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Bromination of Aromatic Ethers, Acetanilides and Alkenes

with Polymer-Bound Benzyltrimethylammonium Tribromide

Tusyoshi OKAMOTO, Masao KUSUMOTO, Takashi NODU,
Hiroshi FUJIMOTO, Takaaki KAKINAME, and Shoji KAJIGAESHI

Bromo-substituted aromatic ethers and sterospecific anti-dibromo adducts were obtained by passing

the solution of reactive aromatic ethers in dichloromethane-methanol and the solution of alkenes

in dichloromethane through the column packed with styrene polymer-bound benzyltrimethylammonium

tribromide in quantitative yields, respectively. However, usually, it was difficult to obtain bromo-substi-

tuted acetanilides by this method.
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Table 1 Bromination of Aromatic Ethers by Use of ®-BTMA Br,
Substrate Product Yield® MP(C)or BP(C/mmHg)
0,
2 ® % found reported
su0<0) (2a) suo{D)-8r (5a) 92 259-262/760  258-260/760%
Me Me
veo{D) (2b) meo{)-5= (5b) 99 65-66 67.5-68.5'
Me Me Me Me
Meo@ (2¢) Heo©_5r (5¢) 92 250/760 139-140/17»
Me
QD el 5d) 94 0il 28-29'2
Me Me
Me
no e (%) meoThome Ge) 64 oil 30-3212
Me Me
e 3 r - — )
@ en o ) 97 111-112 108-109
Me. Me
”e"@ (2g) ”i;@“ (5g) 75 243-245/760 86/31»
OMe OMe
”e°© (2h) ”e‘;par (5h) 97 143-144 142-143'®
OMe Br OMe
”eo'@ (21) Heo Br (51) 98 131-132 129-130'"
OMe Br OMe

a) Yield of isolated product.
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Table 2 Bromination of Acetanilide Derivatives by Use of ®-BTMA Br;

MP(’C)or BP(C /mmHg)

Substrate Product Yield®
3 6 %
found reported
@) (3a) acni{O)-er 91 163-164 168.8®
Br
s Qpcr (3b) rewn-{)-c1 99> 133-135 134.6'

a) Yield of isolated product.

b) Reaction was carried out at 70C for 48 h in AcOH-ZnCl, system.

Table 3 Bromination of Alkenes by Use of ®-BTMA Br; in Dinchloromethane

MP(C)or BP(C/mmHg)

Substrate Product Yield®
4 7 %
found reported

O (4a) e (de) (7a) 98  oil 110-112/23'
Ph-CH=CH, (4b) Ph—CHBr—CH,Br (7b) 94 73-74 7220
Ph—C(CH?®) =CH, (4c) Ph—CBr(CH;) —CH,Br (7¢) 99 oil 95-97/0.07%V
Ph—CH=CH-—Ph (4d) Ph—CHBr—CHBr—Ph (7d) 88 230-233 237
Ph—CH=CH—-COOCH; (4e) Ph—CHBr—CHBr—COOCH, (7e) 99 117-119 117%®

a) Yield of isolated product.
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