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in partial molar volume accompanying the dissociation can be estimated from
the slope of a plot of the logarithm of the dissociation constant against pressure
and is found to be +5-4 cm®mol-1. It is interesting to compare this value
with the volume change calculated on the basis of simple models of the ions
involved in the dissociation. Using crystallographic data for the distances
between iodine atoms in the iodine molecule (2:66A) and the tri-iodide ion
(2-95A), and using ionic and van der Waals radii for the size of the ions (2-16A)
and atoms (1-77A), one finds a volume change of +4-92 cm3 mol-! for the
dissociation.
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Fig. 4.—Effect of temperature on dissociation of tri-iodide ion.

It is thus apparent that most of the effect of pressure on the dissociation
can be attributed to the change in the volume of the reacting species. The
energy of solvation can therefore be only little affected by pressure, as would
indeed be expected theoretically, since there is no change in the number of
ionic charges in the dissociation.
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