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Benzofuran is a key structural motif found in various pharmaceuticals and functional
molecules. Substituted benzofurans are generally synthesized through cyclization reaction, and
the selectivity is governed by the steric factor. Thus, selective synthesis of the most congested
C4-substituted isomer has been a challenging task.

To address this issue, we herein report a Rh-catalyzed synthesis of C4-substituted
benzofurans through directing-group-assisted vinylene transfer reaction. A series of meta-
substituted phenol derivatives was successfully coupled with vinylene carbonate. This reaction
is a rare example for the selective synthesis of 2,3-unsubstituted benzofurans, while producing
carbonic acid as the sole byproduct.
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