.  Is
very unstable.

There are two important sesqui-turpenes (Cp,11,,):

Cadincne, fomind o large number of cssential oils,
[a]n in chloroform, at 0.5°C., for a 13 per cent solition,
=2 08,50,

Carpuplypllene, fund in cloves and copaiba balsam, [a],
= -~ 8.()().

The following optically active paraffim alcohols have
been isolated.  They usually are present in the oils as
esters of fatty acids.

Linalvol (Cy 11O, the dextrodsomer in coriander oil,
the levo-isomer in muny of the citrus oils, as lemon, berga-
mot, tlso in sage, thyme, lavender, spearmint, sassafras,
and others,  The specific rotation lis not been satisfacto-
rily determined, probably on account of impuritics. It is
approximately 15°

Citronellof (C H,OH ), in destro form in rosc and gera-
nium oils, has not had its specific rotation dcefinitely deter-
mincd. It evidently lies between 2° and 4°

There are three important aromatic aleohols which have
been isolated from essential oils and found to be optically
active :

! [a]p in chlugofurnt solution, 66.32.



MISURLLANEOUS AFPLICATIONS 22()()

Lerponced, s Lerttuy unsaturated aleohnd (C 11,011,
prabubly solid when pure, with a0 votation, in sleoholic
solntivn, of abiat 855 It also exists in the inactive or
» vt T naoditication, which is Weutiatl in its chemical
prapertics. The fact that the isomeric forms exist to-
wether o many vils makes the optical determination diffi.
cull, Trerpernent is fouad in cardinom, cajeput, lovage,
parjeran, ad kuromaji otls samong others.

Lol (O, 011y ocenys in the free state naturally as
thi calid Barmea caunphor and in the levodsotuer as Ngai
camphar. 1t is also fotneed s one or the ather jsomer in
uiy ails, as cardivman, spike, rosennry, citronella, vale-
rian, sage, and thyme, Like the other adeohols, boreol is
uften present in the orm of a Gty ester. In most sol-
veuts, methyl alephol beiug an exception, both isainers
give a practivally vanstant specific rotation of 37.707

Hewthol, 1 saturated secondary aleohol only found in the
levo form s o constituent of  peppennint oils. Long!
vives the fallowing ratation constants ;

The melted salid at 46"

AR +313) falp= —40.867;
abeoholic sohiztion at 207:
lal, = ~ 48.247 ~ 011108 ¢ — 00001870 ¢%;
benzene solntiun at 20°:
@l = -~ 40511 = .025634 ¢ — 0008403 ¢

{¢ being the per cent of solveut).
Of the aliphatic terpene aldehydes, only one optically
aetive ong iy important:

1) dm. Clens. Sor , 14 149,



270 MISCELLANEOUS APPLICATIONS

Citronellal (C,H,,CHO), the dextro-isomer alone having
been isolated. It is a constituent of lemon, citronella,
eucalyptus, and balm oils ([a] s = 12.50).

Of the large number of aromatic aldehydes which make
up the odoriferous constituents of so many ethereal oils, no
important optically active ones have been isolated. The
following ketones are optically active:

Carvone (C4H,;CO), which is found as the dextro-isomer
([a]p=62.65) in dill and caraway oils, and in the levo
form in spearmint and kuromoji ([a], = —62.41).

Camphor (C4HCO), besides coming from its principal
commercial source, the secretion of the camphor tree, is a
constituent of many plants, such as sassafras, cinnamon
root, spike, and rosemary. The levo-isomer has been
found in feverfew and tansy. The specific rotation of
camphor has been calculated by Landolt to be 55.4°. Lan-
dolt has also determined the equations for the specific
rotation of camphor in the following solvents: benzol,
ethyl alcohol, dimethyl aniline, acetic acid, methyl alcohol,
monochloracetic ether, and acetic ether. Benzol is usu-
ally the most convenient solvent for polarizing, the rotation
formula for this solvent being already given (page 262).
The temperature should be kept practically constant at
20°, as changes have marked influence on the rotation.

Fenchone (CgH,(CO) much resembles camphor. It is
found in fennel as the dextro-isomer, and in thuja in the
levo form. The specific rotation of the dextro-isomer has
been found to be, in a 10 per cent alcohol solution, 71.8°
the levo-isomer giving — 66.9°.

Thujone (CgH,;4CO), found in the dextro form in worm-
wood, tansy, and sage. The specific rotation is 21.1°
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Pulegone (CyH;CO) is found in pennyroyal in dextro
form ([a] pee = 22.89°).

Menthone (CoH 4CO) occurs in peppermint and gera-
nium oils and in buchu leaves. Like the corresponding
alcohol, menthol, it is only found in the levo form
([a]yl? =—28.18° [a],,u = — 27.670).

This list of some of the more important optically active
constituents of the volatile oils is far from complete, but it
serves to indicate the variety and complexity of the combi-
nations which make up these interesting products, and the
immense field for research which is presented to the polari-
scopist. Rigidly formulated methods of procedure cannot
be given for the investigation of even the common essential
oils, but the analyst must combine an acquaintance with
the local conditions of their production with an intimate
knowledge of the chemical composition of the oil and its
probable adulterants.

The case of oil of lemon will illustrate this point. The
bulk of this oil comes from southern Italy and Sicily.
The oil from Messina has a specific rotation at 20°C. of
590°, or from some years’ crops even less. The oil from
Syracuse has a rotation sometimes as high as 67°. Other
districts produce oils with rotation values lying between
these extremes, the average being about 60°. Turpentine
is often an adulterant. If the turpentine is American, its
specific rotation is usually about 6°; if French, —30°. Sub-
stituting the average rotation value of 60° for the lemon oil
and the value for turpentine, when chemical and physical
tests have shown which kind is present, in the general equa-
tion discussed under chinchona alkaloids, the proportion
of the adulterant can be determined. If, however, the
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strongly rotating oil of orange ([a],=98°) has been added
to disguise the turpentine, a further scparation must be
made by steam distillation, when the lower boiling turpen-
tine will in the main distill off in the first fraction and so be
detected by the polariscope by the low rotation. As tem-
perature affects the rotations considerably, polarizations
must be made at 20°.

If the oil is known to be pure, the polariscope can be
used to determine the strength of an alcoholic solution,! such
as a lemon flavoring extract for instance, by a simple appli-
cation of the principles of polarimetric analysis already
familiar. Such a niethod is in practice.

For a full exposition of the chemistry and analysis of
ethereal oils, see Gildermeister and Hoffmann's work on the
volatile oils, travslated by Kremers. The data of the
optical constants, as far as they are known, of some
four hundred oils are given in this work. Secc also the
data given by Schimmel & Co. in Landolt’s “Optische
Drehungsvermogen,” page §78.

Heavy Oils. — The polariscope has comparatively little
application in the chemistry of the heavy oils. Rosin oil,
a product of destructive distillation of turpentine residuums
(rosins) is often used as an adulterant of the fatty oils on
account of its cheapness. The optical activity of this oil

! Many cheap lemon extracts are maile from “washed” or “terpeneless ”
oil, being solutions of practically pure ¢itral inade from oil of lembn ar gil of
citronella (lemon-grass) by distilling off the law-hoiling and optieally aetive
terpenes.  Citral is soluble in di/ute aleohol, so that the cxpense of nianu-
facture is greatly economized. Other terpeneless essential ails are alsa made,
and many oils are improved by this process, as the terpenes are usually nat
the characteristic odoriferous principles, and the solubility of the oil is increased.
The distilled terpenes are used.as aduiterants of pure oils.
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serves for its detectian, The greatest difficulty in polari-
metricoleterminutions of the heavy oils is e clarifying, as
the usml methods cause decomposition of the product, and
it is aften pupussible to isolute the oil by distiltation. Often
the ouly practicable way is to dilute with some solvent,
which of course greatly diminishes the precision of the
measureinents, especially as the ratations are sts o rule
sireall

Gill sl Mason ! have used the polariscope as an aid to
the detectiim of amineral oil in the distilled grease oleines
recovered from wonl sconring, These oleines ™ as wool
oils sre of mportanve i the woolen industries, where they
are nserd far oiling wool prepauatory to spinning. As the
speeifie rolalion of the nnnixed grease les between 167 and
187, the suldition of the optically inactive? adnlternnt i
readily shown, The oil was diluted with ten parts of benzol
for palarizing:.

Gallotannic Acid. - Woud-Smith and Regis have worked
up o method for determiuing gallotmmic ackd in tanning
nuateriats, which is bised on the chiomge of rotatton in s gela-
tin solntion, which has Dbeen chrificd with white of egg,
by ity cumbination with galletannic acid.  As the method
is quite empirical in its details, the reader is referred to the
original paper (Aualyst, 23, 33).

Tartaric Acid and Tartrates. - 1<, B.and IX. B. Kenrick®
have developail methods for the determination of tartaric
avid and tartrates, particularly devised for baking powders
and effervescent mixtures.  The authors have made an

V7. Am. Chem, Nor, 20, s,
2 (o} and Mason found a very slight aptical activity in sowe petradern ails,
8 J A Chem, Sur., 24, Y2B.

T
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extensive investigation of the influence of many common
salts and acids on solutions containing tartaric acid in
which sugar or starch is present or absent. Experiment
showed that when soluble tartrates or calcium tartrate
were alone present, and substances disturbing the rota-
tion, like iron or alumina, were absent, the rotation of the
tartrate in an excess of ammonia was proportional to the
concentration and could be expressed as tartaric acid by
the following equation, w = .00519 x; x being the angular
rotation for the sodium light in mznuzes when the concen-
tration of the tartrate was about 2 grams in 50 cubic centi-
meters of ammonia solution containing an excess no more
than equivalent to 2 cubic centimeters of the concentrated
ammonia. If the mixture contains the insoluble calcium
tartrate, the mixture must be dissolved ina dilute solution of
hydrochloricacid(zodropsin 30 cubic centimeters of water).
The solution is effected by heating gently. Four cubic centi-
meters of ammonia are added to the solution and about .2
gram of sodium phosphate; the mixture is cooled, made up
to 5o cubic centimeters, and filtered. The sodium phosphate
precipitates the lime, and is not absolutely necessary unless
the proportion of calcium is large, when it prevents the lat-
ter from crystallizing out of the solution. A 2-decimeter
tube is used.

If sugar is present in the mixture, it must be determined
by the Clerget method, and its rotation allowed for. If
magnesium be present, as it is in many effervescent mix-
tures, it must first be precipitated by sodium phosphate
and ammonia, as it influences the rotation values of both
the tartaric acid and the sugar. Further, it is necessary to
add the appropriate amount of acid for inverting, inde-
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pembently of the dmannt whivh goes into combination with
the Duses present 1o tres any orgitnic aelds poesent. In
this vises on sumunt ol sabslavee, correspouding to about
B priuns vl subatinee nr 5 grans of suggtr, s nnude up to
100 cihie cenlimetirs s 235 rohie vewd ioreters of this solttion
is put inta o so obicecentimeter thask, and # alkaliue nen-
tritlized with hydrachluric acild, tsing methy? arnge as an
indicator o 1 cuhic ventimeber of ammmmant is added, and the
solutian brode up o nerk stoed pubiarized.

The whount of hydruchluric wmdd necessiey to set free
any rowbined vreanic achls, std, cansequently, nat svail-
alide as o iovertine: agent, by delonmimal by adding the
aeid o st sevomd peatian of 25 cobhc cenlimeters ol the
urizzinal salution, Uy which wwethyl violet has been added
(e coditing just larne green, showing su excess of the
frie aninetal cid. A thind 25 enbiv centimeters of the
saliting, plued in 0 Sucublewentinneter dlask, 18 now
inverted by adding st the wnount al acid pecessary to
sel free the argaute swdls, inuddition to thstt necessary tn
invert, which is 205 enbic cantimeters. The Clerget pro.
cess i carrted ont e the asiad way, ad, after cooliigg, the
scidd 1y pentradizad with annnanin, 1+ eabic centingeter exvess
added, and the salution palarized sfter waking up to the
so wark.  The calenhdion formuln given by the authors
. e - hj1.254 .
is, for sugar, = - 7, a und & being expressed

142 .51
it mmenete s The vetation of the tartaric acid is xre==2a -«
70.7 =l thee weight of acild, ot < 400559 1),

It magnesinm is present, only 10 enbic centimeters of the
nriginal selntion, mede npoas deseribed, containing about
8 grams of Lrtrate in 100 cnbic centimeters, is nsed, wnl
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the magnesium precipitated by using as nearly as possible
the exact amount of reagent nccessary; the precipitate
being removed by means of a filter pump so that the wash
waters, which are to be polarized and inverted, are reduced
to as small a bulk as possible, not to exceed 100 cubic
centimeters, to which the solution is made up in this case.
Twenty-five cubic centimeters are tested to determine the
amount of inverting acid necessary, as already described,
and 25 cubic centimeters prepared and inverted in the
manner also described, and made up to 50 cubic centi-
meters. The equations in this case become:

_Io(a—28)1.254
T 142—.5¢

o~
~ ’

xr=10a—79.7 3,

w = 4(.00519 x).
If iron or alumina salts are present, the polarizations must
be made in neutral ammonium molybdate solution; the
solution must be strictly ncutral and phosphates must
be removed. As the molybdic acid greatly increases the
rotation of the tartrate, an amount of sample containing
only .2 gram of tartrate is taken in a dry flask, with
10 cubic centimeters citric acid (c=/{s) and 10 cubic centi-
meters ammonium molybdate (c=,4%), and allowed to react
for five minutes, the flask being shaken occasionally.
Then 5 cubic centimeters of magnesium sulphate solution
(¢=4f%) and 10 cubic centimeters ammonia (165 cubic
centimeters ammonia, 4=.924, in 500 cubic c¢entimeters).
These solutions are ecxactly measured, making the volume
35 cubic centimeters. If the substance tested is a liquid,
allowance for its volume is made by taking less ammonia
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1. Within ctn hunn the sulntion s fitered and 20
te ceulineb s weasneel indo agoculic.centimeter flask,
dilute: hyileovhlarie acid added to faint acidity as shown
pethyburtage, Tat viehic centimeters of the molybdate
on are then added, and the whale mide up with water
s vnbic continnters. The sohition is now  polarized
roflteringg i wevessary, oo 2 decimeter tube. The
atie ratations uf tarlrates in nentral molybdate solutions
¢ fammd by the anthors to be prictically constant at
crent concentralions, The equntion for determining
Larteriv aeid wider these citramstanees is aro0.00121 .1,
drrg, as in all the equutions given, the angolar rotition
odtunn Lzt eapressed oaniuntes.
Be wthor bas el nn experience with many of these
Lok, bt unentions them oy ilnstretions of how such
rminations e wivked ant. In the present state of
knowledge of the optieal ennstants of many com.
nds which can be delernined by polarimetric analysis,
vill be necessary for the analyst to devise his own
hod for the cose at hand, This should ot be difficult
1 i proper comprehension of the principles set forth,
et the aim in weitinge this little book has been in the
1 to show how these principles have been successfully
lieed, and o assist the reader in acquiring koowledge
ch will enable him to attack cffectively any problem of
kind which comes to hund. It is confidently believed
: such knowledge will greatly extend the use of the
riscope in the chanical aboratory.  If this book does
part in aiding this cxtension, it has not failed of its
posc.
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TABLES

1.—HYDROMETER TABLE FOR AQUEOUS SUGAR SOLUTIONS
AT 17.5°C.

(Speeific gravity referred to water at 17.5°)

DEGREES | SPECIFIC ( l_7:5) DeGREES Dzegrees | SPECIFIC [, 3.5\{ DEGREES
Brix GraviTy \“ 135 Baume Brix GraviTY 17.5) BauMe
0.0 1.00000 0.00 4.0 1.01570 227
o.1 1.00038 0.06 4.1 1.01610 2.33
0.2 1.00077 0.11 4.2 1.01650 238
0.3 1.00I16 0.17 4.3 1.016g0 2.44
04 1.00155 0.23 4.4 1.01730 2.50
0.5 1.00193 0.28 4.5 1.01770 2.55
0.6 1.00232 0.34 4.6 1.01810 2,61
o7 1.00271 0.40 4.7 1.01850 2.67
0.8 1.00310 0.45 4.8 1.018g0 2.72
0.9 1.00349 0.51 4.9 1.01930 2.78
10 100388 0.57 5.0 1.01970 2.84
1.1 1.00427 0.63 5.1 1.02010 2.89
1.2 1.€0466 0.68 5.2 1.02051 2.95
13 1.00505 0.74 5.3 1.02091 3.01
1.4 1.00544 o.80 5.4 1.02I31 3.06
1.5 1.00583 0.85 5.5 1.02171 3.12
1.6 1.00622 0.91 5.6 1.02211 3.18
1.7 1.00662 0.97 5.7 1.02252 323
1.8 1.00701 1.02 5.8 1.02292 3.29
1.9 1.00740 1.08 5.9 1.02333 3.35
2.0 1.00779 1.14 6.0 1.02373 3.40
2.1 1.00918 1.19 6.1 1.02413 3.46
2.2 1.00858 1.25 6.2 1.02454 3.52
2.3 1.00897 1.31 6.3 1.02404 3.57
2.4 1.00936 1.36 6.4 1.02535 3.63
2.5 1.00976 1.42 6.5 1.02575 3.69
2.6 1.01015 1.48 6.6 1.02616 3.74
2.7 1.01055 1.53 6.7 1.02657 3.80
2.8 1.01094 1.59 6.8 1.02697 3.86
2.9 1.01134 1.65 6.9 1.02738 3.91
.0 1.0IT 1.70 7.0 1.02779 3.97
g.: x.ong 1.76 7.1 1.02819 4.03
3.2 1.01252 1.82 7.2 1.02860 4.08
3.3 1.01202 1.87 7.3 1.02901 4.14
3.4 1.01332 1.93 74 1.02042 4.20
3.3 1.01371 1.99 7.5 1.02983 4.25
3.3 1.0I411 2.04 7.6 1.03024 4.31
3.7 1.0I451 2.10 77 1.03064 4.37
3.8 I 0I491 2.16 7.8 1.03105 4.4;
3.9 1.01531 2,21 7.9 1.03146 4.4/

28y
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DEcrREES | SprCIFIC [, 17.9 DEGREERS DeGrEES | SrECiF 124
Brix GraviTY ( l7.5) Baumt Brix GRA\'IT\(!: ( 1535 DBE;‘;;ZS
8.0 1.03187 4.53 13.0 1.05276 7.36
8.1 1.03228 4.59 13.1 1.05318 7.41
8.2 1.03270 4.65 13.2 1.05361 7.47
8.3 1.03311 4.70 13.3 1.05.404 7.53
8.4 1.03352 4.76 13.4 1.05446 7.58
8.5 1.03393 4.82 13.5 1.05489 7.64
8.6 1.03434 4.87 13.6 1.05532 7.69
8.7 1.03475 4.93 13.7 1.05574 7-75
8.8 1.03517 4.99 13.8 1.05617 7.81
8.9 1.03558 5.04 13.9 1.05660 7.86
9.0 1.03599 5.10 14.0 1.05703 7.92
9.1 1.03640 5.16 14.1 1.05746 7.98
9.2 1.03682 5.21 14.2 1.05789 8.03
9.3 1.03723 5.27 14.3 1.05831 8.09
9.4 1.03765 5-33 14.4 1.05874 8.14
9.5 1.03806 5.38 14.5 1.05917 8.20
9.6 1.03848 5.44 14.6 1.053560 8.26
9.7 1.03889 5.50 14.7 1.06003 8.31
9.8 1.03931 5.55 14.8 1.06047 8.37
9.9 1.03972 5.61 14.9 1.06090 8.43
10.0 1.04014 5.67 15.0 1.06133 8.48
10,1 1.04055 5.72 15.1 1.06176 8.54
10.2 1.04097 5.78 15.2 1.06219 8.59
10.3 1.04139 5.83 15.3 1.06262 8.65
10.4 1.04180 5.89 154 1.06306 8.71
10.5 1.04222 5.95 15.5 1.06349 8.76
10.6 1.04264 6.00 15.6 1.06392 8.82
10.7 1.04306 6.06 15.7 1.06436 8.88
10.8 1.04348 6.12 15.8 1.06479 8.93
10.9 1.04390 6.17 15.9 1.06522 8.99
11.0 1.04431 6.23 16.0 1.06566 9.04
II.I 1.04473 6.29 16.1 1.06609 9.10
11.2 1.04515 6.34 16.2 1.06653 9.16
11.3 1.04557 6.40 16.3 1.06696 9.21
I1.4 1.04599 6.46 16.4 1.06740 9.27
11.5 1.04641 6.51 16.5 1.06783 9.33
11.6 1.04683 6.57 16.6 1.06827 9.38
11.7 1.04726 6.62 16.7 1.06871 9.44
11.8 1.04768 6.68 16.8 1.06914 9.49
11.9 1.04810 6.74 16.9 " 1.06958 9.55
12.0 1.04852 679 17.0 1.07002 9.61
12.1 1.04804 6.85 17.1 1.07046 9.66
12.2 1.04937 6.91 17.2 1.07090 9.72
12.3 1.04979 6.96 "t 17.3 1.07133 9.77
12.4 1.05021 7.02 17.4 1.07177 9.83
12.§ 1.05064 7.08 17.5 1.07221 9.89
126 1.05106 7.13 176 1.07265 9.94
127 1.05140 7.19 17.7 1.07309 10.00
12.8 1.05191 7.24 17.8 1.07353 10.06
129 105233 7.30 17.9 1.07397 10.11
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L LT PR CRIS A FIT T Dicnrnrs | Srpectie ¢ 78] Digericrs
l,‘i:;j:,\’ lo’i'»l\‘-:;‘a 4 [E Hal s lirix (;kavrrv(' 17..1) Liawsei
6
e Lerpnt 10.17 23.0 1.09686 12.9
!‘“‘ 1 ) -,;;;.; 10,22 231 | 1og732 :3.02’
Wa o g Tl 23.2 1.09777 3.c1>7
" L e 10.33 23.3 1.09823 13.13
i | i 3 80 13.19
1% ! Lahld 10,39 23.4 1.0980g 81
[E N Lsgimya g 23.5 1_099;5 13, 4
1% 44 VTR 1,50 3.0 1.0094961 13.35
1o ; TSI 161, 5h 23.7 I_Ilooo7 I§:4l
Tk i L6 8 1z ©23.8 1.1b053 B4l
thy IR V] 0.6g 23.9 I.10099 3-
IR R e T R S o B -
DR Lot 10.78 24.1 1101 ; o
s Pt s a3 I.ma'&; 13.69
1 3 | Codlnedy 179,600 24.3 I‘IO 5 3.0
by g H L@y | GXT1S 24.4 .“,3 A
1w § H ) el Lrky 1661 24.5 1. 032? 35
v pamiag 110t 240 :.i“.;()s 1395
b2 (W23 IV .12 ,:ug 1.10214 1306
iy 8 bR 1.4 4. L1o0; i 2
| X7 $.a8amg 11.23 4.9 . 105
14.08
IR 168 43y 11.39 25.0 ;:g(ﬁx;; 11.13
Lo 108174 11.33 28.1 1.107_00 B
> : '“;"'m ; ;.’;‘; :2; 1.)0746 14.24
W, 1edfiphg E: 5. . 4 424
) : [V, EP 1551 254 :i%;ﬁ Iz'gs
>y 8353 1 .57 25.g I. et Rt
*hH 185 (R 25, :.10935 1441
>y (R LY | 11.68 25% 1.10979 -y
2R ] [ 11.73 48, TIon9 138
* 108733 t1.79 28.9 .
. 2 14.63
o VoRI9R 10.85 :g: :::%) e
211 toF8ay 11,90 a1 L T
31,8 1 RRewy 11,96 36. e i
3 Hrsily gl 262 1.11259 14.85
.3 1 .o8g5y 13.07 36.5 e By
g 1 saping 13.13 308 s P
N6 Llmpagey l1aa8 :m. 1.“4;)0 A
o Lo ;:':3 z(t.g 111447 15.08
a2 14140 N 2 / 1513
;:.q bekyL B 13.38 1.0 1.11494 5
1.XI541 15.19
FEE) L7051 :n..;?’ 97.(: x.uggﬁ e
#a.t tanpaty ta.36% 97.2 o s roge
aaa tmpgat 13.53 :77.3 e s
et A “"?7 274 1.11739 18.41
2d.4 roygra 1. oy bt ]
ol 1uuss : 372 1.11834 15.52
it Lemgrd n.gg bk . A
"‘; Lm':‘: ::'85 7. 3.11ye8 :523
’ s i 1 I Igf .
::q Lu;ﬁ.;a 13.91 27.9 1. 1105 5
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Drcrues | Sreciric (, I7.5 DEeGRRES DEGREES | SPECIFIC [ , 178 DEeGREES
Brix GrAvITY (‘ 17'.5) Baume Biax GRAVITV( 17-.5) Baume
28.0 1.12013 15.74 33.0 1.14423 18.50
28.1 1.12060 15.80 33.1 1.14472 18.56
28.2 1.12107 15.85 33.2 1.14521 18.61
28.3 1.12155 15.91 333 1.14570 18.67
28.4 1.12202 15.96 33-4 1.14620 18.72
28.5 1.12250 16.02 33.5 1.14669 18.78
28.6 1.12297 16.07 33.6 1.14718 18.83
28.7 1.12345 16.13 33.7 1.14767 18.89
28.8 1.12393 16.18 33.8 1.14817 18.94
28.9 1.12440 16.24 33.9 1.14866 19.00
20.0 1.12488 16.30 34.0 1.14915 19.05
29.1 1.12536 16.35 34.1 1.14965 19.11
29.2 1.12583 16.41 34.2 1.15014 19.16
29.3 1.12631 16.46 34.3 1.15064 19.22
29.4 1.12679 16.52 344 I.I5I13 19.27
29.5 1.12727 16.57 34.5 1.15163 19.33
29.6 1.12775 16.63 34.6 1.15213 19.38
29.7 1.12823 16.68 34.7 1.15262 10.44
29.8 1.12871 16.74 34.8 1.15312 19.49
29.9 1.12919 16.79 34.9 1.15362 19.55
30.0 1.12967 16.85 35.0 115411 19.60
30.1 1.13015 16.90 35.1 1.15461 19.66
30.2 1.13063 16.96 35.2 1.I5511 19.71
30.3 I 13111 17.01 35.3 1.15561 19.76
30.4 1.13159 17.07 35.4 115611 19.82
30.5 1.13207 17.12 35.5 1.15661 19.87
30.6 1.13255 17.18 35.6 1.15710 19.93
307 1.13304 17.23 357 1.15760 19.98
30.8 1.13352 17.29 35.8 1.15810 20.04
30.9 1.13400 17.35 35.9 1.15861 20.09
310 1.13449 17.40 36.0 1.15911 20.15
31.1 1.13497 17.46 36.x 1.15961 20,20
31.2 1.13545 17.51 36.2 1.16011 20.26
31.3 1.13504 17.57 36.3 1.16061 20,31
31.4 1.13642 17.62 36.4 I.I6III . 20.37
31.5 1.13691 17.68 36.5 1.16162 20.42
31.6 1.13740 17.73 36.6 1.16212 20.48
31.7 1.13788 17-79 36.7 1.16262 20.53
31.8 1.13837 17.84 36.8 1.16313 20.59
31.9 1.13885 17.90 36.9 1.16363 20.64

2.0 1.13934 17.95 37.0 1.16413 20.70
22.1 1.13333 18.01 37.1 1.16464 20.75
32.2 1.14032 18.06 37.2 1.16514 20.80
32.3 1.14¢81 18.12 37.3 1.16565 20.86
32.4 1.14129 18.17 37.4 1.16616 20.91
32.5 1.14178 18.23 37.5 1.16666 20.97
32.6 1.14227 18.28 37.6 1.16717 21.02
32.7 1.14276 18.34 377 1.16768 21.08
32.8 1.14325 18.39 37.8 1.16818 21.13
32.9 1.14374 18.45 379 1.16869 21.19




TABLES 289
DrkreEs | Sreciric ( 218 Drcrees DEGREES | SPECIFIC ( 2 1%)| Decrzes
Buix | GraviTy l7.5) BauME Brix  |Grawry\? T3/ Baumg
38.0 1.16920 21.24 430 1.19505 23-96
38.1 1.16g71 21.30 43.1 1.19558 24.01
38.2 1.17022 21.35 43.2 1.196I1 24.07
38.3 1.17072 21.40 433 1.19663 24..12
38.4 1.17123 21.46 43-4 1.19716 24.17
38.5 1.17174 2151 435 1.19769 2423
38.6 1.17225 21.57 43.6 1.19822 24 .28
38.7 1.17276 21.62 437 1.16875 24.34
38.8 1.17327 21.68 43.8 1.19927 24.39
38.9 1.17379 21.73 439 1.19980 24.44
39.0 1.17430 21,79 44.0 1.20033 24.50
39.1 1.17481 21.84 4.1 1.20086 24.55
39.2 1.17532 21.90 44.2 1.20139 24.61
39.3 1.17583 21.95 44-3 1.20192 24.66
39-4 x.17635 22.00 444 1.20245 24.71
39.5 1.17686 22.06 445 1.20299 24.77
39.6 1.17737 22,11 44.6 1.20352 24.82
39.7 1.17789 22.17 44.7 1.20405 24.88
39.8 1.17840 22,22 44.8 1.20458 24.93
39.9 1.17892 22,28 449 1.20512 24.
0.0 1.17943 22.33 45.0 1.20565 25.04
:o.x 1.17995 22.38 45.1 1.20618 25.09
40.2 1.18046 22.44 45.2 1.20673 25.14
40.3 1.18098 22.49 45-3 1.20725 25.20
40.4 1.18150 22.55 45-4 1.20779 25.25
40.5 1.18201 22.60 455 1.20832 25.31
40.6 1.18253 22.66 456 1.20886 25.36
40. 1.18305 2271 45.7 1.20939 25.41
40.8 1.18357 22.77 45.8 1.20993 25..47
40.9 1.18 22.82 45.9 1.21046 25.52
1.0 1.18460 22.87 46.0 1.21100 25.57
1:.1 1.18212 22.93 46.1 1.21154 25.2:3
41.2 1.18564 22.98 46.2 1.21208 25.
41.3 1.18616 23.04 46.3 1.21261 25.74
41.4 1.18668 23.09 46.4 1.21315 25.789
41.5 1.18720 23.15 46.5 1.21369 25.84
41.6 1.18772 23.20 46.6 1.21423 25.90
41.7 1.18824 23.25 46.7 1.21477 25.95
41.8 1.18877 23.31 46.8 1.21531 :602
419 1.18929 23.36 46.9 1.21585 .0
2.0 1.18981 23.42 47.0 1.21639 26.11
:z.: :.xgg g 23.47 1;; iz;?a; :66;72
2.2 I.I 23.52 . . .
19.3 1 19138 23.58 47.3 1.21802 2227
432.4 1.19190 23.63 47-4 1.2185 26. 33
42. 1.19243 23.69 47- 1.21910 26.3
42 1.19295 23.74 47 1.21964 26-43
427 1.19348 23.79 477 1.22019 26.49
428 1.19400 23.85 47.8 1.22073 26-54
429 1.X9453 23.90 47-9 1.22127 -59




290 TABLES

Drsirers | SerciFic ( 175y DEGRERs DeGRERS | SPECIFIC ( 28 5 DEGREES
Brix Gravity \“ 175 Baumg Brix Graviry 115 Baume -
48.0 1.22182 26.65 53.0 1.24951 29.31
48.1 1.22236 26.70 53.1 1.25008 29.36
48.2 1.22201 26.75 53.2 1.25064 29.42
48.3 1.22345 26.81 53.3 1.25120 29.47
48.4 1.22400 26.86 53.4 1.25177 29.52
48.5 1.22455 26.92 53.5 1.25233 29.57
48.6 1.22509 26.97 53.6 1.25200 29.63
48.7 1.22564 27.02 53.7 1.25347 29.68
48.8 1.22619 27.08 53.8 1.25403 29.73
48.9 1.22673 27.13 539 1.25460 29.79
49.0 1.22728 27.18 54.0 1.25517 29.84
49.1 1.22783 27.24 54.1 1.25573 29.89
49.2 1.22838 27.29 54.2 1.25630 20.94
49-3 1.22803 | 27.34 54.3 1.25687 30.00
49-4 1.22048 27.40 54.4 1.25744 30.05
49.5 1.23003 27.45 54.5 1.25801 30.10
49.6 1.33058 27.50 54.6 1.25857 30.16
49 1.23113 27.56 54.7 1.25914 30.21
49.8 1.23168 27.61 54.8 1.25971 30.26
499 1.23223 27.66 54.9 1.26028 30.31
50.0 1.23278 . 27.72 55.0 1.26086 30.37
50.1 1.233 27.77 55.1 1.26143 30.42
50.2 1.233 27.82 55.2 1.26200 30.47
50.3 1.23444 27.88 55.3 1.26257 30.53
50.4 1.23499 27.93 55.4 ° 1.26314 30.58
50-5 1.23555 27.98 55-5 1.26372 30.63
50.6 1.23610 28.04 35.6 1.26429 30.68
50.7 1.23666 28.09 55.7 1.26486 30.74
50.8 1.23721 28.14 55.8 1.26544 30.79
50.9 1.23777 28.20 55.9 1.26601 30.84
51.0 :.23832 28.25 56.0 1.26658 30.89
5X.I 1.23888 28.30 56.1 1.26716 30.95
51.2 1.23943 28.36 56.2 1.26773 31.00
5I.3 1.23999 28.41 56.3 1.26831 31.05
51.4 .| , 1.24055 28.46 56.4 1.2688¢9 31.10
5L.3 1.2411X 28 51 56.2 1.26946 31.16
51.6 1.24166 27 56. 1.27004 31.21
51.7 1.24222 56.7 1.27062 31.26
51.8 1.24278 56.8 1.27120 31.31
51.9 1.24334 28 73 569 . 1.27177 31.37
52.0 1.24390 28.78 57.0 1.2723% 31.42
52.1 1.24446 28.83 57.1 1.27293 31.47
52.2 1.24502 28.89 57.2 1.27351 31.52
52.3 I-24258 28.94 573 1.27499 31.58
52.4 28.99 57.4 1.27467 31.63
52. 1.24670 29.05 57-5 1.27525 31.68
52. 1.24726 20.10 57.6 1.27583 31.73
52.7 1.24782 29.15 57.7 1.27641 31.79
52.8 1.24839 29.20 57.8 1.27699 31.84
52.9 1.24895 29.26 57.9 1.27758 31.89




TABLES 291

DEGREES |SpECIFIC ( 4 [‘) DEGREES DEeGREERS | SPECIFIC [ , 135 DEGREES
Biix Gravitv \“ 173 Bayme Brix Grawrry 17.5) Baumg
58.0 1.27816 31.94 63.0 1.30777 34.54
58.1 1.27874 32.00 63.1 1.30837 34.59
58.2 1.27932 32.05 63.2 1.30897 34.65
58.3 1.27g91 32.10 63.3 1.30958 34.70
58.4 1.28049 32.15 63.4 1.31018 34.75
58.5 1.28107 32.20 63.5 1.31078 34.80
58.6 1.28166 32.26 63.6 1.31139 34.85
58.7 1.28224 32.31 63.7 131199 34.90
58.8 1.28283 32.36 63.8 1.31260 34.96
58.9 1.28342 32.41 63.9 1.31320 35.01
59.0 128400 32.47 64.0 1.31381 35.06
59.1 1.28459 32.52 64.1 1.31442 35.11
59.2 1.28518 32.57 64.2 1.31502 35.16
59.3 1.28576 32.62 64.3 1.31563 35.21
59.4 1.28635 32.67 64.4 1.31624 35.27
59.5 1.28604 32.73 64.5 1.31684 35.32
59.6 1.28753 32.78 64.6 1.31745 35.37
597 1.28812 32.83 64.7 1.31806 35.42
59.8 1.28871 32.88 64.8 1.31867 3547
59.9 1.28930 32.93 64.9 1.31928 35.52
6o.0 1.28989 32.99 65.0 1.31989 35.57
6o.1 1.29048 33.04 65.1 1.32050 35.63
60.2 1.29107 33.09 65.2 1.32II1 35.68
60.3 1.29166 33.14 65.3 1.32172 35.73
6o.4 1.29225 33.20 65.4 1.32233 35.78
60.5 1.29284 33.25 65.5 1.32204 35.83
60.6 1.29343 33.30 65.6 1.32355 35.88
60.7 1.29403 33.35 65.7 1.32417 35-93
60.8 1.20462 33.40 65.8 1.32478 35.98
6o.9 1.29521 33.46 65.9 1.32539 36.
61.0 1.29581 33.51 66.0 1.32601 36.00
61.1 1.29640 33.56 66.x 1.32662 36.14
61.2 1.29700 33.61 66.2 1.32724 36.19
61.3 1.29759 33.66 66. 1.32785 36.24.
61.4 1.29819 33.71 66.4 1.32847 36.29
61 5 1.29878 33.77 66.5 1.32908 36.34
61.6 1.29938 33.82 66.6 1.32070 36.39
61.7 1.29998 33.87 66.7 1.33031 36.45
61.8 1.30057 33.92 66.8 1.33093 36.50
81.9 1.30117 33.97 66.9 1.33155 36.55
62.0 1.30177 -34.03 67.0 1.33217 36.60
62.1 1.30237 34.08 67.1 1.33278 36.65
62.2 1.30297 34.13 67.2 1.33340 36.70
62.3 1.30356 34.18 67.3 1.33402 36.75
62.4 1.30416 34-23 67.4 1.33464 36.80
62.5 1.30476 34.28 67.5 1.33526 36.85
62.6 1.30536 34.34 67.6 1.33588 36.90
62.7 1.30596 34.39 67.7 1.33650 36.96
62.8 1.30057 34.44 67.8 1.33712 37.01
62.9 1.30717 34449 67.9 1.33774 37.06




202 TABLIS

3

Disanpes | Stretae £, 530 Dingees Dicrirs | Stwviiae ¢, 176 IRERS
Hrix tiraviry (‘1 )m) Nat-sie Nrix GHAvn"(v (‘ l:..s) r;ﬂz’:ﬁ?
68.0 1.33836 37.11 73.0 136995 39.64
68.1 13389 37.10 73-1 1.3705 3969
68.2 1.33961 37.21 73.2 1.37124 39.74
68.3 1340133 37.30 73.3 1.37188 39.79
68.4 1.34085 37-31 73.4 1.37252 39.84
6.5 134148 37.30 73-5 1.37317 39.89
8.6 - 1.34310 3741 73.6 1.37381 39.94
68.7 1.34373 3747 73.7 1.37446 3999
68.8 1.3433 37-53 73.8 I1.37510 40.04
68.9 1.343 37.57 739 1.37575 40.09
6g.0 1.34400 37.63 74.0 1.37630 40.14
6.1 1.34533 37.07 74-1 1.37704 40.19
69.2 1.34585 37.73 74.2 1.37768 40.24
69.3 1346048 3777 743 1.37833 40.29
60.4 1.34711 37.83 et 1.37808 40.34
69.5 1.34774 37.87 74-8 1.376002 40.39
69.6 1 34836 37.93 740 138017 40.44
69-; 134849 3797 747 139092 49.49
6. 134002 38.023 74.8 1.38157 40.54
49.9 1.35035 38.07 749 1.38222 40.59
70.0 1.35088 38.12 75.0 1.38287 40.64
70.1 1.35L51 38.18 75.1 1.38352 40.69
70.2 I.35314 38.zg 75.2 1.38417 40.74
703 1.35277 38.2 75-3 1.38483 40.79
704 1.35340 38.33 75-4 1.38547 40.84
70. 1.354 38.38 75. 1.38612 40.8g
704 1.3540 38.13 75- 1.38677 40.94
707 1.35530 38 757 r.sﬂggg 4099
70.8 1.35593 38.23 75.8 1.38 41.04
709 1.35080 38. 759 1.38873 41.09
71.0 1.35730 38.23 76.0 1.38939 41.14
711 1.35783 384 76.x 1.39004 41.19
71.3 1.35847 3873 763 1.39070 41.34
7L.3 1.35010 38.78 76.3 1.39135 41.29
71-4 1.35974 38-82 76-4 1.39201 41.3
71.8 1.36037 38.8 76. 1.392366 41.
71.6 1.36801 38.?3 764 1.39332 41.4,
71.; 1.361(;3 38. 76.3 1.39397 41.4
7L 1.30a: ;wgg 70, 1.39463 41.53
719 1.36293 39 76.9 1.39529 41.58
73.0 1.36355 39.13 770 1.39505 41.
7.8 1.36419 39.19 77-1 1.39220 4:.23
73.2 1.36483 39.34 77.% 1.39720 41.7
73.3 1.36847 39.39 77-3 1.30792 41.7
79.4 1.36611 39-34 774 1.39858 41.8
7:.2 :.36(175 gq.;;q ;;g :ggg;g ﬁa
73. 3673 9. 44 . 3K
787 1.36803 3949 777 1 4056 4:.33
738 1.30867 39.84 77 8 1.40193 43.0;
72.9 1.36931 39-59 77-9 t 40188 43.




TABLES 293

Divcrrus | Smscping m—nb Detreks
Hinx CrAvITY A\ ;..,v Baume
1.43614 44.58
1.43082 44.02
1.43750 44.67
143819 44472
1 P 1.43887 44.77
Foaanh 1.43955 44.82
Ve | WYY 44.87
topsry 144042 44.91
gy 1.44101 44.96
R .44 48.01
LA N S L4298 48.06
AL LA 1.44367 45.11
Jua i bglsa Tobd4 35 45.16
ey 144504 45.41
et ¢ 1.44573 45.25
A} ! ! .44t 45.30
vat i L.44710 45.35
LK 1.44779 48.40
AT 1.44848 4545
fuwo o Dilady L1z 45449
Lol Tafeke 144486 45.54
a1 by L.45055 45.59
Bai g 1 4t70 | 145124 45.04
By LRI S 1.45193 45.69
L] §oIu5y T.45a203 45.7
By [ IUEH 1.45331 45.7
Ra t.419%) 1.45401 Am.mw
L 2% L 2] 1.45470 45.8
ke 4 [REIET] 1.45839 Am.ww
L] t.43bp 145600 4S.
1%} [FEEIL 1.45678 46.02
By 1 [ FEETIA 1.45748 46.07
LI ] [ ETETY] 1.45817 46.12
LTI T (YL 1.45887 46.37
LT [RTEY: ] 1.48956 40.22
LIN3 143545 1.46026 46.26
T B F 1.46008 46.31
IR 142788 1.40108 46.36
1] 1478 1.46335 40.41
1y 1 §akny 1.46304 46.46
Koo IRt ] 1.46374 46.50
Ba,1 F.4¥nn 1.46444 46.558
B2z 1430 1.46514 46.60
Bay L4387 &4 fmmma 46.65
52,4 43808 4. £.40054 46.69
Bag H nw 146734 46.74
Nah 443 L4794 49.79
Ba, 4 1.46864 %.J
uu‘m . 149934 46.8
tay 4453 K.47004 46.93




204 TABLES
DeGreRS | Srrciric ( , 178 DEGREES DecgrERs |SPECIFIC/ , 155

Biyx GRaAvITY ES) Baumic Brix GrAVITY m) D;fﬁ?
88.0 1.47074 46.98 93.0 1.50635 49.34
88.1 1.47145 47.03 93.1 1.50707 49-39
88.2 1.47215 47.08 93.2 1.50779 49.43
88.3 1.47285 47.12 93-3 1.50852 49.48
88.4 1.47356 47.17 93.4 1.50924 49.53
88.5 1.47426 47.22 93.5 1.50996 49 57
88.6 1.47496 4727 93.6 1.51069 49 62
88.7 1.47567 47.31 93.7 1.51141 49 67
88.8 1.47637 47.36 93.8 1.51214 4971
88.9 1.47708 ‘ 4741 93.9 1.51286 .49.76
89.0 1.47778 47.46 94.0 1.51359 49.81
89.1 1.47849 47.50 94-1 1.51431 49.85
8g.2 1.47920 47-55 94.2 1.51504 49.90
89.3 1.47991 47.60 943 1.51577 49.94
89.4 1.48061 47.65 94.4 1.51649 49.99
89.5 1.48132 47.69 94.5 1.51722 50.04
89.6 1.48203 47.74 94.6 1.51795 50.08
89.7 1.48274 47.79 94.7 1.51868 50.13
89.8 1.48345 47.83 94.8 1.51941 50.18
89.9 1.48416 47.88 94.9 1.52014 50.22
90.0 1.48486 47-93 95.0 1.52087 50.27
90.1 1.48558 47.98 95.1 1.52I59 50.32
0.2 1.48629 48.02 95.2 1.52232 50.36
90.3 1.48700 48.07 95.3 1.52304 50.41
90.4 1.48771 48.12 95.4 1.52376 5045
90.5 1.48842 48.17 95.5 1.52449 50.50
0.6 1.48913 48.21 95.6 1.52521 50.55
90.7 1.48985 48.26 957 1.52593 50.59
go.8 1.49056 48.31 95.8 1.52665 50.64
90.9 1.49127 48.35 95.9 1.52738 50.69
9I1.0 1.49199 48.40 g6.0 1.52810 50.73
9I.1I 1.49270 48.45 96.1 1.52884 . 50.78
or.2 1.49342 48.50 96.2 1.52958 50.82
91.3 1.49413 48.54 96 3 1.53032 50.87
oI.4 1.49485 48.59 96.4 1.53106 50.92
9L.§ 1.49556 48.64 96 5 1.53180 50.96
9I.6 1.49628 48.68 96.6 1.53254 51.01
9L.7 1.49700 48.7: 06.7 1.53328 51.05
91.8 1.49771 48. 96.8 1.53402 5I.I0
91.9 1.49843 48.82 96.9 1.53476 51.I5
92.0 1.49915 48.87 97.0 1.53550 51.I9
92.1 1.49987 48.92 97.1 1.53624 51.24
92.2 1.50058 48 g6 97.2 1.53698 51.28
92.3 1.50130 49 o1 97.3 1.53772 5I1.33
92.4 1.50202 49.06 97.4 1.53846 51.38
92.5 1.50274 49.1 97. 1.53920 51.42
92.6 1.50346 49.15 97- 1.53994 51.47
92.7 1.50419 . 49.20 97.7 1.54068 5I.51
92.8 1.50491 49.25 97.8 1.54142 51.22
92.9 1.50563 49.29 97.9 1.54216 5I.




TABLES 295

DXGREES S_l-zcmc 17.5 DEGREES DeGrees | SpeciF us
Brix GraviTy ("' UE) BAuME Brix an\}nlxcz( UE) Dﬂ?ﬁ E
98.0 I.54290 51.65 99.0 1.55040 2.11
98.1 1.54365 5L.70 99.1 1.55115 22.15
98.2 1.54440 51.74 99.2 1.55189 52.20
98.3 1.54515 5179 99-3 1.55264 52.24
98.4 I.543590 51.83 994 1.55338 52.29
98.5 1.54665 51.88 99:5 1.55413 52.33
98.6 1.54740 51.92 99.6 1.55487 52.38
8.7 1.54815 51.97 99.7 1.55562 52.42
98.8 1.54890 52.01 9.8 1.55636 52.47
98.9 I.54965 52.06 99.9 1.55711 52.51
100.0 1.55785 52.56

2.—STAMMER’S TABLE OF TEMPERATURE CORRECTIONS FOR
BRIX IIYDROMETER READINGS! (For mercurial thermometer)

DEeGREE BrIX OF THE SOLUTION

DRGREER

CxNtie | O b 10 | 15 | 20 | 25 | 80 | 35 | 40 | 50 | 60 | 70 | 75
GRAVE

The degree read is to be decreased by —

o 0.17{ 0.30 [ 0.41 { 0.52]| 0.62 | 072 | 0.82| 0.92| 0.98| I.II| I.22]| 1.25 | I.29
5 0.23}0.30 | 0.37 | 0.44 | 0.52]| 0.59 | 0.65 | 0.72 | 0.75| 0.80| 0.88 | 0.91 | 0.94
10 0.20 | 0.26 | 0.29 | 0.33 | 0.36 | 0.39 | 0.42 | 0.45 | 0.48| 0.50| 0.54 | ©.58 | 0.61
11 0.18{ 0.23 | 0.26 | 0.28 | 0.31 ] 0.34 | 0.36] 0.39 | 041 | 0.43 | 0.47 | 0.50 | ©.53
12 0.16 | 0.20 | 0.22 | 0.24 | 0.26 | 0.29 | 031 | 0.33 | 0.34 | 0.36 | 0.40 | 0.42 | 0.46
13 0.14|0.18 | 0,19 [ 0.21 | 0.22 | 0.24 | 0.26 ]| 0.27 | 0.28 | 0.29 | 0.33 | ©-35 | ©.39
14 o1z} 0.15 | 0.16]0.17| 0.18 | 0.10 | 0.21 | 0.22 | 0.22| 0.23 | 026 | 0.28 | 0.32
15 0.09}0.1x | 012|0.14| 0.14} 0.X5| 0.16 | 0.17 | 0.16 | 0.17 | 0.I9 | 0.2 | 0.25
16 0.06 | 0.07 | 0.08 | 0.09| 0.10| 0.10 | 0.1T | 0.12 | 0.12| 0.12| 0.14 | 0.16 | 0.18
17 0.02] 0.02 | 0.03 | 0.03 | 0.03 | 0.04 | 0.04| 0.04| 0.04 | 0.04 | 0.05 | 0.05 | 0.6

The degree read is to be increased by —

0.02| 0,03 | 0.03 | 0.03|{0.03| 0.03 | 0.03| 0.03] 0.03 | 0.03} 0.03) 0.03 | 0.02
0.08 | 0.08 | 0.09| 0.09| 0.10| 0.10| 0.10} 0.10] 0.10| 0.10 | 0.08 c.06
oI1}0.14|0.15{0.17{ 017 0.18{ 018 | 0.18| 0.19| 0.19 | 0.18} 0.15 | 0.11
0.16| 0.20 | 0.22 | 0.24 | 0.24 | 0.25 | 0.25| 0.25 | 0.26 | 0.26| 0.25 | 0.22 0.18
021} 0.26 | 0.29 { 0.31| 031 | 0.32| 0.32] 0.32} 0.33 | 0.34| 0.32 | 0.29 | 0.25
0.27| 0.32]0.35(0.37|0.38]| 0.39] 0.39 | 0.39 | 0.40 | 042} 0.39 0.36{0.33
0.32|0.38| 041 | 0.43| 0.44 | 0.46 0.46| 047 0.47| 0.50] 0,46} 0.43 | 0.40
0.371 0.44 | 047 | 0.49 | 0.51 | 0.53 | 0.54] 0.55) ©:55 0.58] 0.54 | 0.51 | 0.48
043)0.50| 0.54 | 0.36{ 0.58 | 0.60| 061 | 0.62 0.62] 0.66 | 062} 0.58 | 0.55
049 0.27 061 | 0.63 | 065| 068]0.68)0.69) 0.70| 074} 070 065 [ 0.62
056} 0.64] 068 | 070|072} 076 | 076 | 078 0.78 { 0.82| 0.78 | 0.72 | 0.70
063! 071|075 078|079 0.84 | 0.84 | 0.86] 0.86 | 0.90| 0.86| 0.80 0.78
og0]0.78]| 082/ 0.87| 087} 0.92] 0.92| 0.94} 094 098] 0.94| 0.88 | 0.86
10| 1.x7| 1.22| 1.24 | 1.30] 1.32 | 1.33} 1.35 | 1.36 | 1.39| 1.34 | L.27 | 1.25
150 | 1.61| 1.67 | 171 | 1.73 | L.79 | 1.79 1.80| 1.82| 1.83| 1.78| 1.69 | 1.65
2.65| 2.71 | 274 | 278 | 2.80 2.80| 2.80| 2.80 | 279 | 2.70{ 2.56 | 2.51
3.87|3.88|3.88]3.88|3.88| 38838813090 3.82| 3.70| 343 { 3.41
70 5.18 | 5.20 | 5.14 | 5.13 | 5.10 | 5.08 5.06 ] 4.90.| 4721 447 | 4-35
6.62| 6.5016.54 | 6.45| 6.38 ) 630 | 6.26 | 6.06 | 5.82| 5.50 | 5.33

288%
o
3

SEHRBB LY BRESR

4

| Note that these corrections take nto consideration that the glass of the hydrometer as
well a8 the sugsr solution itself is afiected by the temperature change.
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TABLES

3.—=SCHMITZ’S TABLE FOR DETERMINING PERCENTAGE OF
BRIX READINGS

(N = 26.048 gramns; al

lowance being made for an increase

Rkix ReaisinG
FROUM w8 TO 120

SACLHARL

Brix READING AND

: I)MHTRU—‘ 08§ 1.0 ] 15 § 2. 25 1 3.0 85| 4.0 | 4.5
1% /i 3
?ﬁ:ﬁ:&:fl lsﬁ‘;:::c‘ IVIsLONS 1.0019 1.0039. 1 .0058: 1.0078 |.0098 ¢.obezit. o137 X.0157{1,0177
or 0,03 1 0.29| 0.29| 0.29| 0.28| 0.28| 0.28 | 0.28| 0.28| 0.28
0.2 0,00 a 0571 0.57] 0.57] 0.57| 0.56| 0.56| 0.56 0.56
0.3 008 3 0.85] o851 0.85} 0.85( 0.851 .85} o. 4| 0.84
[ ¥ .11 4 LI4| 1.13| 1.13} L.13] 1.13] I.13| 1.12
0.5 0.14 s 1.43] 1.42) 141} 1.41{ 1.41| 1.41| 1.40
o6 0.17 6 1.70{ v.7¢ | 1.69| 1.69| 1.69| 1.68
o, 0.19 7 L8| 1.98) 1.98| 1.97{ 1.97( 1.96
O 0.23 8 229 2.26( 2.26| 2.25| 2.25
2 .35 9 254 2.54| 2.53| 2.53
10 2.82| 2.82] 2.81| 2.81
11 3.10{ 3.09| 3.09
12 3.38] 3.38 3.27
I3 3 3.05
x4 394 3.93
Brix Rxaning : 2:;
PROM 12,8 Tet 20.0 17 .
“Tenths of | Per cent 18
a Divisiont Sucrose I9
20
0.1 0,03 21
o2 0.0 a3
0.3 0.08 23
04 0,11
0§ or
oh 0.1
o.g 0.19
0. 0.21
04 .34

BRRBR kBRI SRR R
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SUGAR SOLUTIONS WIHEN THE SACCHARIMETRIC AND
ARE KNOWN

of v bath 1 soiime in eladfying Dor poboizdug.]

1 osmbpapntitagse, Srloirye Linan) oy
: . ) | ) [ Saccifaxd.
50 ab (80 BLTD B R0 KB, 80 0B 110.0]  wsemme

Y 1N
2 457 |«m7 teeg gy vl geayk n-ﬁ‘ |n\l) 1«.\\, hql’iu a8l 1604000 BB

auf s aak oy ul oaR « .!ﬂ 0. JR .98 0.28‘, o.u8 | o.u8 1
o5 nEL . G4h ; 88 a s 8% 5§ .55 .89 D085 0.8% 0 058 F4
o8y . vBy. 1y, Mg laky wiy nhyiuky i OBy o83 083, oba 3
1.14 xu. [ ¥ l.u PID DR o na Lo [ RUREE 8 4

1

14 ’»4“2 Lo 1@ L I‘*:! 1.483 a8 18 18 1y

[P TR I R 7 I T B 4 l’ﬂz Potc] 100" 160 16ag ] 1085 »
CY00 T Tan Lys 1% Lagl Tagi Ll Layg’ taog) Laa

P TR N TR I NI B R I F nu, B9a° wdl w2t aml ds 8

BT BTN RTIA B 1 I A7 w’ :n FRUNEENC I LR X7 9

aloi a8 2y 2y ayh 373 :77 agh. agh) 475 87§ 1o

L oA gy, geh goh . ot ges T ol a3l 308 e I

3 A 018 MM 4 4313 233l 3ar a4 3w 2

304 yra 463y ameg At 361 gbal gyl 3l 33 3% 13

3ys 3opai 4ot ,;;w‘ jl-'i 3!48 38R 38yl 3dn. 1M 305 14

4l g 1B gyt 4.1"5 4480 4150 4041 4. H! 4.1 15

$AR A7 A7 4400 348 44 43T 4R Al 4400 g0 0

775470 498 4780 473 4730 4705 40| 4t 4R o7 17

1 80g] g sms IR R AR AR AR 13

§3a) 531 sm S8 Su7. 5.0 5.5 S| S.uy] 549 1y

481 ta7i g6 g8y 8 ML 5533 551 550 w0

,,.h', ?ﬁs %e2 pEH TR SRR RS A 61

1LI3{ H.1a . Bl b lm! hary i Ol | Hof L]

HAL] O 038 Hhazl b g6l Bggl 6,33 faa 83

Doy HoH 608 H.64 1 fa] 6.6k ] boo 1 ¥

694 6093 Oyt Hao | 6.8y 687 E1
788 7.9 249 7.17 ] 7.101 7.18 "
7481 7,401 2,45 744§ 742 27
7:76 774 ;7317-” 77¢ 38
1 e _ B.ou 749 3 747 L
e o a;ss ::ﬁ :us *
2 3t
HET

.3 | % , 32
9.0 | 9.97 33
9:35 34

9.6s 3
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lerx Riabing |,
FROM .5 TG 129 SACCltAld. - .
micrie | 105 11.0‘ 11.5
o L I
ot a.03 1 0.28| 0.7 o2y
0.2 0.00 2 0.55| 0.55 ©0.55
0.3 0.08 3 082! o.82] o.82
0.4 o.IX 4 110} I.IO| 1.9
0.5 .14 g 1.37] 1.37{ 1.36]
Q.6 0.17 1.04] 1.b4{ I.04
o7 0.19 7 193! 191 191
0.8 023 8 2.19] 2Ig| 218
0% .25 9 247] 246] 2.46
10 2.74} 274} 273
I 3.03| 3.01] 3.00]
12 3.29| 3.28] 3.28
13 3-56 3-36 355
14 3.84| 3.83] 3.82
R S 4.11| 4.11] 4.10
Buix Reanve 16 4.39] 4.38) 4.37
FROM 12.8 TO 20.0 17 4.66 465) 4.64
18 4931 493 491
'l n(huof Per cont
a lc)lvlsion Sucrose 9 Sai 5301 519
20 549 547| 546
0.1 003 2% 576] 575! 574
0.2 ogg 22 6.03] 6.03 b.o1
03 o 23 6.31] 6.30| 6.28
[ 0.11 24 6.88[ 6.57| 6.56
0.8 0.1 2 6.86] 6.84 6.83
c»g o.x zg 7.13} 7.12 7.13
o. o.19 27 7.41} 7.391 7.3
0. ©0.21 28 7.38 7.(?;6 765
09 0.24 29 7-95 792
30 8.23] 8.21 8.30]
31 8.50 8.49) 8.47
32 8.78! 8.76] 8.74
33 905| 6.031 9.02
34 9331 931} 9.39
3 90| 9.58| 9.56
3 988 @gé 9
g 10,15 X0.13| IO.I;
10,40 10:!
39 l& 10.26

€.0483

0.27
0.55
o.82

1.09

1.36
1.4
1.91
2.18
2.45

273
3.00

337
35 3
409

430
4-63

12.0 li.f)ll 13.0

1.0506

0.27
O.54
0.82

1.09|

1.0528

0.27
0B
Log

10,

Brix RUADING AND

136
10549

0.27

0.54
0.81.

1.08
1.35
1.62]
1.89,
2,17

2.44]

2.71
2.98

9-49

10.30
10.57

14.0

14.6

L0570 1.0592

0.27

o081
1.08

1.35
1,62

1.89

243

2.70
2.97
324
351
3.78

4.06
4-33
4.60
4.87
5.14

5.41
5.68
5-95

6.49

676
7.03
7.30
7-57
7.84

8.11

8.93

1002

.27

04| 0.54

o.81
1.08

1.35
1.62

1.89

2,16] 2.10

2.43

6.23] ©.21

9-30 9.18

9471 9458
9.74] 973

10.28{ TO.
1055 10.53
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299
ONBING SIREIFIC GRAvVITY
" o SACCHAR|-
551160 16.5 | 17.0 1 17.5 | 18.0 | 185 | 19.0 | 19.5 | 20.0 METRIC
0635 | 10657 | 2.0678 | 1.0700| 1.0722 | 1.0744 | 1.0766 1.0788 | 10811 | ¢.0833 Divisioxs
2.274 g.z 2.27 0.271 0.27| 0.27) 0.27{ 0.27| 0.27| 0.26 1
. . .54/ 0.53| o©. o. o. . . .
0.81) 0.80! 0.80] 0.80 o.gg o.gg o‘gg g.;g g ;g g.;g g
1.08 1.07| r.070 1.07| 1.07] 1.06] 1.06| 1.06| 1.06| 1.06 4
1.34] 1.34f X.34] I. 1.33 I. I. L.32| 1. .
1.b1] 1.0 I.61 I.gg 1.60 :.gg :gg 1.29 :g; igg g
1.88 1.881 1.87| 1.87| 1.86| 1.86 1.86 1.85 1 85| 1.85 7
2.15) 2.150 2.14f 2.14] 2.13| 2.I3] 2.12] 212 2.12| 2.II 8
2.42) 241} 2.41} 2.40| 2.40| 2.39| 2.39| 2.38| 2.38] 2.37, 9
2.69; 268 2.68] 2.67] 2.67] 2.66| 2.65 =2.65 2.64| 2.64] 10
2.95/ 2.5 2.04] 2.94 2.93 2.92) 2.92| 2.91 2.9} 2.90 11
3.22; 3.23; 3.21) 3.20, 3.20| 3.I9 3.18| 3.18} 3.17| 3.17 12
349 349 3.48 3.47| 346 3.46| 3.45| 3.44| 3.44| 343 13
3-76| 3-75! 3.75| 3.74| 3.73| 3.72| 3.72| 3.71| 3.70 3.69 14
4.03) 4.02\ 4.02] 4.01| 4.00 3.99| 3.98) 3.97| 3.97| 3.96 15
4.300 4.29] 4.28 4.27} 4.26( 4.26| 4.25| 4.24] 4.23 4.22 16
4-57] 4.56; 4-55| 4.54 4.53| 4.52| 4.51] 4.50| 4.49] 4.48 17
4.841 4.83] 4.82| 4.B1| 4.80 4.79| 4.78| 4.77| 4.76| 4.75 18
5.11} 5.10] 5.09| 5.08{ 5.06| 5.05| 5.04] 5.03 5.02| 5.01 19
5.38 5.%6 5.35| 5.34| 5-331 5.32 5.31] 5.30| 5.29| $.28 20
5.08f 5.631 s5.62f 5.61| 5.60f 5.59 s-gi 5-56 5.55{ 5.54 21
5.91] 5.90 2.89 5.88| 5.87| 5.85 5. 5.83) 5.820 5.80 22
6.18] 6.17] 6.16] 6.14f 6.13] 6.12| 6.11] b.09| 6.08 . 6.07 23
6.45) 6.44| 6.43| 6.41] 6.40| 6.39 6.370 6.36] 6.351" 6.33 24
6.720 6.71] 6.69) 6.68] 6.67{ 6.65/ 6.64] 6.63] 6.61 6.60] 25
6.99] 6.971 6.96| 6.95| 6.93] 6.92| 6.90 6.89] 6.88| 6.86) 26
7.26] 7.24} 7.231 7.21] 7.20| 7.18| 7.17| 7.15| 7.14| 7.13 27
7.53| 7.51| 7.50| 7-48| 7.47| 7.45| 7.44| 7-42| 7-49 7.39 28
7.80| 7.78! 7.771:7.75| 7.73| 7.72| 7.70| 7.68) 7.67; 7.65 29
8.06] 8.05/ 8.03] 8.02| 8.00f 7.98] 7.97{ 7.95| 7.93| 7-92 30
8.33| 8.32] 8.30] 8.28) 8.27] 8.25) 8.23} 8.21) 8.20 8.18 31
8.60; 8.58] 8.57; 8.55 8.53 8,51 8.50; 8.48| 8.46) 8.45 32
8.87] 8.85{ 8.84) 8.82| 880 878 8.76{ 8.75| 8.73| 8.71 33
9-14] ¢.13} 9.10} 9.09! 9.07| 9.05! 9.03] g.01) 8.99 8.97 34
9411 Q- 9-37|: 9-35{ 9- 9.311 9.30| 9.28| 9.26| 9.24 35
9-68{ 9.66| 0.64{.09.62] 960 9.58] 9.56/ 9.54| 9-52{ 9-50 36
9.95| 9.93{ 9.91] 9.89! 9.87} 9.85| 9.83} 9.81} 9.79f 9.77 37
10.23} 10.20| 10.18] 10.15] 10.13| 10.X1| 10.09| X0.07| X0.05} 10.03 38
10.49} 10.46] 10.44| 10.42{ 10,40} 10.38] 10.36| 10.34| 10.32| 10.29 39
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Brix ReapinG Brix READING AND
FROM II1.§ TO 22.5 | SACCHARI-

Dmx:-rmc 115 12.0 12.5 13.0 135 14.0
T LviSIONS
a S‘l‘v}::lgg l;i‘;:;;: 1.0464 | 1.0485 | 1.0506 | 1.0528 | r.os49 | riose
40 10.93 10.91 10.89 10.86 10.84 10.82
0.1 0.03 41 11.18 1I1.16 | 1114 | ILI2| 110G
0.2 0.05 42 11.46 11.43 II.4( 11.39 | 11.36
0.3 0.08 43 .71 | I1.68 | 11.66 | 11.64
0.4 o.I1 44 11.98 11.95 | I1.93 11.9I
0.5 0.13 45 12.25 | I2.23 | I220 | 12.18
0.6 0.16 47 12.50 12 47 12.45
6.2 0.19 46 12.74 12.72
0.8 0.21 48 13.02 12.99
0.9 0.24 49 13.26
50
51
52
53
54
Brix READING gg
FROM 23.0 TO 24.0 57
—_— 8
Tenths of | Per cent 29
a Division| Sucrose
6o
o.1 0.03 61
0.2 0.0 62
0.3 o. 63
0.4 o.10 64
0.5 C.13 65
0.6 o.16 66
07 0.18 67
0.8 0.21 68
0.9 0.23 69

70

72
73
74

75

78

79
8o




TABLES 301
U)RRI':.—hml)lN(. Sl‘ncmc GraviTy
. SACCHARI-
14.5 15.0 15.5 16.0 10.6 17.0 17.5 METRIC

1.05G2 x.0613 1.0635 10657 1.0678 1.0700 — Divisions
10.80 10.78 10.76 10.73 10.71 10.69 10.67 40
11.07 11.05 11.03 11.00 10.98 10.96 10.94 41
1134 11.32 11.29 11.27 11.25 11.23 11.20 42
11.61 11.59 11.56 11.54 11.52 11.49 11.47 43
11.88 11.86 1183 11.81 11.79 11.76 11.74 44
1215 12.13 12.10 12.08 12.05 12.03 12.01 45
12 42 12.40 12.37 12.35 12.32 12.30 12.27 46
12.69 12.67 12.64 12.61 12.59 12.56 12.54 47
12.97 12.94 12 91 12.88 12.86 12.83 12.81 48
13.23 13.21 13.18 13.15 13.13 13.10 13.07 49
13 50 1348 13.45 13.42 13.40 13.37 13.34 50
1378 13.75 13 72 13 69 13.66 13.64 13.61 51
14.02 13.99 13.96 13.93 13.90 13.88 52
14.29 14.26 14.23 14.20 14.17 14.14 53
14.53 14.50 14.47 14.44 14.41 54
14.80 14.77 14.74 14.71 14.68 55
15.03 15.00 14.97 14,94 56
15.30 15.27 15.24 15.21 57
15.57 15.54 15.51 15.48 58
15.81 15.78 15.75 59
16.05 16.01 60
16.31 16.28 61
16.55 62
16.82 63
64
65
66
67
68
69
70
71
72
73
74
75
76
77
78
79
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Rrix READING Brix READING anD
Feom 1S T0 5 |saccuari-
METGIC 18.0 18.6 19.0 19.5 20.0 20.6
Tenths of | Per ceni [ I1vislons
a Division| Sucrose 1.0744 | 1.0766 | 10788 | L.oBrl | 1.0833 | 1.0855
40 1064 | 1062 | 10.60 | 10.58 | 10.56 | 10.54
0.1 0.03 41 10.91 10.89 10.87 10.85 10.82 10.80
0.2 0.05 42 11.18 | 11.16 | II.I3 | IL.iI | ILO9 | II.07
0.3 0.08 43 11.45 11.42 11.40 11.38 11.35 11.33
0.4 0.I1 44 11.71 | 1169 | I1.66 | I1.64 | IL.62 | IL.50
o. 0.13 45 11.08 | 1x.96 | 11.93 | II.OI 11.88 | 11.86
o. 0.16 46 12.25 | I12.22 | I2.20 | I12.I7 12,15 | I12.12
0.7 0.19 47 12,51 | 12.49 | 1246 | 12.44 | 1241 | 12.39
0.8 021 48 12.78 | 12.75 12,73 12,70 12,67 | 12.65
0.9 0.24 49 13.05 | 13.02 | 12.99 | 12.97 | 12094 | 1291
50 13.31 13.29 | 13.26 | 13.23 13.20 | 13.18
51 13.58 | 13.55 | 13.52 | 1350 | 13.47 | I3.44
52 13.85 | 13.82 | 13.79 13.76 13.73 | 13.70
53 14.11 | 14.08 | I4.05 & 14.03 | I4.00 | 13.97
o 54 14.38 | 14.35 | 14.32 | 14.29 | X4.26 | 14.23
Brix READING 55 14.65 | 14.62 | 14.50 | 14.56 | T14.33 | 14.30
FROM 23 0 TO 24.0 56 1491 | 14.88 | 14.85 | 14.82 | 14.79 | 1476
57 15.18 15.15 15.12 15.09 15.06 | 1502
Tenths of | Per cenc 58 15.45 | 15.42 | 15.38 15.35 15.32 | 15.29
a Division| Sucrose 59 1571 | 15.68 | 15.65 1562 15.58 | 15.55
60 1598 | 1595 | 15.92 | 15.88 | 1585 | 15.82
*o.x 0.03 61 16.25 | 16.21 | 16.18 | 16.15 | X6.11 1608
0.2 0.05 62 16.52 | 16.48 | 16.45 | 16.41 16.38 25
0.3 0.08 63 16.78 | 16.75 | 16.71 16.68 16.64
o.4 o.10 64 17.05 | 17.0L | 16.98 | 16.94 | 16.91 16 87
o. 0.1 gg 17.32 | 17.28 | 17.24 | 17.21 17.17 17.14
o. o.I 17.55 | 17.51 | 17.47 | 17.44 | 17.40
0.7 0.18 67 17.81 17.78 | 17.74 17.70 | 17.
0.8 021 68 18.04 | 18.00 | 17.97 | 17.93
0.9 0.23 69 18.3x | 18.27 18.23 | 18.19
70 18.53 | 18.50 | 18.46
71 18.76 | 18.72
72 19.03 | 18.99
73 19.25
74 19.53
73 19.78
76
77
78
79
8o
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CoRRESPONDING SPECIFIC GRAVITY
SaccHari-
21.0 21. 22.0 22.5 23.0 28.5 24.0 wa:rmcl
Divisions
1.0878 1.0900 1.0923 1.0946 1,0969 1.0992 1.1015
10.52 10.49 10.47 10.45 10.43 10.41 10.38
10.78 10.76 10.74 |- 1071 10.69 10.27 Io.gs ﬁ
I1.04 11.02 11.00 10.97 10.95 10.93 10.90 42
11.31 11.28 11,26 11.24 11.21 11.19 11.17 43
11.57 11.55 11.52 1150 11.47 11.45 11.42 44
11.83 11.81 11.78 11.76 11.73 1171 11.69 45
12.09 12.07 12.05 12.02 12,00 11.97 11.94 46
12.36 12.33 12.31 12.28 12.26 12,23 12,21 47
12.62 12.60 12.57 12.54 12.52 12.49 12.47 48
12.88 12.86 12.83 12,81 12.78 12.75 12.73 49
13.15 13.12 13.09 13.07 13.04 13.01 |  12.99 50
13.41 13.39 13.36 13.33 13.30 13.27 13.25 51
13.68 13.65 13.62 135 | 13.56 13.53 13.51 52
13.94 13.91 13.88 13 83 13.82 13 79 13 77 53
14.20 14.17 14.14 14.11 14.08 14.06 14.02 54
14.47 14.44 14.41 14.38 14 35 14.32 14.29 55
14.73 14.70 14.67 14.64 14.61 14.58 14.55 56
14.99 14.96 | 14.93 14.90 14.87 | 14.84 | 14.81 57
15.26 15.23 15.19 15.16 15.13 15.10 15.07 58
15.52 1549 | 15.46 1542 | 15.39 15 36 15 33 59
1578 | 15.75 1572 15.69 15.65 15.62 15.59 60
16.05 16.01 15.98 15.95 15.91 15.88 15.85 61
16.31 16.28 16.24 16,21 16.18 16.14 16.11 62
16.57 16.54 16.51 16.47 16.44 16.40 16.37 63
16.84 16.80 16.77 16.73 16.70 16.66 16.63 64
17.10 17.07 ¥7.03 17.00 16.96 16.92 16.89 65
17.37 17.33 17.29 17.26 17.22 17.19 17.15 66
17.63 17 59 17.56 17.52 17.48 17.45 17.41 67
17.89 .86 17.82 17.78 17.74 17.71 17.67 68
18.16 1 JI2 18.08 18.04 18.00 17.97 17.93 69
18.42 18.38 18.35 18 31 18.27 18.23 18.19 70
18.68 18.65 18.61 18.57 18.53 18.49 18.45 71
18.95 18.91 18.87 18.83 18.79 18.75 18.71 72
19.21 19.17 19.13 16.09 19.05 19.01 18.97 73
19.48 19.44 | 1940 | 19.35 | 19.31 19.27 19.23 74
19.74 19.70 19.66 19.62 19.57 19.53 19.49 75
20,00 19.96 19.92 19.88 19. 19.80 19.75 76
20.27 20.22 20.18 20.14 20.10 20.06 20.01 77
20.49 20.45 20.40 20.36 20.32 20.27 78
20.75 20.71 20.66 20.62 20.58 20.54 79
20.97 20.93 20.88 20.84 20.80 8o
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4. — EQUIVALENTS OF DEXTROSE, MALTOSE, AND LACTOSE
IN PARTS OF COPPER OXIDE OBTAINED BY DEFREN'S
METHOD OF DETERMINATION

Parts Correr| Parts Parts | ParTs |PARTS CoriErR| ParTS PArTS | ParTs
Oxrog DExTROSE MALTOSE| L ACTOSE Ox1ur DExTrOSE'MALTOSE' LACTOSE
Kt -
30 13.2 21.7 18.8 77 34.0 56.0 48.5
31 13.7 22.4 19.5 78 344 56.7 49.2
33 14.1 23.1 20.1 79 34.9 574 49.8
33 14.6 23.9 20.7 8o 354 58.1 505
34 15.0 24.6 21%.4 81 359 58.9 5i.X
35 154 25.3 22.0 82 363 59.6 517
36 159 26.1 22.6 83 36.8 60.3 52.4
37 16. 26.8 23.3 84 37.2 61.1 53.0
38 16. 27.5 23.9 8s 377 61.8 53.6
39 17. 28.3 24.5 86 38.1 62.5 54.3
40 17. 20.0 25.2 87 38.5 63.3 54.9
41 18.1 20.7 :g.B 88 39.0 64.0 55.5
42 18.5 30.5 -4 89 394 64.7 56.2
43 19.0 31.2 27.1 90 399 6.5 56.8
44 10.4 31.9 27.7 91 40.. .2 57.4
4 199 32.7 28.3 92 40. 66.9 58.1
4 20.3 334 29.0 93 4L2 67.7 58.7
47 20.7 3¢.1 29.6 %4 417 68.4 9-3
48 21.2 34.8 30.2 95 42.1 69.1 .0
49 21.6 3%.5 30.8 42.5 69.9 60.6
50 22.1 .2 3L.5 97 43.0 70.6 61.2
51 22.5 37.0 33.1 o8 434 713 61.9
52 23.0 377 327 9 439 731 | 625
53 23.4 384 33.3 Ico 44 72.8 63.2
54 23.8 39-2 34.0 101 44 73.5 | 638
55 24.3 399 346 o 45.3 743 | 64.4
56 247 40.5 352 103 45-7 750 | 681
5 25.1 41.3 359 Io4 46.2 757 237
5 5.5 42.1 36.5 Io 46.6 76.5 3
2(9) 26.0 428 37.1 X 470 77.2 67.0
26.4 435 37.8 107 47.5 779 | 676
61 26.9 44.3 38.4 108 48.0 78.7 68.2
62 27. 450 390 109 48.4 794 | 689
63 z 457 39.7 IX0 48.9 8o.1 69.5
.2 .5 40.3 111 443.3 8o 70.1
gg 28.7 47.2 409 112 81.6 70.8
20.1 47:2 41.6 113 50.2 82.3 71.4
67 29.5 48, 432 114 507 83.x 73.0
68 30.0 49:4 42.8 34 SI.X 83.8 727
69 394 50.1 43.5 11 516, | 845 | 733
70 30.9 50.8 44.1 Ix 530 85.2 740
71 3L 516 44.7 11 52.4 85.9 74.6
72 3 523 124 119 539 6 75-2
73 333 530 0 120 53 87.4 759
74 326 | 538 46.6 121 5 88.x ¥
75 33.1 545 47:3 133 54-2 889 | 773
76 335 552 47.9 123 547 806 | 779
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Parts CoriEr| ParTs ParTs | ParTs [ParTs CoPPER| PARTS Parrs | Parts
Oxipe DexTrose!MALTOSE|LACTOSE OxipE DEexTrROSE|MALTOSE|LACTOSE
124 55.1 90.3 78.5 178 795 130.3 | II3.3
125 55.6 9I.1 79.1 179 8o.0 131.0 1139
126 56.0 91.8 79.8 180 80.4 1318 | 114.6
127 56.5 92.5 80.4 181 80.8 132.5 | I1I5.2
128 56.9 93-3 81.1 182 81.3 133.2 115.8
129 57.3 94.0 817 183 81.8 134.0 116.5
130 57.8 94.8 82.4 184 82.2 134.7 117.1
131 58.2 95.5 83.0 185 827 135.5 117.8
132 8.7 96.2 83.6 186 83.1 136.2 | 1184
133 50.1 97.0 84.2 187 83.5 136.9 119.X
134 50.6 97.7 84.9 188 84.0 137.7 119.7
13 60.0 98.4 85.5 189 84.4 138.4 | 1204
13 60.5 99.2 86.1 190 84.9 130.1 121.0
137 60.9 99.9 86.8 191 85.4 130.9 121.7
138 61.3 100.7 87.4 192 85.9 140.6 122.3
139 61.8 101.4 88.1 193 86.3 141.4 123.0
140 62.2 102.1 88.7 104 86.8 142.1 123.6
141 627 102.8 89.3 195 87.2 142.8 124.3
142 63.1 103.5 go.0 196 87.7 143.6 124.9
143 63.6 104.3 0.6 | 197 88.x 144.3 125.6
144 64.0 105.0 91.3 198 88.6 145.1 | 1262
145 64.5 105.8 9Lg9 199 89.0 145.8 126.9
146 64.9 106.5 92,6 200 89.5 146.6 127.5
147 65.4 107.2 932 201 89.9 147.3 128.2
148 65.8 108.0 93.9 202 90.4 148.1 128.8
149 66.3 108.7 94.5 203 g0.8 148.8 | 120.5
150 66.8 109.5 95.2 204 9L3 149.6 130.1
151 67.3 110.2 95.8 205 917 150.3 130.8
152 67.7 1110 96.5 206 92.2 15I.1 131.5
153 68.3 1117 97.1 207 92.6 151.8 132.1
154 68.7 112.4 97.8 208 93.X 152.5 | 132.8
155 69.2 | 1132 984 209 93.5 153.3 | 1334
156 69.6 113.9 99.1 2I0 94.0 154.1 134.1
157 70.0 114.7 99.7 211 944 154 .8 | 134.7
158 705 | 1154 | 1004 212 94.9 135.4
159 70.9 116.1 I01.0 213 95.3 1 5 .3 136,0
160 7L 116.9 I0L7 214 95.8 157.1 1367
161 71. 117.6 | 1023 21§ 96.3 157.8 | 137.3
162 72.3 1184 | 103.0 216 96.7 158.6 138.0
163 72.7 119.1 103.6 217 97.2 159.3 | 138.6
164 73.2 119.9 | 1043 218 97.6 160.0 | 139.3
165 73.6 1206 | 104.9 219 98.1 160.8 139,9

166 74.1 1214 | 105.6 220 98.6 161.5 | 140.6

167 74.5 122.1 106.2 221 99.0 162.3 141.2
168 74.9 1229 | 106.9 222 99.5 163.0 | I4L9
169 75 1236 | 107.5 223 99.9 163.7 | 142.5
170 75. 1244 | 108.2 224 100.4 164.5 143.2
171 76.3 125.1 | 108.8 225 100.9 165.3 | 1438
172 76.8 125.8 | 109.5 226 101.3 1660 | 144.5
173 77.3 126.6 | 110.1 227 101.8 166.8 145.1
174 777 127.3 110.8 228 102.2 , | 167.5 145.8
17 78.2 128.1 114 229 102.7 168.3 146.4
I 786 128.8 | 1120 230 103.1 169.1 | 147.0
177 79.1 ' | 129.5 | 1126 231 103.6 169.8 | 147.7
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Parts CorrER| PaRTS Parrs | Parts |PArRTS CorrEr| Parts PARTS | ParTS
OxipR DexTrOSE|MALTOSE|LACTOSE Oxipe DEexTrOSE|MALTOSE|LACTOSE
232 104.0 170.6 148.3 277 124.6 204.5 1776
233 104.5 171.3 149.0 278 125.1 2052 | 1783
234 105.0 172.1 149.6 279 125.6 2060 | 1789
235 105.4 172.8 150.3 280 126.1 206.8 179.6
236 105.9 173.6 150.9 281 126.5 207.5 | 180.2
237 106.3 174.3 151.6 282 127.0 208.3 | 1809
238 106.8 175.1 152.2 283 127.4 209.0 181.5
239 107.2 1758 | 152.9 284 127.9 2008 | 182.2
240 107.7 176.6 153.5 285 128.3 210.5 182.9
241 108.1 177.3 154.2 286 128.8 2113 183.6
242 108.6 178.1 154.8 287 120.3 212,1 184.2
243 109.0 178.8 155.5 288 129.7 212.8 184.9
244 109.5 179.6 156.1 289 130.2 213.6 185.6
245 109.9 180.3 156.8 290 130.6 214.3 186.2
246 110.4 181.1 157.4 291 13LI 215.1 186.9
247 1109 181.8 158.1 202 1315 215.9 187.6
248 117.3 182.6 158.7 293 132.0 216.6 188.2
249 1118 183.3 150.4 204 132.5 217.4 188.9
250 112.3 184.1 160.0 29 133.0 218.2 189.5
251 1127 184.8 160.7 29 133.4 218.9 190.2
252 113.2 185.5 161.3 297 133.9 219.7 190.8
253 1137 186.3 162.0 268 134.3 2204 | 19L§
254 114.1 187.1 162.6 299 134.8 221.2 192.1
25, 114.6 187.8 163.3 300 135.3 221.9 192.8
25 115.0 188.6 163.9 301 135.7 222.7 193.4
257 115.5 189.3 | 164.6 302 136.2 223.5 | I04.I
258 116.0 190.X 165.2 303 136.6 224.2 104.7
259 116.4 190.8 165.9 304 137.1 225.0 195.3
260 116.9 1916 | 166.5 305 137.6 2258 | 196.0
261 117.3 1924 | 167.2 306 138.0 2205 | 1966
262 117.8 193.1 167.8 307 138.5 227.3 | 197.3
263 118.3 1939 | 168.1 308 138.9 2281 | 197.9
264 1187 194.6 169.5 309 139.4 228.8 198.6
265 119.2 195.4 169.8 310 139.9 220.6 169.3
266 119.6 196.1 170.4 311 140.3 2304 | 199.9

120.1 196.9 17L.1 312 140.8 2311 | 2006
268 120.6 197.7 171.7 313 412 2319 | 2013
269 121.0 198, 172.4 314 1417 2327 | 2020
270 1214 199.2 | 1730 31 142.2 233.4 | 202.6
271 121.9 109.9 | 1737 31 142.6 234.2 | 203.3
272 1224 2007 | 1744 317 431 2349 | 2039
273 122.8 201.5 175.0 318 143.6 2357 | 204.6
274 123.3 2022 | 1757 319 144.0 236.5 | 205.3
275 1237 | 2030 | 1763 320 1445 237.2 | 2059
276 . 124.3 203.7 177.0
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5.—CALCULATED VALUES OF CUPRIC-REDUCING POWERS AND
PARTS OF MALTOSE, DEXTROSE, AND DEXTRIN PER UNIT
OF CARBOHYDRATE FOR EACH DEGREE OF ROTATION
OF A NORMALLY ACID HYDROLYZED S$TARCH SOLUTION

2 K _* ”m
fa D 386 386 386 0386 A386
195 0.000 0.000 ©0.000 1.000
194 0.011 o.017 0.001 0.982
193 0.022 0.038 0.001 0.966
192 0.032 0.052 0.001 0.947
191 0.041 0.068 0.002 0.930
160 0.051 0.084 0.002 0914
189 0.061 0.098 0.002 0.900
188 0.071 C.114 0.003 0.883
187 0.081 0.128 0.003 0.869
186 0.090 0.143 0.005 0.852
185 ©.100 0.157 0.003 0.838
184 0.109 0.170 0.008 0.822
183 0.118 0.183 0.010 0.807
182 0.127 0.195 0.012 0.793
181 0.137 0.207 0.014 0.779
180 0.146 0.219 0.016 0.765
179 0.155 0.227 o.0ig 0.754
178 0.164 0.237 0.022 0.741
177 0.173 0.247 0.024 0.729
176 0.182 0.257 0.027 0.716
175 0.191 0.266 0.031 0.705
174 0.199 0.274 0.03% 0 692
173 0.207 0.282 0.038 0.680
172 0.216 0.290 0.042 0.668
171 0 224 0.298 0.046 0.656
170 0.233 ©.305 0050 0.645
169 0.242 0.312 0.033 0.635
168 0.251 0.318 0.056 0.625
167 0.259 0.325 o.060 0.615
166 0.267 0.331 0.064 o.605
165 0.275 o 337 0.068 0.595
164 0.283 0.343 0.073 0.584
163 0.292 o 350 0.076 0.572
162 0.300 0.356 0.083 0.561
161 0.308 0.362 0.088 0.550
160 0.316 0.367 0.093 0.540
159 0.324 0.374 0.098 0.528
158 0.332 0.381 0.102 0.517
157 0.340 0.387 0.106 0.507
156 0.348 0.392 o.110 0.498
155 0.356 0.397 0.115 0.488
154 ©.365 0.402 0.120 0.478
153 0.373 0.407 o.125 0.468

* Obtained by Defren’s Reduction Method.
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86
308 D386 3
- 0.458
1 86 = -
[a D 386 0.412 o >
81 0.414 o o
i 25 0.146 o4
152 0.389 0'425 0145 3
151 0.397 0'429 o152 s
150 0'402 0'23 4 01158 R
149 .41 2.434 aids e
: o2 .436 0.175 0.375
147 0.427 0.439 173 2
o. :
146 435 o33 oz =
145 0.44 .445 i 2
h 0‘458 2.448 0.199 C.342
143 0.42 - 015 e
142 0.465 o.452 o.a00 5
141 0.473 0.4 s i
481 o4s :
140 C-4 8 56 oo 3
139 0-486 2‘158 s 2
138 0.49 .459 e e
137 ©.503 . 4 3y 2
136 0.510 o.4g° e 2
135 0.517 0.460 0% %
134 0.524 o.46I e =
133 053¢ 0461 2l 2
132 0.53 0.462 o 2
131 - 0.546 0.4& 0:287 =
130 0.553 0“151 oty 2
129 0.560 o. o e =
128 0.567 0.460 e 2
127 0.574 0.4 o e =
126 o. sag 0459 o5 =
125 0.58 045 6 o33 2
124 0.595 0.425 e =
123 o.oz 0-453 a3 =
122 0.608 0.4, 3 a3 5
121 0.614 o.45o .361 T
120 0.621 a3 0.369 2
119 0.628 o4 0’377 =
118 0'82 o::ﬁ 2.387 ool
; : : : o 0.161
116 0.649 0442 o3 4
ns = 0.432 g.ﬁ? 0.152
: e o33 0.420 0147
113 0.669 0.433 0.428 3
112 0.675 0.429 o i
3 2 042?: 0.445 ©.133
110 0.687 04:8 . : 5
109 0.694 041 gjga .
108 0.700 0.4 .}. > o=
107 6.707 0.41 '480 -
106 0.713 0.407 ° & i
- o 3 2'493 0.103
: o 5 0.508 0.099
103 0.732 o : SIB
o1 0.738 b4 :
101 o738 0.354
% 0.750
9




000°'0 000°I 000°0 000°1 €S
Z00'0 £€66°0 Soo*o L4660 ¥S
€o0'o zg6'o S10%0 T66*0 SS
too*o 160 Szo'o Lg6%o 9S
$00°0 og6+o 9€o'o zg6'0 LS
Sob*o g¥6'o L¥oro Ll6'o g5
9000 Lgbro Lsoro tlbo 65
9000 9z6°0 890 O Lgbo o9
800’0 1670 gloo 960 x9
010°0 z0b6'0 8800 L5860 zg
1100 ofg'o 6600 2560 €9
1100 6ig'o oIr'o 6o 9
Z10°0 £98'0 1Z1°0 60 S9
100 osg'o ofr'o LE6'0 L
S10' otgo 6€10 26670 L9
910’0 Sego 6t1'o 9%6°0 89
Zio'o vzg'o 65ro 1260 69
gIo'o 1180 ol1o 916 oL
0z0°0 108'0 6.l1°0 116'0 1L
ZT00 630 631°0 ‘0 (74
€z00 gllo 661°0 106°0 €L
tzoo 99l0 olzo S6g°0 ¥
9zo'0 S§lo é1z'0 63g'0 s
8200 trlo gzz'0 tggro 9L
ofoo €€lo Lz o glgo Y72
1£0°0 zzlo trzo zlgo 8L
z£o'0 ES YA 9Sz'0 lgg-o 64
S€oo 10l'0 Y9z°0 2980 og
gEoo 0690 zlzo 9Sgo 18
o' o 089°0 6iz 0 oSg'o zg
Eroo olyg-o gz o g0 €g
oo 099°0 +6z° 6€g0 ¥g
gho'o 0590 zof-o ) 58
z50'0 ob9-o got o §z8°0 08
SSo'o o€9'0 S1€'0 zzg°0 L8
gSo 0 039'0 zzf0 918'0 88
190°0 0x9*o 6z€+0 01g'0 6g
tgo*o 009°0 9€t-0 Sog-o ob
8go*o 1650 z¥Eo 66.°0 16
zlo'o 1850 L¥Eo €640 zb
glo'o zlSo zSE-0 Lglo €6
ogo*o €950 LS€-0 18l +6
tgo-o +850 zgE 0 Silo S6
Lgo'o S50 g9€0 69L0 =13
obo'o 9€5°0 ¥iEo €olo 46
€60-0 LzS0 ogo L8Lo 86

€ c 4 € a
93 v 98 hrg 98 w wwmx g% @ _”Bu

60t SATEVL



310 TABLES

6.— DENSITY OF WATER AT DIFFERENT TEMPERATURES

. . DrNsiTY oF WATER . . Density oF W
THMPERATHRE ¢ TEMTERA TURE:: ATER
1Jzci s CINTIGRADE] REL;‘:;E;”‘ A’;’ ;Jscl_’ BN DEGrars CENTIGRADE, REL’S‘mEA'f‘rO 55(?5”'

o® 099987 27° 099660
I 0.99993 28 0.99633
2 0.99997 29 0.99605
3 0.99999 3Q 0.99577
4 100000 31 0.99547
g 0.99999 32 090517
0.99997 33 099485

7 0.99993 34 0.99452
8 0.99989 35 0.99418
9 0.99982 36 0.99383
0 0.99975 37 0.99347
1 0.99966 38 099310
12 0.99955 39 0.99273
13 0.99943 40 0.99235
14 0.99930 41 0.99197
15 0.99916 42 0.99158
15.5 0.99908 43 0.99118
T 0.99900 44 0.99078
17 099884 4 0.99037
17.5 0.99875 4 0:.98996
18 099865 47 0.08954
19 0.99846 48 oglglo
20 0ggdhb 49 0.98865
21 o.99805 gg 0.98819
22 099783 0.98334
a3 099760 70 0.97790
24 099737 8c 0.9719 1
:g 099712 90 0.96550
99687 100 0.95863

The temperature readings are those given by a mercury thermometer.
Landolt’s table refers to Aydrogen thermometer readings. The readings of
the two thermometers agree at 0 and 100°. At 20° the mercury thermometex
reads about 0.1° less than the hydrogen.
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7 —VOLUMES OF SUGAR SOLUTIONS AT TEMPERATURES
BETWEEN 0o° AND 100° C. (Mercury thermometer)

(Volume at 0° = 1. Gerlach.)

Tow 0% | 5% | 10% | 15% | 20% | %% | 309 | 359

o 100000 | 1.00000 | 1.O0COO | 1.00000 | 1.00000 | 1.00000 | 1.00000 | I.00000

5 0.99989 | 1.00013 | 1.00028 | 1.00043 | 1.00053 | 1.00063 | 1.00083 1.00093
10 1.00013 | 1.00046 | 1.00076 | 1.00100 | 1.00136 | 1.00161 | 1.00186 | 1.00216
15 1.00070 | 1.00114 | L.OOI59 ; 1.00199 | 1.00239 | 1.00289 | 1.00319 | 1.00359
17.5 | 1.0OIIO | 1.00170 | 1.002IO | 1.00260 | 1.003¢C5 | 1.00355 1.00405 | 1.00445
20 1.00160 | 1.00232 | 1.00271 | 100332 | 1.00382 | L.00432 ‘1.00482 | 1.00522

25 1.00275 | 1.00365 | 1.00415 | 1.00475 | 1,00535 | I.00 1.00650 | 1.001
30 1.00415 | 1.00508 | 1.00568 | 1.00638 | 1.00608 Iooggg 1.00823 1008633
35 1.00575 | 1.00681 | 1.00741 | 1.00811 | 1.00881 | 1.00g5I | L.010I1 | 1.0I07I
40 100755 | 1.00864 { 1.00934 | 1.01014 | 1.01084 | L.OII55 | 1.0I220 | L.o1280
45 1.00955 | 1.01077 | I.0I153 | 1.0122% | 1.01308 | 1.01378 | 101443 | 1.01503
50 1.01175 | 1.0I30I | 1.01381 | 1.OI461 | LoIs41 | 101616 | 1.01676 | 1.01737
55 1.0415 | 1.0I344 | 101624 | 1.01704 | 1.01785 | 1.01865 | 1.01925 | LoIgBo
60 1.01675 | 1.01808 | 1.01878 | 1.01958 | 1.02038 | 1.02118 | 1.02160 1.02233
65 1.01955 | L.02081 | 1.02141 | 1.02232 | 1.02302 | 1.02382 | 1.02447 | 1.02497
70 1.02255 | 102365 | 1.02425 | 1.02515 | 1.02575 | 1.02655 | 1.02721 | Lo2771
75 1.02570 | 1.02669 | 1.02719 | 1.02809 | 1.02869 | 1.02939 | 1.03004 | 1.03054
8o 1.02000 | L02973 | 1.03033 | 1.03113 | 1.03183 | 1.03243 | 1.03303 | 1.03348
85 1.03240 | 1.03307 | 1.03367 | 1.03437 | 1.03517 | 1.03567 | 1.03017 | 1.03657
9o 1.03585 | 1.03661 | 1.03721 | 1.0378I | 1.03861 | 1.03011 | 1.03951 | L.03976
95 1.03930 | 1.04735 | 1.04085 | 1.04145 | 1.04215 | 1.04255 | 1.04286 | 1.04311
100 1.04275 | 1.04409 | 1.04459 | 1.04520 | 1.04570 | 1.04600 | 1.04630 | 1.04660

T::f? 40% | 46% | 60% | 556% | 60% | 6% | 0% | 5%

o ¥.00000 | 1.000C0 | 1.00000 | 1.0000O | 1.00000 | 1.000CO | 1.000CO | 1.00000
5 1.00113 | 1.00I33 | 1.00153 | 1.00163 | 1.00I73 | 1.00173 | 1.00178 | 1.00I83
10 1.00245 | 100276 | 1.00300 | 1.00320 | 1.00341 | 1.0035% | 1.00356 | 1.00366
15 1.00399 | 1.00434 | 1.00469 | 1.00494 | 1.00514 1.00529 | 1.00539 | 1.00549

17.5 | 1.00480 | 1.00515 | 100550 | 1.00581 | 1.00606 | 1.00616 | 1.00626 | 1.00641

20 1.00562 | 1.00602 | 1.00642 | 1.00667 | 1.006g2 | 1.00712 | 1.00722 | 1.00732
25 1.00735 | £.00785 | 1.00825 | 1.00850 | 1.00800 | 1.00805 | 1.00905 | I.00920
30 1.00918 | 1.00978 | 1.010I8 | 1.01043 | 1.01073 | 1.0Iog8 | 1.01093 | L.OII13
35 1.OIII6 | X.0I182 | 101222 | 1.01247 | 1.0I277 | 1.0I302 | 101287 | 1.0I31I2
40 1.01335 | 1.01305 | 1.0X435 | 1.01460 | 1.01490 | L.OI5IS | 1.01485 | 1.OISIS
45 101558 | 1.01623 | 1.01658 | 1.01683 | 1.01713 | 101728 | 1.01688 | 1.01728
50 1.01791 | 1.01862 | 1.01892 | 1.01917 | 1.01g47 | 1.0I952 | 1.01912 | 1.01952
gg 1.02045 1-02;;3 Lo2135 | 1.02160 | 1.021g0 | 1.02185 | 1.02135 | 1.02175
1.02309 | 1.02, 1.02! 1.02414 | 1.02434 | 1.02419 | 1.02379 | 1.02409

65 1.02572 | L.02632 1.02242 1.02667 | 1.02687 | 1.02662 | 1.02622 | 1.02642
70 1.02846 | 1.02906 | 1.02906 | 1.02931 | 1.02041 | 1.02916 | 1.02886 | 1.02886
75 1.03120 | 1,03190 | 1.03180 | 1.03195 | 1.03205 | 1.03170 | 1.03150 | 1.03130
80 1.03403 | 1.03484 | 1.03464 | 1.03460 | 1.03479 | 1.03434 | 1.03419 | 1.03383
83 1.03697 | 1.03788 | 1.03758 | 1.03743 | 1.03763 | 1.03707 | 1.03687 | 1.03647
90 1.04007 | 104092 | L. 2 | 1.04032 | 1.04052 | 1.03991T | 1.03961 | 1.0391L
95 1.04331 | 1.04406 | 104376 | 1.04336 | 1.04346 | 1.04276 | X.04256 | 1.04185
X00 104070 | 104720 | 1.04700 | 1.04640 | 1.04650 | 1.04570 | 1.04550 | 1.04459
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8 —TABLES FOR CALCULATING TIIE PER CENT OF INVERT
SUGAR IN I'RESENCE OI¢ SUCROSE FROM TtIE COPPER
PRECIPITATED IN HERZFELD'S REDUCTION METHOD BY
10 GRAMS OF SAMPLE

A.— When less than one per cent of invert sugar is in sample.

Pgr CexT Per CENT
Mga. CorPER INVERT SUGAR Mg. CoppER INVERT SUGAR

50 05 155 -39
55 07 160 62
6o 09 165 bg
65 I 170 .68
70 14 175 71
75 16 180 74
8o .19 185 .76
-1 21 190 .79
90 24 195 .82
95 27 200 .8
100 .30 205 8
108 .32 210 .90
110 3 215 93
13 .3 220 96
120 40 225 99
125 43 230 02
130 j.g 235 .05
135 240 Loz
140 51 245 I.IO
145 5.

150 5
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B. — Iuvert sugar factors when more than one per cent of invert sugar is

in sample.
RATIO oF SUCROSE ArPrROXIMATE WEIGHT OF INVERT SUGAR CGRRESPONDING TO THE
TO INVERT SUGAR COPPER ACTUALLY WEIGHED (z= (_.")
2

R: Y 200 mg. ) 175 Mg.| 150 mg.| 125 mg. | 100 mg. | 75 mg. | 50 mg,
-

0 ! Ioo 56.4 554 54-5 53.8 53.2 53.0 53-0
Io : 90 56.3 55.3 54.4 53.8 53.2 52.9 52.9
20 : 8o 56.2 55.2 54-3 53.7 53.2 52.7 52.7
30 : 70 56.1 55.1 54.2 53.7 53.2 52.6 52.6
40 : 6o 55.9 55.0 54.1 53.6 53.1 52.5 52.4
50 ¢ 50 55-7 54.9 54.0 53.5 53.1 52.3 52.2
6o : 40 55.6 54.7 53.8 53.2 528 52.1 SL.g
70 : 30 55-5 545 53.5 52.9 52.5 51.9 51.6
80 : 20 55.4 54.3 53.3 52.7 52.2 51.7 5r.3
9o : Io 54.6 53.6 53.1 52.6 52.1 51.6 5I.2
9I ¢ 9 54.1 53.6 52.6 52.1 5.6 51.2 50.7
92 : 8 53.6 53.1 52.1 5L.6 5I.2 50.7 50.3
93 : 7 53.6 53.1 52.1 5I.2 51.7 50.3 49.8
94 : 6 53.1 52.6 51.6 50.7 50.3 49.8 48.9
95 : 5§ 52.6 52.1 5I.2 50.3 49.4 48.9 48.5
96 : 4 52.1 52 50.7 49.3 48.9 477 46.9
97-: 3 50.7 50.3 49.8 48.9 47.7 46.2 45.1
98 : 2 49.9 48.9 48.5 47-3 45.8 43.3 40.0
99 : r 47.7 47.3 46.5 45.1 43-3 41.1 38.1

s

Explanation of Table B.— The cupric-reducing power of an invert sugar
solution is not only dependent ou the concentration of the invert sugar itself,
but is also aifected by the amdunt of sucrose present. Hence, in order to deter-
mine the factor for calculating the exact weight of invert sugar correspondingto
the copper precipitated, it is necessary to have a convenient way of making a
rough preliminary estimation of the Tnvert sugar weight, so that the approxi-
mate ratio af the invert sugar to sucrose may be kuawn.

T'he approximate weight of invert sugar (2) is one half of the precipitated
copper (). ‘Tlie weight of invert sugar so found, divided by the weight of
sample ([V) in 50 ec. of the sulution taken for Fehling test, is the approximate
per etnt of invert sugar (i) in‘the sample. The polarization of the sample
(7% is taken as the per cent of suerose.  “The ratio of the per cents of sucrose
and invert sugar so found is expressed in parts per hundred of the sum of
these prreentages, and the nearest eorresponding ratio (4: ¥') is found in the
left-hand eoluuin af ‘Iable B. The factar (&) in this table corresponding to
this ratio, in the column under the weight approximating most iearly to the
weight of invert sugar (£), is multiplied b]}; the weight of copper (Cx) to give
the exact per eent of invert sugar (/) in the sample.

Expressed algeliraically :

z=t¥ 10Z_; 1005 qeo-p=v, r=fCt

2 w i+ P
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OPTICAL ROTATION CONSTANTS FREQUENTLY USED

Sucrose. [a]® = 66.67° — 0095w (w, 4.5 to 22.7).

(When w is taken as the weight of sugar in grams in 100 Mohr cc,, the
equation liecomes [a]T-? = 66.82° — .0096 . This of course is not the

‘true specific rotation, but is a convenient constant for saccharimetric
calculations.)
"Temperature formula: [a:)] = [a]f)o — 0114 (¢ — 20).

Lactose. [d]g’: 52.§3°% (Very slight change with variation in concentra-
tion.) Temperature formula: [a]} = [«]® — .070 (20 — ).

Maliose. [a] = 140.375° — .01837 p — .095 4

Raffinose. [a]20 = 104.5°.

Dextrose. [a]V = 52.50° + 018796 p 4 00051683 2.  (Little affected by
temperature change.)

Invert sugar. [a]ﬁ’ =~ 19.82 — .04 2. [a]t) =—27.9 + .324.

Quarte. [a]t = 21.72° (1 +.000143 (20 — §)).



INDEX

Absolute specifie rotation, 245.

Aceuracy of saccharimetry, 39.

Acid hydrolysis, laciose, 102; laws, 198,
252; mallose, 102; raffinose, 108;
speed, 252; starch, 174; suerose, 103
temperature influence, 254.

Acidity, juiee, 122.

Affinity constants, 251; by starch hydrol-
ysis, 255: by sucrose hydrolysis, 252.
Alkaloids, 262; brucine, 248; cbinehoni-
dine, 264 ; coeanine, 265; nicoline, 266;
quiniue, 264; strychnine, 248 used in

synthesls, 243.

Aluinina, mixture for clarifying, go

Analyzer, 8.

Andrews's teinperature corrections, 43.

Angulir degree scales, 11, 29.

Antlpodes, 239: separation of, 243.

Atpiparent quotient of purity, 153.

Arablinose, 251.

Ash, detfermination in beet juices, 150:
glucose, 193; density correction, 194.

Asparagine In cane juice, x25.

Assymmetric carbon, 240.

Bagasse, 114, fibre in, 124.

Bag filters, 156.

Halance, 39, 53: specific gravity, 186.

Barrel slrup, 157.

Baxic lead ucetate solutlon, 54

I3caiimé hydrometers, 128; for glucose
industry, 208; table, 28s.

Beet juice, 146; diffusion, 145.

Beet molasses, 148; sugar from, 148,

Beet sugar, 147; export, 111, 155; valua~
tion, 155.

Beets, 144; sugar determination, 149;
sampling, 149.

Bibliography, reference books, 279:
papers on saccharimetry, 100; papers
on starch, 231,

Biose sugars, 101.

Biot, 17; light wave value, 19; solution
formule, 245.

Boiling blank, 135.

Bone black. 157; in sacchariinetry, 91
filters, 156; spent (“spent black™).
158, 207.

Borneol, 269.

British guin, 219.

Brix hydrometers (spindles), 117; con-
venient size, 55; reading, 118; tem-
perature corrections, §5, 295; tables,
285, in glucose analysis, 194.

Brown's researches in starch, 174, 192,
199, 221.

Brucine salts, 248.

Cadinene, 268.

Calc spar (see Iceland spar).

Calculation of errors, 39, 63.

Calibration of flasks, Mohr cc., 565 true
cc., 57 ’

Catibraiion of saccharimeters, 41, 45

Camphene, 267.

Camphor, 247.270; in celluloid, 261.

Cane culture, 112; fibre, 114 fibre deter-
mination, 124; mills, 114; sampling.
113; seedling, 112; sour, 123; valua-
tion, 113.

Cane juice, 114; classification, 125; com-
position, 115 ; extraction, 115, 123, 139}
unripe, 122, 140.

Carbonatation, 146.

Carvone, 270.

Caryophyllene, 268.

Celluloid, camphor in, 261.

Cellulose hydrolysis, 235. v

Cemnfuga.lymachmes, 132, 1387, 156,
208.

Centrifugal sugars, 88, 155.

Chandler and Ricketts's detection of
glucose, 226.

Citral, 272.

315
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Citronellal, 270, Diamyl, 1.

Citronellol, 268.

Clarification, beet juice, 145; cane juice,
125; Deming proeess, 126; errors, 96
glieose, 206; in saccliurimetry, 89, 9o;
Hom’s, go.

Chirifier (see dcfecator).

Clerget method, prineiptes, 104 origingl,
105: Herzeld's, 107 ; Tolinan's inves-
tigation, 108; applied by Leach, 232.

Cocaine, 265.

Concentration, formula, 12, 13; errors
in saccharimetry.g8; influence on rota-
tion, 5. 11,244 ; juices, 128 : glucose, 208.

Confectionery audysis, 228.

Constants of roiation, 12.

Control-tube, 41; manipulaiion, o4.

Corn for starch manufacture, 212.

Creatinin in urine, 236.

Creydt's raffinose method, 1o9; modifi-
cations, 109.

Crystallization, in vacuum pans. 130;
effect on rotatoi, 1{ in wagons, 135.

Crystallizers, 135.

Crusher, cane, 114.

Cubic centimeler, Mohr, 30, 40, 56, 58;
true, 30, 40, 46, 57, 58.

Cupric-redueing power, 172; determi-
nation, 196; relation to rotalion, 183;
table for acid-hydrolized starch, 307.

Cupric-reduction table, Defren’s, 304.

Defecation (see clarlfication).

Defecator, 125; tallies, 142.

Defren, 169, 171, 200; Fehling method,
169; reduction table, 304.

Deming process, 127.

Density, 186; by Brix spindle, 118, 120;
hy pyknometer, 189; talile for sugar
solutions, 285; by Westphal balance,
186 of water, 310; factors for starch
products, 185; factors, assumed, 185,
191.

Dextrose, 102, 109, 174, 175, 176, 179, 180;
commereial, 208; from raffinose, 109;
from sucrose, roz; from starch, 174;
multirotation, 249, 2517 specific rota~
tion, 237, 314; standard solution, 163;
table for Febling determination, 304:
table for determination in hydrolyzed
starch, 307.

Diastuse hydrolysis, 174, 183 ; speed, 257,

Diffusion, 145.

Doolittle torsion viscosinieter, 215,

Double dilution, g7.

Doalie polurization (see Clerget).

Double refroction, 2: cale spar, 2;
quartz, 22; gliss, 2, 42.

Double-wedge saccharimeter, 37; ma-
nipuliition, 86.

Drying of saecharine produets, 152,

Eccentricity crrors, 40.

End-point deviee, 16; JelleCornu
(Duboseg), 19; Laureni, 22; Lip-
pich, 25; Miseherdich, 15; transition
tint, 16; iriple-shade, 78 Wild, 26, 73.

End-point eliservations, 59.

Entrdininent, 133,

Enzym siction, 102, 174.

Errors, 63; clarification, 55: concen(ra-
lion, 99 cover glass, 42; eccentrieity,
40; observation, 42; of saccharimetry,
38, 96; temperature, 43; tube-lengih,
39; volume, 397 weighing, 39; zero,

42, 44.

Essential (ethereal) olls, 267 terpene-
less, 272.

Extraction, juice, 115, 139.

Kxtraordinary ray, 3.

Feliling method. 160; gravimetric, 166;
Defren’s, 169; Herzfeld's, 167; Pavy's,
1657 volumetric, 161.

Fehling solution, 161; Soxblet’s, x61.

Fenchone, 270.

Fermentation In sugarhouse, 140,

Fitire in cane, 114.

Filar mlcrometer, 71.

Fitter eake, weight, 128, 138; sugar in,
127.

Fllter press, 127.

Filtering solutlons, 58.

FiMer, ray, Lipplch, 11, 72, 259; bi-
chromate, 73, 77, 99; brown glass, 78,

9
Fischer's sugar synthesis, 2, 240, 244
Flasks, 46, 54 calibration, g6.
Fluidity of starches, 215.
Fondants, 229.
Fric’s saccharimeter, 37.
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Galactose, 102, 25I.

Gallotannic acid, 273.

Gauges, recording, 143.

Gauging tanks, 141.

Gilt’s oleine test, 273.

Glucose, commercial, 200; clarification,
206; coloralions, 209; composition,
20I; concentration, 208; determnina-
tion, 192, 197, 226; dispersive effects,
77, 106; dyed, 209; in candy, 229; in
preserves, 232; Japanese, 211: loss in
wanufacture, 212; trade forms, 201,
polarization correction, 107.

Gommelin. 220.

Graduations, polariscope, 11, 60, 71;
saccharimeter, 28, 29, 35, 46, 47, 6o,
78. 100, 250.

Granulator, 147.

(irape sugar, 200; trade forms, 208.

Gumdrops, 229.

Half-shadow device, 19; sensitiveness,
21 (see also end point).

Heron (see Brown).

Hersehel's law, 1.

Herzfeld's double polarization, 107: in-
vert sugar method, 167; mnormnal
weight, 46.

Honey, 225.

Horne's clarification, go.

Hortvet's maple sugar test, 228,

Hot room, 135.

Hydrolysis, 102; lactose, 102: maltose,
102, 255: speed, 251; starch, 174, 255.
257 sucrose, 102, 103; temperature
effect, 254.

Hydrometers, Beaumé, 128; Brix, 117;
niethod of reading, 118.

Iceland spar (calc spar), 2. 26, 49.

Intensity of light in Nicol, 8; effect of
sugar soliition, 9.

International Sugar Commission, 45.

Inverslon, 103 (see also hydrolysis).

Invert sugar, 103; determination by
polarization, 108; reduction method,
167; In' cane julces, 103; specific
rotation, 314; standard solution,

164.
LodlIne tests in starch hydrolysis, x76.
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Jaggery, 155.

Japanese glucose, 211.

Jellet-Cornu prism, 19.

Jellies, 232.

Juice, beet, 146; cane, 114; clarifying
cane, 125; clarifying beet, 146; diffu-
sion, 145; extraction, 115; filter press,
127; sampling, 124, I4I; scums, 127
unripe cane, 122, 140; weight deter-
mination, 138.

Jujube paste, 229.

Kenricks' tartrates method, 273.

Lactose (see milk sugar), 222.

Lamps,forsaccharimeters, 52; acetylene,
52; electric, 52; gas, 52: kerosene,
52; Welsbach, s2.

Lanips, polariscope (sodium), 13, 50;
Landolt. 50; Laurent, so, 68; new
form, 51; Wiley, so0.

Landolt, 2, 19, 25, 32, 36. 262.

Landolt-Lippich polariscope (see Lip-
pich).

Laurent’s polariscope, 22; manipulation,
68 ; normal weight, 30.

Leach's methods, 226, 232,

Le Bel (s2¢ Van't Hoff).

Lemon oil, 271; variations, 271; adul-
terants, 271, 272 ; terpeneless, 272.

Levulose, determination, 227; from 1af-
finose, 108; sucrose, 103; multi-
rotation, 251; specific rotation, 226.

Light, beam, 6; color, 6; complementary,
10; compound, 7,9; of D line, 11, 30;
homogeneous (monochromaiic). 7, 9
intensity, 4. 8, 30; mean yellow, 18;
oplical centre, 30; optically pure, 303
plane of polarization, 7: plane polar-
ized, 4, 8; plane of vibration, 7;{ re-
fraction, 22; ray, 6; rotary dispersion,
17, 32; rotation, 9; sodium, g; total
extinction, 9; undulatory theory, 5:
waves (vibrations), 6: white, 9.

Light faetor, 258.

Light filter (see ray filter).

Limonene, 268.

Linalool, 268.

Lippich polariscope, 25, 73; manipula~
tion, 71.

Lipplch ray filter, 11, 72, 259.
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Losses in maniifaciure, cane sugar, 139:
cliemical, 140; beet, 151; mechanical,
140; milk sugar, 223; refinery, 159.

Maceration, 115 ; determination percent-
age, 123.

Malt preparations, 1g7.

Maltose, 102; by acid hydrolysis, 175.
199; by diastase hydrolysis, 174, 199;
hydrolysis, 102, 175; in glucose, 192:
determination with lactose, 224; spe-
cific rotation, 314; table for Fehling
determination, 304; table for starch
hydrolysis, 307.

Maple sugar, 227.

Massecuite, 132.

Mean yellow light, 17.

Mechanical filter, 146.

Meladura, 128.

Melter, 156.

Menthol, 269.

Menthone, 271.

Milzu-ame, 211.

Milk sugar, 222; manufacture, 223; de-
termination, 224;
maltose, 224.

Millar (ses Brown).

Milliliter, 39.

Mills, cane, 114.

Mitscherlich’s polariscope, 15.

Mohr cubic centimeter, 40, 56, 58.

Moisture in raw sugars, 88, 152.

Molagses, beet, 148; cane, 10X, 103:
drylng, 152, 153; first, 134; second,
139: sugars (second sugars), 135.

Molecular rotation, 249.

Montgolfier's yellow light, 19.

Morris (sez Brown).

Multirotation, 249.

Muscovado sugar, 87, 129.

Neutralizer, 205.

Neutralizing,
205.

Nicol prism, 3; cleaning 48; crossed, 4;
effect on light intensity, 4; ™ half" 78;
parallel, 4.

Nicotlne, determination, 266; specific
rotation, 247.

Normal weight, 29; dextrose, 231;
Duboscq, 311 lactose, 224 ; Laurent, 30;

glucose  manufacture,

separation from |

INDEX

United States standard, 46; Ventzke,
35, 46; Wild, 31.
Note taking, 64; blanks, 65.

Open kettle sugar, 87, 129.

Opposite phase, 6.

Opilic axfs, 2.

Optical analysis, 1.

Optical centre, 30.

Optical isomerism, 238,

Optically active bodies, 1, 10.

Optically pure light, 30.

Ordinary ray, 3.

Osmose process, 148.

O’Sullivan, 221; density factor, 185:
Feliling method, 169.

Pasteur’s researches, 1.

Pentoscs, 235, 240, 251.

Pinene, 267.

Plane of polarization, 7.

Plane of vibra(ion. 7.

Plane polarized light, 4, 8.

Polariscope, 5; care, 48; Duboscq
(rotatometer), 19; essential parts, 14;
Landolt-Lippich, 25: manipulation,
71; Laurent, 22: manipulation, 68;
Mitscherlich, 15; transition-tint (Robi-
quet), 18; Wild (polaristrobometer),
26, 31 manipulation, 7.

Polariscope tubes, 15, 39; commercial
type, 43 controt tube, 41: control-tube
manipulation, 94; for inversion, 93;
jacketed. 93; Landolt’s, 43, 92: Lau-
rent, 43, 92; Pellet’s, g4.

Polaristrobometer (see Wild polari-
scope).

Polarizer, 8.

Polarization formulz, 12,

Polarization of commercial sugars, 87.

Preserves, 232.

Prisms, Jellet-Cornu, 19: Nicol, 3-

Pulegone, 271.

Purity (see quotient of purity).

Pyknometer, 189.

Quartz, rotation, 1, 16; rotary dispersion,
17, 32; specific rotation, go; tempera-
ture effect on rotation, 45.

Quartz plates, for standardizing, 4s;
Laurent half-shade, 23; standard, 41;
transition-tint, 17.
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Quartz-wedge compensator, 32; double,
36; Marlens's, 36.

Quiinine, 262.

Quotient of purily, 116; apparent, 153;
lieet products, 153; refinery method,
120; Weisberg's method, 121.

Racemic acid, 241.

Raccmic compounds, 238: resolution,
233; symbolized, 240.

Radiator, 170.

Raffinose, 108; determination, 108;
hydrolysis, 109; octurrence, 108, 149.

Raw sugars, 155; sampling, 85.

Ray filter, biciromate, 73, 77: brown
gluss, 78 Lippich, 72, 73.

Recording gauges, 143.

Refinery losses, 159.

Refinery niethods, 155,

‘Robiioi, absolute speeific, 245: funda-
mental laws, 10; relation to molecule,
249; sieeific, 11, 19; standard tem-
perature, 13; veryaccurate determina-
ions, 13.

Rotatory power, specific, 11.

Saccharimeter, 28; care, 48; double.
wedge, 37, 86; Duboscq, 30, 31;
errors, 39: Fric, 37; half-shade (see
Schmidt and Hinsch); installation,
48 Laurent, 30, 68; light factor, 258;
Peters, 36; quartz-wedge, 31; Schmidt
and Hiinseh, 35; Soleil- Duboscq. 33,
85; Soleil-Ventzke-Scheibler, 34, 83;
standardizing, 41, 45. 46; triple-shade,
36, 78; United States standard, 46;
WIid, 26, 31, 73.

Saccharimeler seales, illumination, 33,
37, 48, 60; ivory, 36; nickelin, 36 on
quartz, 37

Saccharimeter graduation, 28, 29, 31, 35
46, 47, 60, 78, 100, 259.

Saline cocfficient, 151; cane, 113.

Sampling julce, 124; molasses, 88; raw
sugar, 87; in sugarhouse, x4x.

Scales, lllumination, 35, 37, 48, 60; polari-
scope, 11,60,71; readings,60,69,71,86;
saccharimeter, 28, 36, 37; vernler, 61.

Schelbler, double dilution, g7; Improve-
ments on saccharimeters, 34; mois-
fure In starch, 216; ash method, 151
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Second grain, 132.

Seedling cane, 112.

Seed selection of beets, 144.

Sensitive tint, 33, 83.

Shredder, 114.

Size compounds, 218.

Sodium light, g, 11, 30; filtered, 117 op-
tical centre, 11; spectrally purified, 11;
wave length, 11 (see lamps).

Solvent, effect on rotation, 12, 245.

Soxhlet tube, 169.

Soxhlet, Fehling soluiion, 161.

Special laboratory apparatus, 54.

Specific gravily, 186; by Brix spindle,
118; calculations, 190; factors, 185,191 :
by pyknometer, 189; by Wespbal bal-
ance, 186.

Specific rotatory power, 11, 19; absolute,
245 effect of salts, etc., 247; formulee,
12; molecular, 249 solven( effect, 12,
244 ; table, 314; temperature effect, 12,
247; very accurate determinations,

13.

Speed of hydrolysis, 252, 254.

Standards, light, 11, 19, 30; sacchari-
metric, 3o, 46.

Starch, 173; acid, 214; alkalai, 214;
chemistry, 174; corn, 178, 202; fluidity
(viscosity), 215; hydrolysis, 174; lodine
tests, 176 ; manufacture,176,202; mois-
ture in, 216; paddling, 213; potato.
177: thin boiling, 177, 214; wheat, 178.

Starch determinations, 177 ; diastase,
180; Hibbard, 181; Sachsse, 180.

Steffen’s motasses process, 149.

Stock in process, 137: calculation,
139.
Sucrose, chemistry, 101; chemically

pure, 95: Inversion (hydrolysis), 103;
per cent by density (Brix table), 285;
pipette, 118; specific 1otation, 314.
Sugar, chemistry, 101; commercial, 87;
effect on polarized light, 9; export
(beet), 111,133 grape, 200; hydrolysis,
101, 251; in urine, 236; multirotation,

Su?;‘ghites in glucose, 207.

Sulphuring, beet juice, 146, 147: cane
juice, 125.

Synthetic compounds, inactive, 243;
made active, 243.
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Talles, Brix, 285; Becaumé, 285; Brix
tempititure correetion, 295; carbo-
hydrates of acid-hydrolyzed starel,
307 cupric-redicing power of acid-
hydrolyzial = starch, 307: Defreu’s
copper oxlde equivaalents, 304; density
of sugar solutions, 285; density of
water, 310; density factdais for hydro-
lyzed starch, 195; Herzleld's doible
polarizatiun factors, 107; Herzfeld's
Fehling invert sugar equivalents, 312,
313 ; Saare's moisture in starch, 217,
Schmitz siicrose solution, 296; Schmitz
saccharimeter correction, g9, volume
of sugar solutlons, 311; Weisberg's
quotient of purity correetion, 154.

Tartaric acid, 241 specific rotation, 247,
263. :

‘Tarrates, Kenricks' method, 273.

‘Temperature, effect on rofatinn, 11, 45,
247; cffect on hydrolysis, 254; errors
in saccharimetry, 43; slandard for
polarizing, 12, 13. 45: standard for
starchanalysls, 193 ; standard for sugar
analysis, 43.

Terehenthene (see pinene).

Terpeneol, 26¢.

Terpentine in lemon oil, 271; specific
rotation, 247.

Thujone, 270.

Tolman's double polarization formulee,

108.
Total sollds, by drying, 152 ; Brix spindle,
" 116 ; Welsberg's method, 153.
Transltion tint, 17.
Transition-tint plate, 36,
Treacle, 157.
Trier, 88.

INDEX

Undulation (seec wave).

Undulatory theory, 5.

Urine, sugar In, 236; creatinin in, 236:
polarization, =237.

Van't Hoff-Le Bel theory, 1, 238, 249,

Veinier scale, 61; method of reading,
61.

Viscosity of cane juices, 122; starches,
214 ; dextrins, 220.

Viscosimeter, 21s.

Water for polarimetry, 55; density table,
310.

Wave, 6.

Wave length, 675 half, 6; sodium Tight,
II.

Weber and McPherson, glucose correc-
tion, 107.

Wedge (see quartz wedge).

‘Weisberg, purity method, 121; correc-
tion table, 154.

Whey, 222.

Wihite sugar, 125.

Wiley, double dilation, ¢7; glucose
research, 183 ; lactose clarification, 224;
levulose determination, 227; starch
determination, 8o; temperature correc-
tion, 44.

Xylose, 235, 251.
Yellow light, 9; mean, 18, 19.

Zero error, 42, 44 affected by tempera-
ture, 44; when ignored, 45.



