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One of the most important requirements of a calorimeter for measuring
the heats of mixing of liquids is the elimination of any vapour phase. For
example in some of the measurements described here, in which about
1 cm? quantities of each liquid were mixed, a vapour space of only 1 cm?
would have given rise to an error of 50 per cent or more in the heat
of mixing.

In our previous calorimeter! the vapour phase was successfully eliminated
but there remained a number of weak points in the design:

(1) The mercury used as confining liquid was in contact with the air
so that heat exchanges with the surroundings were neither very small nor
reproducible.

(2) There were rather large heat exchanges between the ‘ mixing
vessel ”’ and the *‘ reference vessel ” caused by conduction along the
thermopile between the two vessels.

(3) There was necessarily a heat effect due to breaking the glass seal
which initially separated the two liquids. This effect was usually small
but since no two seals were identical it was not reproducible.

(4) The quantity of mercury in the calorimeter (about 350 g), and
hence the heat capacity (about 50 J/°C), were larger than desirable.

These disadvantages have been largely overcome in the new calorimeter
described below. In particular:

(1) during measurements the calorimeter was completely enclosed in a
vacuum jacket;

(2) a thermistor was used instead of the thermopile without loss of
sensitivity but with a considerable decrease in heat losses;

(3) mixing was effected by inverting the calorimeter instead of by
breaking a glass seal; and

(4) the heat capacity of the new calorimeter was about 15 J/°C.

The calorimeter was tested by making measurements on mixtures cf
CCl, + CHCI;. The results agreed well with previous work!-3, and showed
a useful gain in reproducibility. For example, in our measurements of
the very small heats of mixing of CCl,(CH,), -+ CCly(CHy), the actual
quantity of heat measured varied between 0-036 J and 0:074 J and was
usually reproducible to within 0-001 J.

New measurements have been made on mixtures of pairs of the com-
pounds SiCl,(CHj)y » and of pairs of the compounds CCl,(CH,), p-
These measurements are being continued, but a preliminary account is
given here of the results so far obtained. These substances were chosen
because the molecules though roughly spherical in shape are by no means
spherical in their force fields.
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substances MCl,(CH,;),_, with, for given M(=Si or C), a single value
for the energy of ¢ interchange of contacts *’:

—Cl...Cl— 4+ —CH,...CHy— ——> 2—Cl...CH— (1)

Similar theories have been discussed by Miinster?, Tompa5, Barkers,
Barker, Brown and Smith? and Guggenheimé.

Let N, Np molecules of A, B each occupy ra, 7B sites on a lattice of
co-ordination number z. Let gxz = rxz — 2rx + 2 be the total number
of points of contact of a molecule of type X with other molecules. Of
these points of contact of a molecule X let a fraction ax be of type a (e.g. Cl),
and let a fraction ! — ax be of type b (e.g. CH;). We define a quantity
by the relation

y = [(1 — x)aaga + xapgs]/[(1 — x)ga + x¢B] (2)

where x is the mole fraction, Ng/(Na + NB), of substance B in the mixture.
We further define an energy parameter 2u/z equal to the energy of the
interchange of contacts shown in equation (1).

It can then be shown (for a general method see Guggenheim?) that the
molar energy of mixing, AUn, is given by

AUn[Lu = [(1 — x)ga + x¢B]p(x) — (1 — x)ga(0) — xgBy(1) (3)
with » = y(x) given by the * quasi-chemical ”’ formula

(v =21 —y =) =5%* 4)

where =2 is the ““ equilibrium constant ”* of process (1) according to the

Table 1. Molar heats of mixing at 25°C

ny | nB AHpy (J/mole) for M = Si, x = 0-5
Calc. for Calc. for
Exp. 7 =1, 7% =3,
Lu = 2160 J/mole Lu = 2510 J{mole
2 3 38 101 73
2 4 405 405 405
3 4 140 101 148

AHpy (J/mole) for M = C, x = 0-5

Calc. for Calc. for
Exp. 72 =1, 7? = 25,
Ly = 710 J/mole Lu = 1570 J/mole

2 3 6 33 16
2 4 133 133 . 133
3 [ 4| 103 | 33 70
1 2 11 33 16
1 3 2-4 133 63
1 4 49 299 212
0 4 300% 532 391

* From the measurements at 0°C of Englert-Chwoles®.
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quasi-chemical theory, y is given by equation (2), and L is Avogadro’s
number.

To compare the theory with our experimental results we make the
reasonable assumptions that r =5 and z = 4 so that ¢ = 3 throughout.
Then for mixtures of A = MCl,/(CHy)y_nr + B = MClur(CHy)y po,
identifying @ with Cl and & with CH;, we have ax = n'/4 and ag =n"[4.

In Table 1 we give our experimental results for the molar heat of mixing
AHy, at x = 0-5 and 25°C for three pairs with M = Si and for seven pairs
with M = C. In the third column we give values calculated from formula
(3) with 92 = 1, that is to say for the ‘‘ zeroth approximation > correspond-
ing to random mixing of contacts in spite of a finite energy of interchange.
The values in the fourth column were calculated from formula (3) with
7% = 3 for the silicon compounds, and 52 = 25 for the carbon compounds.

Figure 4

This is the so-called ‘ quasi-chemical approximation ” and the values
chosen for »2 imply that in the silicon compounds there is a slight preference,
and in the carbon compounds a stronger preference, for contacts between
like groups rather than between unlike groups. For each set of compounds
the formula was fitted to the result for the mixture (n" = 2) 4 (n"" = 4).

Dealing first with the results for M = Si we see that the zeroth approxima-
tion correctly predicts that for both Si2 4 Si3 and Si3 4 Si4, AHy is
smaller than for Si2 + Si4, but that this approximation fails to distinguish
between the first two. The quasi-chemical approximation, however,
correctly predicts the order, and very roughly the relative magnitudes, for
all three pairs. In Figure 4 the results are shown plotted against the mole
fraction x’’ of the component with the larger value of n. We see that while
the zeroth approximation implies that all the curves should be symmetrical
about x = 0-5, which is in close agreement with experiment, the quasi-
chemical approximation implies in each case a greater or lesser displacement
of the maximum towards higher values of x"’.

When we turn to the results for M = C we see that for the three
corresponding pairs the entries in Table 1 lead to similar conclusions as in
the case of M = Si. However, in this case, as we can see in Figure 5, the
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quasi chemical approximation not only leads to a much better prediction
of the relative magnitudes but also correctly predicts displacements of the
maxima in the curves from x” = 0-5.

Unfortunately, when we turn to the results of measurements with fert-
butyl chloride as one of the components, the situation is much less satis-
factory. The theory implies much bigger values for CI + C3 and for
Cl -+ C4 than those actually found. We propose to repeat these measure-
ments with a new sample of fert-butyl chloride, and also to extend the Si
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“0 1{:‘ 2+ .'\

J/mole

0 02 04 06 08 10

Frgure 5

measurements so as to include SiCl(CHj,), (at the moment we are worried
about an apparent reaction of this substance with mercury), and Si(CHjy),.
We also hope soon to begin vapour pressure measurements on some of
these systems.
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