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Science and Technology, Meiji University, *School of Science and Technology, Meiji
University) OKoki Koyama,' Kazukuni Tahara?

Biphenylene consisting of two benzene rings bridged by a four-membered ring is known that
four m-electrons of the central four-membered ring contribute to global aromaticity of the
compound. While the synthesis of benzo[3,4]cyclobuta| 1,2]thiophene (BCT), in which one of
the benzene rings of biphenylene is replaced by a thiophene ring, has been reported previously,
no detailed investigation on its structure and aromaticity has been performed.

Recently, we reported that the (anti-)aromaticity of b»-BCT and ¢-BCT with different fused
positions of the thiophene ring are significantly different based on the prediction by quantum
chemical calculations. To address these issues experimentally, we herein investigated the
synthesis of b- and c-BCT through relatively mild transition metal-catalyzed coupling reactions.
Diiodides that are the precursors of BCTs were synthesized. In the zinc- and copper-catalyzed
conditions, while ¢-BCT was obtained from the corresponding precursor, no intramolecular
coupling product was obtained from the precursor of b-BCT. We will also report the results of
other reaction conditions.
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