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m % Azaacenaphthenes are relevant structural motifs found in several natural products and
(D—o pharmaceuticals yet are challenging to access. Currently, the preparation of these
compounds is achieved by step-intensive de-novo synthesis or intramolecular
cyclization of prefunctionalized substrates. Herein, we present a Vvisible-light
@_, % photocatalyzed peri-[3+2] cycloaddition reaction between alkynes and azaarenes
forming azaacenaphthenes in a single reaction step. Detailed DFT calculations and
= peri-[3+2] cycloaddition ® intermolecular ® one-step ® visible light experimental studies support the proposed mixed EnT/SET reaction mechanism.
m excellent regio- and diastereoselectivity

1) The azaacenaphthene scaffold 2) EnT-based cycloadditions of azaarenes
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3) Reaction development
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