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Palladium-Catalyzed Formation of a,y-Disubstituted Allylsilanes and Application to
Carbonyl Allylation (Graduate School of Science and Engineering, University of Toyama)
(OMayo Ishibashi, Yoshikazu Horino

The palladium-catalyzed reaction of y-silylated allyl acetates with aldehydes in the
presence of fluoride ion induced a barely reported 1,2-shift of a substituent on silicon to
produce a,y-disubstituted allylsilanes in situ, which then successfully underwent the Hosomi—
Sakurai type allylation of aldehydes to give homoallylic alcohols as mixtures of regio- and
diastereomers. To prevent such regio- and stereoselective issues, the intramolecular version
was also examined. The intramolecular reaction proceeded regioselectively and afforded the
corresponding homoallylic alcohols with good to high diastereoselectivity.
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1a: R =Ph 2 3a, 69%, 3:1 dr 4a, 1%
1b: R =4-FCgH, 3b, 62%, 4.5:1 dr 4b, 9%
1c: R = 4-MeOCgHy 3¢, 37%,3.7:1 dr 4c, 5%
1d: R = Me 3d, 0% 4d, 0%
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