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Iridium-Catalyzed Asymmetric Allylation of 1,2-Dicarbonyl Compounds via Dynamic Kinetic

Asymmetric Transformation (Faculty of Science and Engineering, Aoyama Gakuin University)
Takahiro Sawano, ONatsuki Suzuki, Goto Yuta, Ryo Takeuchi

While asymmetric allylic substitution via dynamic kinetic asymmetric transformation is a
useful reaction for the enantioselective construction of a carbon-carbon bond from a racemic
substrate, asymmetric allylic substitution with a-ketoesters, which can be converted to useful
compounds such as a-hydroxy carboxylic acids and a-amino acids, has not been achieved.
We recently developed asymmetric allylic substitution with silyl enolates derived from a-
ketoesters as nucleophiles.

In the presence of an iridium/chiral phosphoramidite/p-toluenesulfonic acid catalyst, the
asymmetric allylation of silyl enolates with racemic secondary allylic alcohols was highly
enantioselective. The reaction can also be applied to silylated a-diketones.
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