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R. OOST, A. MISALE, N. MAULIDE* (UNIVERSITY OF VIENNA, AUSTRIA)
Enantioconvergent Fukuyama Cross-Coupling of Racemic Benzylic Organozinc Reagents

Angew. Chem. Int. Ed. 2016, 55, 4587-4590.

Asymmetric Fukuyama Cross-Coupling of
Racemic Benzylic Zinc Reagents

Category

Metal-Mediated
Synthesis

Fukuyama cross-
coupling

zinc

enantioconvergent
transformation

Pd(OAc) (5 mol%)

ZnCl ligand (R,R)-L o Z
o ZnCl, (1 equiv) k/@RZ e B
+ >
R “sPh R2-- MTBE, r.t, 3 h RY ™Y -
up to 95% yield
er up to 96:4
R = Alk Ar, Ar

R2=H, Me, CI, F, CF3

Ar = 3,5-(+-Bu),-4-MeOCgH,

ligand (R,R)-L

Selected examples:

90% yield
er=296:4

78% yield
er=288.5:11.5

82% yield
er=91.5:85

81% yield
er=288.5:11.5

CF3

o
D)J\/Ph

75% yield 84% yield
er=93.5:6.5 er=89:11
(0}
\HJ\/Ph
95% yield 77% yield
er=285:15 er =937

Significance: Maulide and co-workers report an
enantioconvergent palladium-catalyzed
Fukuyama cross-coupling of racemic benzylic zinc
reagents with thioesters. A wide range of acyclic
a-disubstituted carbonyl compounds are afforded
in high yields under mild reaction conditions.

SYNFACTS Contributors: Paul Knochel, Diana Haas
Synfacts 2016, 12(5), 0511  Published online: 18.04.2016
DOI: 10.1055/5-0035-1561992; Reg-No.: P03516SF

2016 © THIEME STUTTGART « NEW YORK

Comment: The addition of ZnCl, significantly im-
proved both the yield and enantioselectivity of the
reaction by influencing the Schlenk equilibrium, as
well as by accelerating the racemization rate of the
secondary organozinc reagents.
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