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Synthesis of 4-Amino-5-allenylisoxazoles via Propargyl Aza-Claisen Rearrangement:
Application to an Isoxazoloazaborine Ring System ('Laboratory for Chemistry and Life
Science, Tokyo Institute of Technology, *School of Life Science and Technology, Tokyo Institute
of Technology) OMasato Tsuda,"? Taiki Morita,' Shintaro Fukuhara," * Hiroyuki Nakamura'

The propargyl aza-Claisen rearrangement is a useful synthetic methodology for nitrogen
containing heterocycles. However, the reported reactions were based on formal propargyl aza-
Claisen rearrangement. Indeed, the generated allenes have never been isolated due to their high
reactivity. Recently, we reported the first cationic gold(I) catalyzed electrophilic aromatic
substitution reaction at the 5-position of isoxazoles." Further investigations led us to find the
conversion of silyl-substituted alkynes to 5-allenylisoxazoles via Claisen rearrangement.
Herein, we report the synthesis of 5-allenylisoxazoles by cationic gold(I) catalyzed propargyl
aza-Claisen rearrangement of 4-(propagylamino)isoxazoles. The combination of a silyl group
on pendant alkyne and sterically bulky ligand was essential for the formation of isolable 5-
allenylisoxazoles. Furthermore, by treating them with boron trichloride, novel BN containing
isoxazoloazaborines were successfully provided.
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