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Vinylidene Rearrangement of Boron Substituted Internal Alkynes at Ruthenium Complexes
('Chuo University, *Graduate School of Science, Ochanomizu University) OTakuya Mitsubo,’
Yutaka Aoki,' Kosuke Sakajiri,! Takuya Kuwabara,? Takahiro Iwamoto,' Youichi Ishii

In spite of the recent advances in the chemistry of alkyne/vinylidene rearrangement of
internal alkynes at a transition metal center, migration of a group 13 element in this
rearrangement has not been confirmed so far. Herein we have explored vinylidene
rearrangement of boron substituted internal alkynes to add a new entry of migrating groups in
alkyne/vinylidene rearrangements. When [CpRuCl(dppe)] (1) was allowed to react with several
boron-substituted internal alkynes in the presence of NaBAr"4, the corresponding disubstituted
vinylidene complex was obtained in the case of MIDA-protected borylalkyne Ph\C=C(BMIDA)
(BMIDA = N-methyliminodiacetyl boronate). Reactions using a '*C-labeled alkyne revealed
that the vinylidene rearrangement proceeded via selective 1,2-migration of the boron
substituent.
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