In this case the volume cffect of oxidation, it might seem, should possess a negligible negative value—one particle—
the activated complex I—is formed from two particles [10]. However, the activated complex is less polar than the
original ions, since it is intermediate between these ions and the rcaction product. As a result, the electrostatic
interactions of the activated complex with the surrounding medium will be smaller than those of the original ions;
this should lead to some increase in the volume. Thus, in this case also we might expect a small volume effect of

activation of either sign.

The analysis cited above shows that the results of this investigation agree both with monomolecular and with
bimolecular schemes of the mechanism of the second step of the Arbuzov rearrangement.

SUMMARY

1. Raising the pressure from 2000 kg/cm2 exerts a negligible effect upon the rate of the thermal decomposi-
tion of methyltriphenoxyphosphonium iodide at 200°, This result permits us to conclude that the previously detected
substantial accelerating effect of pressure on the Arbuzov reaction is connected not with the second, but with the

first step of this reaction.

2. The cffect of pressure found does not permit a selection between the monomolecular and bimolecular
schemes of the mechanism of the thermal decomposition of mcthyltriphenoxyphosphonium iodide.
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