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Development of a-Alkylation Reactions of Ketones with Alkenes via Formation of Enol
Silyl Ethers (School of Science, The Univ. of Tokyo) OTsubasa HIRATA, Yoshihiro
OGASAWARA, Yasuhiro YAMASHITA, Shu KOBAYASHI,

Recently, our group has reported Bronsted base-photoredox catalyst hybrid
systems for alkylation of malonates with alkenes, in which the key to success is
oxidation of the corresponding enolates’. However, the desired adduct was not
obtained when ketones, which are less acidic, were employed. Instead, we focused
on enol silyl ethers, which are equivalents of enolates but less basic, and developed
photo-induced a-alkylation reactions of enol silyl ethers with alkenes. The reactions
proceeded smoothly in the presence of a photoredox catalyst under visible-light
irradiation conditions. Based on mechanistic consideration, it was assumed that the
reactions proceeded via formation of the corresponding a-carbonyl radicals, which
could easily react with alkenes under radical addition conditions.
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