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Pd-Catalyzed Cross-Coupling Mediated by 
Polymer-Supported Siloxanes

Significance: Polymer-supported siloxanes were 
developed as transfer agents for cross-coupling 
reactions involving organolithium reagents. For ex-
ample, the polystyrene-supported siloxane 1 was 
treated with an aryl or alkenyl lithium 2, and the re-
sulting material was treated with an aryl halide 3 in 
the presence of PdCl2, CuI, and ligand L to give 
the corresponding product 4 in 68–97% yield.

Comment: The transfer agent 1 was recovered al-
most quantitatively by simple filtration and rinsing, 
and reused in the cross-coupling several times. 
No cross-contamination of the products 4 was 
detected in a series of ten reactions with recycled 
1 and various combinations of organolithium 
reagents 2 and aryl halides 3.

Si O

PdCl2 (3 mol%)
CuI (10 mol%)

L (4 mol%)
THF, r.t., 18 h

PPh2

N

L

1
(3.0 equiv)

R1 Li
THF, –78 °C to r.t., 3 h

R2 X

3
(1.0 equiv, X = Br, I)

2
(2.5 equiv)

R1 R2

Selected examples:

Me
Me

OMe

95% yield
X = I

(1st use)

OMe

97% yield
X = I

(2nd use)

90% yield
X = I

(3rd use)

MeO

Ph OMe

74% yield
X = I

(4th use)

TBSO Ph

72% yield
X = I

(5th use)

CN

92% yield
X = I

(6th use)

N

N

91% yield
X = I

(7th use)

O

TBAF

HO Ph

= polystyrene

4

CN

85% yield
X = Br

(8th use)

82% yield
X = I

(9th use)

O

68% yield
X = Br

(10th use)

O

SYNFACTS Contributors: Yasuhiro Uozumi, Takuma Sato
Synfacts 03012018, 14(01), 0095 Published online: 15.12.20171 8 6 1 - 1 9 5 81 8 6 1 - 1 9 4 X
DOI: 10.1055/s-0036-1591031; Reg-No.: Y17217SF ©Georg Thieme Verlag  Stuttgart · New York

Category

Polymer-Supported 
Synthesis

Key words

silicon

organolithium 
reagents

palladium catalysis

cross-coupling

transfer agents

T
hi

s 
do

cu
m

en
t w

as
 d

ow
nl

oa
de

d 
fo

r 
pe

rs
on

al
 u

se
 o

nl
y.

 U
na

ut
ho

riz
ed

 d
is

tr
ib

ut
io

n 
is

 s
tr

ic
tly

 p
ro

hi
bi

te
d.


