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Synthesis of Aromatic Azides via Generation of 3-Azidoaryne Species and Regioselective

Reactions (IBB, Tokyo Med. & Dent. Univ., 2lMCE, Kyushu Univ.)
OKota Kimurat, Jumpei Taguchi,* Kazunobu Igawa,® Katsuhiko Tomooka,? Takamitsu Hosoya*

Aromatic azides are useful compounds widely used as synthetic intermediates and for the
conjugation of functional molecules by click reactions. We previously reported the facile
synthesis of multisubstituted aromatic azides via 5-azidoaryne species. In this study, we
investigated the generation and reaction of 3-azidoaryne species A. As a result, treatment of
the corresponding o-iodoaryl triflate 1 with a silylmethyl Grignard reagent in the presence of
benzyl azide yielded the desired cycloadduct 2a in 63% yield with compl ete regiosel ectivity,
indicating the successful generation of aryne A and the high ability of the azide group to control
the regiosel ectivity. We also investigated the synthesis of several aromatic azides by changing
arynophiles and transformation of the azide group in the products.
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