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Acceptorless dehydrogenative cross-coupling (ADC) between two C—H bonds or between a
C-H bond and a heteroatom—H bond does not require the use of functionalized reactive
reagents such as organic halides and organometallics. In addition, ADC can proceed without
external oxidants, releasing molecular hydrogen as the sole by-product. While electro- and
photochemistry have made notable contributions to this field by taking advantage of facile
dehydrogenation via cathodic proton reduction or the merger of transition-metal hydrogen
evolution catalysis with photoredox catalysis, the catalyses available for ADC reactions are still
very limited.! Recently, we have discovered that the conjugate acid of zwitterionic triazolium
amidate could act as an one-electron acceptor and enabled oxidative regeneration of
photocatalyst with the release of molecular hydrogen.? In that study, we also confirmed that the
addition of a catalytic amount of collidine led to increase in the efficiency of ADC. On the
basis of the finding that the conjugate acid of collidine also works as an electron acceptor, we
here developed ADC-type cycloaddition of N-alkyl thioamides with electron-deficient olefins.
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