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Boryl-type Selective Transformations of Boryl-substituted Benzoxaboroles

(\IBB, Tokyo Med. & Dent. Univ, *RIKEN Center for Biosystems Dynamics Research (BDR))
OYohei Ohata,' Jumpei Taguchi,' Takashi Niwa,'? Takamitsu Hosoya'*

Selective transformation of one of the boryl groups of multi-boryl compounds is a useful method for
synthesizing a wide variety of boron compounds. In this study, we have developed a boryl-type selective
transformation of benzoxaboroles in which another boryl group is substituted on the benzene ring. We
first investigated Suzuki—Miyaura cross-coupling reaction of benzoxaboroles 1a or 1b bearing boronic
acid or pinacolatoboryl group, respectively. As a result, the conditions using a zinc complex" allowed
boryl-type selective transformation; the reaction of 1a proceeded selectively at the boronic acid moiety
to yield 2a in moderate yield. In contrast, the reaction of 1b proceeded preferentially at the boryl group
in the borole skeleton to provide 2b. We also investigated the Chan—Lam—Evans coupling and azidation,
and succeeded in selective transformation of the boryl group in the borole skeleton.
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Br [(tmeda)Zn(OH)(OTf)]3-1.5 MeCN (0.75 equiv/Zn)
2a 53% (from 1a)
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