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Update of imine-anion mediated Smiles rearrangement: application to migration of electron-
neutral/rich aromatic groups (Graduate School of Engineering, Tokyo University of Agriculture
and Technology) OShunki Jinno, Keiji Mori

Recently, we developed a synthetic method of ortho-hydroxyphenylketimines via imine
anion-mediated Smiles rearrangement. Since a nucleophilic aromatic substitution reaction was
involved in this system, ketimines having electron-withdrawing substituents were only
accessible compounds. Detailed examinations revealed that migration of various aromatic
groups, represented as unsuited for SxAr-type reactions, such as electron-rich aromatic groups
besides, sterically hindered aromatic groups was accomplished by introducing the bulky
anthryl-lithium as a nucleophile. Among the aromatic groups examined, naphthyl groups
exhibited excellent performance, and their migration ability was well showcased by the
reaction with less bulky nucleophiles.
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