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Although the trifluoromethoxyl substituent is prevalent in a wide range of pharmaceuticals,
agrochemicals and materials, methods to introduce this motif into aryl scaffolds are highly
underdeveloped and limited. The synthesis of complex aryl trifluoromethyl ethers typically
requires building blocks prepared in multistep syntheses with difficult to handle and often harsh
reagents and conditions. Furthermore, many of these approaches either suffer from poor substrate
scope or require the use of highly reactive, toxic or thermally unstable reagents. Herein, we
present a simple trifluoromethoxylation methodology developed in the Togni group that enables
non-directed functionalization of C—H bonds on a range of substrates providing direct access to
aryl trifluoromethyl ethers. This process is distinctly different than conventional protocols and
occurs through an OCFj3 radical mechanism mediated by a photoredox catalyst, triggering a light-
driven, neutral N—O bond fragmentation of a bench-stable pyridinium reagent. Furthermore, we
will showcase our efforts in developing high-intensity photoreactors suitable for high-throughput
screening that may be applicable to the wider community interested in harnessing light driven
processes for reaction discovery.
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