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Synthesis of Chiral Cyclohexadienylamines by Cationic Rhodium(I)-Catalyzed Highly
Selective Intermolecular Cross-Cyclotrimerization ('Graduate School of Science and
Engineering, Tokyo Institute of Technology) OKohei Fujii,' Koji Masutomi,'! Yu Shibata,’
Yuki Nagashima,' Ken Tanaka'

Chiral 2,4-cyclohexadienyl-1-amines are attractive synthetic targets since they are core
structural motifs in biologically active natural products and are also applied as synthetic
intermediates in pharmaceuticals.! Most of the synthetic approaches to them are multi-step
and/or diastereoselective synthesis, although the straightforward enantioselective synthesis is
highly desired. Herein, we report a synthetic method of polysubstituted cyclohexadienylamines
by the chemo-, regio-, diastereo-, and enantioselective intermolecular cross-cyclotrimerization
of terminal alkynes, acetylenecarboxylates, and enamides in the presence of cationic rhodium

catalysts.
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