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Irradiation of Ia to If yields a transient intermediate which.
reverts thermally to the starting materiall.
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The kinetics of this thermal back reaction in ethanol, toluene
and acetonitrile has been investigated, using the flash photo-
lysis®, The energies and entropies of activation were found to
be 10 to 15 keal/mol and —15 to —40 e.u. resp. The large
negative entropy of activation and the observation that the
thermal back reaction is catalyzed by acids point to a cis-trans
isomerization reaction. This is supported by the fact that Ig
to Ii do not undergo photoreaction under the same conditions.

In case of Ia to Id we were able to measure the nmr and ir
spectra of the photoproduct. We find an increase in the vgg
stretehing frequency of 40 to 75 cm™! and a downfield shift of
the hydrogen in the dithiolic ring moiety (R* = H) to 8.2 to
9 ppm?®. Based on these measurements we were able to assign
the structure of the photoproduct to II for X =0,

In case of Ie and If the kinetic data again suggest a cis-trans
isomerism at the C;—C, bond. For Ie this is supported by the
similarity of the electronic spectra of Ia and Ie, and by an
increase in ¥c—y of 30 em™1,4
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