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3-Triazenylarynes: Generation and Transformations (IBB, Tokyo Med. & Dent. Univ.)
(OTakumi Okuyama, Jumpei Taguchi, Takamitsu Hosoya

A sequential transformation of functional groups on a platform molecule is an useful
approach for the synthesis of multisubstituted aromatic compounds. For this purpose, triazenyl
groups are attractive because they can be transformed to various functional groups via
diazonium intermediates and also utilizable as a directing group which allows the
functionalization at the adjacent positions.” Our group previously reported the synthesis of
nitrogen-containing aromatic compounds by the transformations via aryne species having an
amino or an azide group at the 3-position.”’ In this work, we investigated the synthesis of
multisubstituted aromatic compounds through 3-triazenylarynes such as A and their subsequent
functionalization. As a result, treatment of ortho-iodoaryl triflate 1 having a triazenyl group
with n-butyllithium in the presence of nitrone 2 yielded the desired cycloadduct 3 in 95% yield
as a sole regioisomer. Using a silylmethyl Grignard reagent as an activator was effective to
apply this method to base-sensitive arynophiles, achieving efficient synthesis of a variety of
multisubstituted aromatic triazenes. Furthermore, transformation of the resulting aromatic
triazene was also achieved.
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