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Letters to the Editor.

Negative Viscosity of Solutions.

JonEs AND Dore {J. Amer. Chem. Soc., 51,
2950, 1929) and Falkenhagen and Dole (Phys.
Z., 30, 611, 1929; also see Falkenhagen,
Phys. Z., 32, 74D, 1931) have treated the
problern of the variation with concentration
of the relative viscosity of electrolytes from
the standpoiut of the ion-atmosphere theory
of Debye and Hiickel and shown that at
high dilutions the electrolyte must always
increase the viscosity of the solvent and
that the relative viscosity of an eléctrolyte
solution at high dilution must be represented
by an equation of the form '

Ne/M0=1+KyC
where 7, is the viscosity of the solution,
7o 1s the viscosity of the solvent,
C is the equivalent concentration, and
K is a constant which can be deter-
mined in terms of certain constants
of the electrolyte and the solvent.

It is well known that certain salts of
some of the alkali metals show ¢ negative
viscosity ”’ within a certain range of concen-
tration, i.e., the solutions are less viscous
than the pure solvent. According to the
theory of Falkenhagen and Dole, in very
dilute solutions the viscosity should increase
with concentration upto a certain stage even
in instances of negative viscosity. A
‘tendency to . this .effect was noticed by
Schneider (‘‘ Dissertation”, Rostock, 1910)
in the case of potassium chlorate and by
Bousfield (J. Chem. Soc., 107, 1781, 1915) in
the case of nitric acid. :

Recently Joy and Wolfenden (Nature, 1286,
994, 1930; Proec. Roy. Soe., 134, 413,. 1932)
have shown by very accurate measurements
that the viscosity of solutions of potassium
chloride, potassium chlorate, rubidium nitrate
and nitric acid at high dilutions is greater
than that of pure water and that the limiting
slopes of the 75¢/n,, +'C curves and their
temperature coefficients agree, within the
experimental error, with the values predicted
by the Falkenhagen-Dole equation.

In our laboratory we have carried out
recently measurements of viscosity at 30°C
with an Ostwald viscometer of solutions of
chlorides, iodides and nitrates of potassium
and ammonium in water and methyl, ethyl
and n-propyl alcohols and observed the
following :—

(1) Chlorides, iodides and nitrates of
potassium and ammonium in aqueous solu-

tions show negative viscosity ‘wi}:]xin @ eor-
tain range of concentration (cf. (rx(ﬂ)l!lél::l, J.
de Chim. phys., 5, 344, 1907 ; J. dmer. (‘;11‘(‘7’”.
Soc., 80, 721, 1908; Ierz and M:whp, Z.
anorg. Chem., 132, 31, 192; Simon, ¢, .,
176, 437, 1923 and. others). ‘

(2) Inmethyl and ethyl] alcohols potassium
chloride and ammonium chloride alone show
negative viscosity. .

(3) In n-propyl alcohol only a tendency
for negative viscosity is marked in the caso
of potassium chloride. ‘

(#) In all the above cases of negative
viscosity, the relative viscosity increases
with concentration upto a certain stage in
very.dilute solutions.

The last observation is in agreement with
the requirements of the Falkenhagen-Dole
theory.” The observations with the Ostwald
viscometer in dilute solutions are however
not so accuirate as can be used to test the
theoly quantitatively. Thege cases of nega-
tive viscosity are being investigated by using
a more appropriate type of viscometer with
an automatic arrangement to record time of
flow.
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A Formula for the Variation in the Scattering
of Light in Colloids during Ageing and Slow
Coagulation.

IN a previous communication T have stated
that the time-Tyndall intensity curves
obtained with silicic acid sols during ageing
are distinetly S-shaped, being curved conyex
to the time axis at the commencement and
becoming concave towards the end. An

_explanation for this was offered, and an

equation was then derived, which was found
to represent the variation of the intensity
of scattered light with time very well.  The
general equation is:—

where I is the intensity of sczzittm*ed light, ¢
is the time from the start, and «a, b, ¢ and
k are constants, which could be found by



