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PREPARATION OF 2-ISOCYANATO-5-CHLOROBENZOYL CHLORIDE 

Submitted by B. K. Misra, Y. R. Rao and S. N. Mahapatra* 
(9/2/80) 

Regional Research Laboratory 
Bhubaneswar-751013, INDIA 

In our studieslt2 on the reactions of 2-isocyanato ben- 

zoyl chlorides(I), we were required to prepare the 5-chloro- 

derivative(1b). Its preparation (in 31% yield) from 6-chloro 

isatoic anhydride(I1b) by the action of thionyl chloride takes 
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t h r e e  weeks t i m e . ’  

c y a n a t o - 5 - c h l o r o b e n z 0 y l  c h l o r i d e ( 1 b )  i n  75% y i e l d  by t h e  

c h l o r i n a t i o n  o f  Ia  f o l l o w i n g  a m o d i f i e d  p r o c e d u r e  for  t h e  

c h l o r i n a t i o n  of p h e n y l  i s o c y a n a t e .  

W e  r e p o r t  h e r e  t h e  p r e p a r a t i o n  o f  2 - i s o -  

4 

a )  R = H  

h) R = c ~  

EXPERIMENTAL 

I n t o  a st irred s o l u t i o n  of 2 - i s o c y a n a t o  b e n z o y l  c h l o r i d e  

(36 .2  g;  0 . 2  MI  i n  e t h y l e n e  d i c h l o r i d e  ( 1 1 0  g )  a t  25O w a s  i n -  

t r o d u c e d  a slow stream o f  d r y  c h l o r i n e  f o r  5 min. I o d i n e  (0 .75  g 

i n  30 g e t h y l e n e  d i c h l o r i d e  w a s  t h e n  added  and c h l o r i n e  a d d i t i o n  

( t o t a l  1 4 . 9  g ;  5% e x c e s s )  resumed d u r i n g  which p e r i o d  t h e  t e m -  

p e r a t u r e  rose t o  50-55O. 

t h e  s o l v e n t  w a s  e v a p o r a t e d  a n d  t h e  r e s i d u e  t r e a t e d  w i t h  d r y  

b e n z e n e  ( 7 5  m l )  . The s e p a r a t e d  6 - c h l o r o  i sa to ic  a n h y d r i d e  

(1 .64  g )  w a s  f i l t e r e d  o u t  a n d  b e n z e n e  e v a p o r a t e d  f rom t h e  f i l -  

t ra te .  The r e s i d u e  ( 4 5  9) on d i s t i l l a t i o n  u n d e r  r e d u c e d  p r e s -  

s u r e  g a v e  2-isocyanato-5-chlorobenzoyl 

1 . 5  mm H g ,  m.p. a n d  m.m.p. 

i m p o s a b l e  w i t h  t h a t  o f  a n  a u t h e n t i c  sample  p r e p a r e d  f rom I b  

a n d  PMR s p e c t r a  of i t s  r e a c t i o n  p r o d u c t s 2  c o n f i r m  t h e  s u b s t i -  

t u t i o n  p a t t e r n .  

A f t e r  s t i r r i n g  f o r  2 h o u r s  a t  25O, 

c h l o r i d e  a t  115-118O/ 

54-57O. I t s  I R  s p e c t r u m  w a s  s u p e r -  
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A NEW SYNTHESIS O F  4-BROMOMETHYLBENZAL BROMIDE 

AND 1,4-bis(DIBROMOMETHYL)-BENZENE 

Department of Chemistry 
Kuwait U n i v e r s i t y ,  KUWAIT 

Although t w o  d i f f e r e n t  methods f o r  t h e  p r e p a r a t i o n  o f  4- 

bromomethylbenzal bromide I Ia  have been s t u d i e d ,  a one - s t ep  

s y n t h e s i s  o f  t h i s  compound i n  good y i e l d  has  y e t  t o  be achiev-  

ed.  

y i e l d  a mix tu re  of brominated  p r o d u c t s  from which I I a  was iso- 

l a t e d  i n  23% y i e l d . l r 2  Dre fah l  and P l o t n e r 3  i s o l a t e d  t h e  same 

p r o d u c t  a f t e r  t r e a t m e n t  of  p- to lua ldehyde  w i t h  phosphorous t r i -  

bromide i n  carbon d i s u l p h i d e  fo l lowed by brominat ion  o f  t h e  in -  

t e r m e d i a t e  p roduc t ,  4-methylbenzal  b romide , a t  140 i n  t h e  pre-  

sence of a powerfu l  s o u r c e  of l i g h t .  

I n  one such  method, p-xylene w a s  brominated a t  130° t o  

0 

R O C H O  + SOBr2 - R ' o C H B r z  

I I1 

a)  R = CH3 b)  R = CHO a )  R' = CH2Br  b )  R '  = CHBr2 

The o t h e r  compound 1,4-bis(dibromomethyl)ben~ene ( I Ib)  

h a s  been s y n t h e s i z e d  by v a r i o u s  r e s e a r c h  groups ,  b u t  a h i g h  

y i e l d  s y n t h e s i s  of t h i s  compound under  o r d i n a r y  c o n d i t i o n s  i s  

y e t  t o  be r e a l i z e d .  I n  one  such  method4l5 d r y  bromine w a s  
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