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Palladium-Catalyzed Remote Arylative Substitution of Internal Alkenes and Its Unique
Regioselectivity (Faculty of Science and Technology, Keio University) (OMasataka Nishikawa,
Fumitoshi Kakiuchi, Takuya Kochi

Our group has been developing catalytic reactions proceeding via chain walking of
palladium catalysts. For example, we reported the palladium-catalyzed remote arylative
substitution of terminal alkenes. In this reaction, an aryl group was introduced at the sterically
less congested terminal carbon of the terminal alkene moiety, as generally observed in
palladium-catalyzed arylation of electronically unbiased alkenes such as the Mizoroki-Heck
reaction.

Here we present that the remote arylative substitution of some electronically unbiased
internal alkenes also proceeds to give the corresponding alkene products possessing a remote
aryl group. In addition, the reaction showed a unique regioselectivity, where the arylation
occurred preferentially at the more congested carbon of the internal alkene moiety. The
regioselectivity was improved by introducing bulky substituents on the ligand of the palladium
catalyst.
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