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Ni-Catalyzed Suzuki Arylation of Unactivated

Tertiary Alkyl Halides

R R
NiBro-diglyme (10 mol%)
ligand (11 mol%)
FAK—X  + B > AIK
LiO#-Bu (2.4 equiv)

-BUOH (2.4 equiv)
benzene, 40-60 °C

(1 equiv) (2.5 equiv) up to 88% yield
tAlk = unactivated tertiary alkyl tBu #Bu
R =H, Me, i-Pr, Ph, OTBS, O/-Pr J
X =Cl,Br, | \ \ /)
—N N
ligand
Selected examples:
84% yield 61% yield 74% yield
n-Pentyl
OTBS
57% yield 74% yield 53% yield
o
Ph A\/\><©
57% yield 86% yield 76% yield

Significance: The first nickel-catalyzed Suzuki
cross-coupling reaction of unactivated tertiary al-
kyl halides has been disclosed. Both the nickel
catalyst as well as the bipyridine ligand are com-
mercially available. The desired products have
been obtained in excellent yields.
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Comment: The described reaction is very versa-
tile since the synthesis of the all-carbon quaterna-
ry carbon centers does not suffer from isomeriza-
tion of the alkyl group. Preliminary mechanistic
studies indicate the generation of a radical inter-
mediate along the reaction pathway.
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