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Axially chiral biaryls are ubiquitous and important skeletons that appear in bioactive
compounds, natural products, and pharmaceuticals. Although several successful methods for
synthesizing 6-membered chiral biaryls have been disclosed, methodologies for constructing
5-membered chiral biaryls have been less explored due to their low rotational barrier. Here we
report iridium-catalyzed atroposelective C—H alkylation of 5-membered pyrrole derivatives. In
this reaction, the C—H addition of pyrroles, which have N-methylbenzimidazolyl as a directing
group, to the terminal alkenes proceeded in a branched selective manner. The alkylated pyrroles
having a central chirality and an axial chirality derived from the C—N bond were obtained.
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