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With the optimized conditions in hand, we next turned our
attention to exploring the scope and limitations of this
transformation. We were pleased to find that this cascade
nucleophilic aromatic substitution followed by [3,3]-rearrange-
ment and rearomatization protocol is applicable to a wide
range of arylhydroxylamines and electron-deficient haloarenes,
to afford the highly functionalized NOBIN-type biaryls in good
to excellent yields under standard conditions (Scheme 2).

Treatment of N-hydroxy-N-(naphthalen-2-yl)benzamide 4a
and fluoronitroarenes with different electron-deficient groups,
such as Cl, Br, CF3, NO2
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In summary, we have developed a cascade (i.e., nucleophilic
aromatic substitution followed by [3,3]-rearrangement and
rearomatization) process for the synthesis of highly function-
alized biaryls from readily available (hetero)aryl-
hydroxylamines and electron-deficient haloarenes under mild
conditions. This transformation is tolerant to a broad range of
functional groups and provides ready access to structurally
diverse biaryl products in high yields and with excellent
regioselectivity. The resulting biaryl products can be trans-
formed into brand new atropoisomeric biaryl compounds and
heterocycles. Further investigation and synthetic applications
are undergoing in our laboratory and will be reported in due
course.
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