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Synthesis of (Silylmethyl)boronates via 1,4-Copper Migration (*Graduate School of
Engineering Science, Osaka University) OHirokazu Moniwa,! Ryo Shintani®

Reactions involving a transition-metal migration within an organic molecule are useful
processes that allow for a bond-formation at a position where direct functionalization is difficult
to achieve. The reported such reactions typically utilize precious metals such as palladium and
rhodium, and the reactions with inexpensive 3d transition-metals are very limited.

Recently, we developed anti-selective silylboration of internal alkynes using a copper
catalyst, and during the course of its study, we found that (silylmethyl)boronates 1 could be
generated as minor products via alkenyl-to-alkyl 1,4-copper migration for certain internal
alkynes. Through examination of the reaction conditions, herein we report selective synthesis
of (silylmethyl)boronates from internal alkynes and silylboronates via 1,4-copper migration.
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