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Developing novel difluoromethylation reactions via oxidation of CF>H borates (School of
Materials and Chemical Technology, Tokyo Institute of Technology) OXKakeru Konagaya,
Shigekazu Ito

Recently we reported synthesis of a difluoromethylborate [pinB-(Ph)CF,H][K*(18-cr-6)] 1a
as an air-stable crystalline compound by reaction of difluoromethyltrimethylsilane
(MesSiCF:H) and a phenylboronic ester (pinBPh) in the presence of potassium ters-butoxide
and 18-crown-6.!"! The difluoromethylated boron compound 1a is quite attractive as a novel
difluoromethylating reagent. In this paper, we disclose attempts to develop a radicalic
difluoromethylation reaction via oxidation of difluoromethylborates 1.

In this study, we utilized difluoromethylborates 1 for intramolecular cyclizations including
addition of difluoromethyl radical to isonitrile.” To our delight, 1a was allowed to react with
2-isocyanobiphenyl 2 in the presence of silver oxide and potassium peroxodisulfate, and the
expected difluoromethylphenanthridine 3 was obtained in 29% yield via putative generation of
difluoromethyl radical. The details including optimization of reaction conditions and substrate
scope will be discussed.
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