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Hydroaminoalkylation of Styrenes Catalyzed by Cationic Half-titanocene Complexes
(Graduate School of Engineering Science, Osaka University) OMai Mizukami, Mariko Inoue,
Tokiya Teraishi, Hayato Tsurugi, Kazushi Mashima

Alkylamines are prevalent structural motifs in natural products, agrochemicals, and
pharmaceuticals. Development of their efficient synthetic methods is highly demanded.!
Addition of an a-C-H bond of simple alkylamines to alkenes, i.e. hydroaminoalkylation,
constitutes a particularly attractive and atom economical route for preparing highly
functionalized amine derivatives.? Herein, we report that cationic half-titanocene complexes
served as catalysts for the hydroaminoalkylation of styrene derivatives with N-methylaniline
(1) under mild reaction conditions. In this reaction, regio-isomers 3 and 4 were obtained as the
hydroaminoalkylation products. We found that the substituents on the cyclopentadienyl ligand
affected the regio-selectivity; in fact, the introduction of bulky terz-butyl substituents on the
cyclopentadienyl ligand resulted in the branch-selective hydroaminoalkylation.
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