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Significance: The authors describe a palladium-
catalyzed enantioselective dearomative trimethyl-
enemethane (TMM) [3+2] cycloaddition with three
nitroarenes. Chiral phosphoramidite or diamido-
phosphites were utilized to induce moderate to
high levels of enantioselectivities along with high
chemical yields. The key significance of this work
is the selective tuning of the reactivity and enantio-
selectivity of the catalyst system, which enables
exclusive formation of the dearomatized products
for an intermolecular cycloaddition in high enantio-
selectivities.

SYNFACTS Contributors: Hisashi Yamamoto, Biplab Maji
Synfacts 2014, 10(9), 0933  Published online: 18.08.2014
DOI: 10.1055/5-0034-1378644; Reg-No.: H09214SF

2014 © THIEME STUTTGART « NEW YORK

Comment: The current catalytic system is unable
to induce high levels of enantioselectivities for

the unsubstituted TMM donor in contrast to the
alkynyl-substituted TMM donor. It was proposed
that the alkynyl substituent bonds tightly to the
[-carbon of the nitroarene and creates more steric
bulk, which enables a higher degree of differentia-
tion between the two prochiral phases in the tran-
sition state.
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