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Catalytic Asymmetric Synthesis of Silicon-Stereogenic 4-Sila-4H-benzo[d][1,3]oxazines
(Graduate School of Engineering Science, Osaka University) ODonghyeon Lee, Ryo Shintani

4H-Benzo[d][1,3]oxazines and their derivatives have been extensively investigated for their
physiological activities and are widely found as a structural motif in various major
pharmaceuticals. Also, silicon is considered as bioisostere of carbon and its introduction in
place of carbon is regarded as one of the strategies to improve pharmacological activities.
However, synthesis of 4-sila-4H-benzo[d][1,3]oxazines, silicon analogs of 4H-
benzo[d][1,3]oxazines, has not been reported to date, including its enantioselective variant.

Herein we found that 2-(arylsilyl)aryl triflates having an acylated amino group at 3-position
could undergo intramolecular Hiyama coupling with concomitant formation of 4-sila-4H-
benzo[d][1,3]oxazines under palladium catalysis. In addition, by using prochiral substrates in
the presence of a palladium catalyst having an appropriate chiral ligand, catalytic asymmetric
synthesis of silicon-stereogenic 4-sila-4H-benzo[d][1,3]oxazines could also be achieved with
relatively high enantioselectivity.
Keywords : Palladium Catalyst; Asymmetric Synthesis, Intramolecular Hiyama Coupling;
Organosilicon Compounds
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