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Enantioselective Arylative Trifluoromethylation of

Alkenes
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MeOH (0.1 M), 0 °C

2 R' H 49 examples
FsC - No 5 up to 93% yield
R up to 98% ee

e} up to 4.0 mmol scale

Selected examples:

% Ph H % Ph H
FBCVQH/N\Ph FBCVQH/N\
O O

87% yield, 96% ee
67% vyield, 93% ee?

Cl
eO
CF;
O QL
“Ph

t-Bu Cl
67% yield, 97% ee

78% yield, 93% ee

CF;

80% yield, 98% ee

2Reaction carried out in a 4.0 mmol scale
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Significance: The asymmetric trapping of tertiary
carbon-centered radicals represents a challenge in
organic synthesis. The authors report an asymmet-
ric coupling of tertiary radicals with L*Cu(ll)-aryl
species for the synthesis of enantiomerically en-
riched quaternary carbons. The tertiary carbon-
centered radicals were generated via CF5 radical ad-
dition. The trifluoromethylated products were ob-
tained in moderate to high yields, and good to high
enantioselectivities.
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Comment: The scalability of this process was de-
termined on a 4.0 mmol reaction, which provided
the desired product with no erosion of enantiose-
lectivity. Various derivatizations were performed on
the trifluoromethylated products, such as cycliza-
tion (via nucleophilic aromatic substitution) and re-
duction of the carbonyl group. A radical trap exper-
iment using CBr4 generates an a-bromo amide in
high yields, supporting the presence of benzylic
radicals.
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