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Iridium-Catalyzed Synthesis of Substituted Indoles: Cycloisomerization vs. Migratory
Cycloisomerization ('Graduate School of Pharmaceutical Sciences, Osaka University, *
SANKEN, Osaka University) OJiawei Qiu!, Takeshi Tanaka', Tomoyuki Tanaka'!, Makoto
Sako', Tsuyoshi Matsuzaki?, Tsunayoshi Takehara?, Takeyuki Suzuki?, Kenichi Murai',
Mitsuhiro Arisawa'

Heterocycles are considered as the basic skeleton of natural products, functional materials,
and pharmaceutical agents. Until now, many researchers have developed methodologies giving
heterocycles. Among them, transition-metal-catalyzed cyclization between multiple bonds is
one kind of important reaction because of the easy transformation to a cyclic structure®.

Here, we have developed an iridium-catalyst system ([IrCl(cod)]2, SPhos and NaBArf, under
C¢HsCF; refluxing condition) that transforms N-Allyl-N-sulfonyl-o-(A!-silylethynyl)aniline to
the  corresponding  2-vinyl-3-silylmethylindole = derivatives  via  isomerization/
cycloisomerization/aromatization?. On the other hand, when the substituent of the alkyne is
changed to an alkyl group, the migratory cyclization isomerization, with tosyl group, proceeded
to give the other different substituted indole derivatives, even when the same Ir catalyst is used.
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