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In the course of the study of valence-bond isomers of trifluoromethylated
aromatic compounds, the Diels-Alder reaction of Dewar thiophene and Dewar pyrrole,
the latter of which was derived from the former, was investigated. The Dewar thio-
phene reacted with most cyclic and acyclic dienes, if a large substituent is absent
on the bridge or the terminal part of dienes, whereas the Dewar pyrrecle reacted with
the cyclic dienes, but not with acyclic dienes.

The Diels-Alder adduct (1) of the Dewar thiophene with butadiene was brominated
to cis-dibromide (2}, which was desulfurized with triphenylphosphine and dehydrobro-
minated to a bicyclo[4.2.0]Jocta-3,7-diene compound (3). On the other hand, the
treatment of the adduct (1} with triphenylphosphine, followed by bromipation of the
bicyclic diene (5), gave trans-dibromide (6), which was dehydrobrominated to a cyclo-
octatetraene compound (8) through a bicyclo[4.2.0]octatriene compound {7).

Some reactions of tetrakis (trifluoromethyl)cyclooctatetraene (8) will be

presented.
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