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Chiral Quaternary Ammonium Hypobromite-catalyzed Enantioselective Oxidative
Dearomative Azidation of Electron-deficient (Hetero)arenols (Graduate School of Engineering,
Nagoya University) OSho Akagawa, Yasuo Tsukimori, Takaharu Morino, Muhammet Uyanik,
Kazuaki Ishihara

The dearomative azidation of arenols is an important reaction in the synthesis of nitrogen-
containing compounds. However, its asymmetric version has been reported only once,
employing transition metal catalysts." We have already developed an oxidative dearomative
azidation of electron-rich arenols using hypoiodite catalysts generated in situ from the
corresponding quaternary ammonium iodides with hydrogen peroxide as an oxidant.> Here, we
succeeded in the dearomative azidation of less reactive electron-deficient arenols by employing
ammonium bromides® instead of iodides as catalysts in the presence of oxone as a mildly acidic
oxidant. Furthermore, we achieved the dearomative azidation of heteroarenols, which are
anticipated to be challenging substrates for transition metal catalysts.' Notably, we also realized
the enantioselective dearomative azidation of arenols and heteroarenols by using a chiral
quaternary ammonium bromide catalyst and sodium azide as an inexpensive and relatively safe
azide source.
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