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Transition metal-catalyzed aromatic substitution using o—diazocarbonyl compounds (formally, an aromatic C-H
insertion) is a powerful and efficient synthetic method that enables the formation of C—C bonds between aromatic (sp?)
and aliphatic (sp®) carbons under mild conditions. These are several well-studied examples of successful
intramolecular benzofused-ring formations catalyzed by rhodium complexes; however, examples of the intermolecular
version are rare, except for some reactions with heteroaromatic compounds. Furthermore, whereas rhodium
complexes are among the most efficient catalysts for the reactions, these complexes are too expensive to use for
large—scale synthesis. As such, it is important to develop catalysts composed of earth—abundant metals such as
copper. Recently, we reported that the intermolecular aromatic substitution of N,N—disubstituted aniline with
diazoesters proceeded in the presence of copper(ll) triflate, [Cu(OTf),]. In the course of our research, we found that
co—catalysts derived from a non-Lewis acidic copper(ll) salt and a common acid catalyst also accelerated the
aforementioned intermolecular aromatic substitution. The Cu(ll)-acid co—catalyzed version of the aromatic
substitution reaction using diazoesters is a mild and rare metal-free C—C bond formation reaction between aromatic

(sp?) and aliphatic (sp®) carbons.




