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It is well known that acylsilanes upon photolysis isomerize to the corresponding
siloxycarbenes. However, photochemically-generated siloxycarbenes have scarcely been
employed for carbon-carbon bond forming reactions.

In this study, we succeeded in realizing a formal cross-coupling reaction of acylsilanes
with organoboronic esters by photoirradiation under neutral, transition metal-free conditions
at room temperature. In this reaction, siloxycarbenes generated by photoisomerization of
acylsilanes reacted with boronic esters to give the formal B—C bond insertion intermediates,
which underwent unique rearrangement to afford the cyclic a-alkoxyboronic esters. Acidic
treatment of the resulting crude products under air furnished the cross-coupled ketones in
good yields.




