NOTES

(0AV*/0P), undergoes parallel changes (30). The
implication of all this is that solvent structure is
playing a part in influencing this kinetic behavior.
This has been illustrated in other studies (18, 19,
30). However, at present a quantitative estimate
of the extent of this cannot be made.

It is worthwhile to mention that in all of those
studies quoted in the previous paragraph in-
volved aqueous-organic solvent mixtures. It is
known that the structural nature of these systems
is quite complex. This complexity is reflected in
the kinetics in these systems. However, when the
variation of activation volume with solvent is
related to a change from one pure solvent to
another (e.g. ethanol, methanol, etc.), Eckert and
co-workers (31-33) have found that then the
variation of AV * with solvent can be explained on
the basis of ion-dielectric theory. All of the sol-
vents involved in these studies are structurally
similar, so structural influences are ruled out and
a less complicated behavior results.

One further conclusion worth mentioning here,
is the fact that the contributions to the pressure
dependence of the activation volume from quad-
rupole moments can be quite significant and can-
not be ignored. The contribution from quadru-
pole moments is about equal to that from dipole
moments, Table 2.

To summarize, we may say that although these
calculations are not very refined mainly because
of the rough estimates of the parameters involved,
that ion-dielectric, as applied here, does afford a
clearer understanding of the nature and origin of
the pressure dependence of the activation volume.
Valuable information about the transition state
can also be extracted on this basis. However, it
may be constantly borne in mind that the con-
tribution to AV* and (OAV*/0P), arising from
structural properties of the aqueous binary sol-
vent must be considered.
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