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A benzylic all-carbon quaternary center bearing a functional group is included in many
structures of bioactive natural products. It has recently been reported that the reaction of o-
alkyl palladium intermediate with bis(pinacolato)diboron and hexamethylditin. However, there
has been no example of C-S bond formation via c-alkyl palladium intermediate. Herein, we
report a palladium-catalyzed carbothiolation via the reaction of c-alkyl palladium intermediate
with a TIPS thioester. It has been reported that sulfur compounds can poison palladium catalysts.
However, the use of Cs,COs, (IPr)Pd(allyl)Cl, and a TIPS thioester was key to obtain alkyl aryl
and dialkyl sulfides in high yields through the reaction of a c-alkyl palladium intermediate.
The developed reaction is applicable to a wide range of substrates and thiols.
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