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Benzo-fused heteroarene frameworks exist in various organic materials and pharmaceuticals. Therefore,
development of straightforward and effective synthetic methods leading to them is of fundamental
importance. Among the most promising strategies is the transition metal-catalyzed dehydrogenative
annulation of aromatic substrates possessing a directing group with alkynes and alkenes through
regioselective C—H bond cleavage.! Besides o-coordinating functions involving oxygen, nitrogen,
sulfur, and phosphorus atoms, m-electron units such as alkenyl, alkynyl, and aryl functions have been
found to act as directing groups for ortho C—H functionalization. Thus, it may be conceived that highly
fused polycyclic heteroarenes can be easily prepared by employing the m-coordination mode. In this
symposium, we report such annulation reactions on arylated heteroarenes and related substrates under

rhodium(III) catalysis.”
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