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Light-Induced Pd Catalyst Enables C(sp2)–C(sp2) Cross-Electrophile Coupling Bypassing the Demand for Transmetalation
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Cross-Electrophile Coupling Enabled by Visible-Light 
Palladium Catalysis

Significance: Maiti and co-workers report a high-
ly chemoselective cross-coupling of (hetero)aryl 
halides under palladium visible-light catalysis. Key 
to success was ligand design enabling differing 
modes of oxidative addition between the (pseu-
do)halides.

Comment: Support for the proposed hybrid aryl 
Pd(I)-radical species was achieved by trapping the 
corresponding species with N-methyl pyrrole and 
DMPO. The corresponding DMPO adduct was sub-
sequently characterized by EPR.

X1 X2

X1 = I, OTf X2 = Br, Cl

Pd(OAc)2 (5 mol%)
L (10 mol%)

Cs2CO3 (3 equiv)
MeCN, 24 h

+

blue LEDs

NMe2

NMe2

PR2

L; R = Cy or Phup to 90% yield >90 examples ligand design broad FG tolerance

Selected examples

N

N
N

Me

MeS
65% yield 62% yield 52% yield

NN
Me

N

N

NC

F
F

F

70% yield

NHCOMe

42% yield

BocHN

H
N

O
OMe

O

i-Bu

N

OMe

76% yield

O

N

48% yielda

NN N

Me

81% yielda

a L = RuPhos, DIPEA was used instead of Cs2CO3.
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