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738 CHARGE TRANSFER COMPLEXES AT HIGH PRESSURE

RESULTS AND DISCUSSION

The equilibrium constants in mole fraction units and absorption coefficients are
summarized in table 1 and the volume changes associated with the formation of the

change in oscillator strength is shown in fig. 4.
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F16. 2.—Log (stability constant) as a function of pressure. Methylene chloride solvent except where
marked (MCH).
We discuss first the individual Lystems.

CA+HMB. This system was measured at 30 and 50°C and values of AH and

6

accuracy of the data is not great they show a definite increase of —AH and —AS
with pressure. There is an increase of 45 % in oscillator strength at 4000 atm
which is paralleled by the increased in €max- There is thus no increase in bandwidths.

TABLE 3.—THERMODYNAMIC FUNCTIONS FOR CA-+ HMB COMPLEXES IN MCH At 30°C
kcal/mole or cal mole—! deg. 1t

P atm 1 1000 2000 4000
AG =39 =32 —34 -3
AH —82 —=9:3 — 102 =123
AS —17 =20 =22 —28

TNB+HMB. There is an overlap between the CT-band and the absorption
by TNB and this had to be corrected for in determining the band maximum. The
absorption coefficients found at 30 and 40°C are not significantly different and




