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Metal-Catalyzed

A. YANAGISAWA,* R. MIYAKE, K. YOSHIDA (CHIBA UNIVERSITY, JAPAN)
Asymmetric Aldol Reaction Catalyzed by a Chiral Phosphine—Silver Complex

Asymmetric Eur. J. Org. Chem. 2014, 4248-4253.
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Silver-Catalyzed Asymmetric Aldol Reaction
BT Using Alkenyl Trihaloacetates
silver

chiral phosphines

aldol reaction
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Hypothesized transition state:

favored

disfavored

Significance: The -hydroxy carbonyl moiety is a
key synthon for various natural products or bioac-
tive compounds, and the aldol reaction is the
most efficient way to synthesize that moiety. The
authors reported a novel aldol reaction of an alde-
hyde with alkenyl trihaloacetate as source of an

enolate equivalent.
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Comment: The (S)-BINAP-AgOTf system affords
the aldol product from alkenyl trihaloacetate in
good to excellent yields with high enantioselectivi-
ty as well as good anti/syn selectivity. The reaction
proceeds through the formation of chiral silver
enolates from alkenyl trihaloacetates.



