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3-CHLOROMETHYL-2,4,6-TRIMETHYLBENZOIC ACID 

- Submitted by F. H. C. Stewart 
(7/16/80) 

Division of Protein Chemistry 
Commonwealth Scientific and Industrial Research 

Parkville, Victoria 3052, Australia 
Organization 

Attempted preparation of the title compound’ from mesito- 

ic acid by means of a standard chloromethylation method2 used 

routinely with mesitylene resulted in formation of 3-hydroxy- 

methyl-2,4,6-trimethylbenzoic acid. Rapid hydrolysis of the 

chloromethyl group evidently occurred during the mildly basic 

aqueous wash stage incorporated in the work-up procedure. 

Direct formation of the hydroxymethyl derivative in this way 

was actually quite convenient as it was required for experi- 

ments on the attachment of the 2,4,6-trimethylbenzyl moiety to 

chloromethylated polystyrene supports. 

2 

3-Chloromethyl-2,4,6-trimethylbenzoic acid, mp. 200-201. So, 

was readily obtained by the action of concentrated hydrochloric 

acid on the hydroxymethyl compound. The conversion was accom- 

panied by a substantial downfield shift (0.3 ppm) of the ben- 

zylic proton resonance and by the disappearance of the strong 

hydroxyl band at 3410 cm-’. 

CO2H co* H 

These observations suggest that a compound in the liter- 
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ature purported to be 3-chloromethyl-2,4,6-trimethylbenzoic 

acid (mp. 206O) ,3 and prepared from mesitaldehyde by success- 

ive chloromethylation and oxidation steps involving aqueous 

basic conditions, is in reality the hydroxymethyl acid (mp. 

207-208O). 

formed by direct chloromethylation of mesitoic acid and its 

hydrolysis to the hydroxymethyl derivative, gives melting 

points for both compounds which are much lower than those ob- 

tained here. 

A more recent reference' to the chloromethyl acid, 

EXPERIMENTAL 

M e e t i n g  p o i n t b  ahe uncohhected, 

3-Hydroxymethyl-2,4,6-trimethylbenzoic Acid.- Mesitoic acid 

(1.3 g) was chloromethylated as described in Organic Synthe- 

ses.2 After 6 hrs., at 80-8S0, the reaction mixture was di- 

luted with water, the crude product treated with 1M sodium bi- 

carbonate, and the filtered solution acidified with hydrochlor- 

ic acid. The average yield over numerous runs was 1.16 g. 

(75%). This material was washed with hot ethyl acetate and 

recrystallized from ethanol/cyclohexane, mp. 207-20E0, lit. 

137-138O; IR (KBr) : 

(DMSO-d6): 

sitional order 4,6,2; 4.47, s, CH2; 6.87, s, arom. H. 

- Anal. Calcd. for CllH1403: C, 68.0; H, 7.2; 0. 24.8. 

Found: C, 67.8; H, 7.3; 0, 24.8. 

1 

3410 (OH), 1690 cm'l (C02H) ; 60 MHz NMR 

6 2.19, 2.29, 2.32, s, CH3 groups assigned in po- 

3-Chloromethyl-2,4,6-trimethylbenzoic Acid.- The hydroxymethyl 

acid (200 mg.) was shaken with cold concentrated hydrochloric 

acid (5 ml) and ether (5 ml). Filtration from a litle suspend- 

ec? solid, if necessary, and removal of the ether under vacuum 
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g a v e  t h e  c h l o r o m e t h y l  a c i d  (197  mg.; 9 0 % )  , which w a s  r e c r y s t a l -  

l i z e d  from a c e t o n i t r i l e ,  mp. 200-201.5°, lit.' 178-179O) ; I R  

( K B r ) ;  1695 c m - l  ( C 0 2 H ) ;  60 MHz NMR (DMSO-d6) : 62.23,  2 .33,  

2 .37 ,  s ,  CH3; 4 .78,  s ,  C H 2 ;  6 .97 ,  s ,  arom. H .  

g. C a l c d .  f o r  C11H13C102: C ,  62 .1 ;  H I  6 .1;  C 1 ,  1 6 . 7 .  

Found: C ,  62 .4 ;  H I  6 .4 ;  C 1 ,  1 6 . 6 .  
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SYNTHESIS OF E-BIS(DIMETHYLHYDR0XYSILYL)BENZENE 

S u b m i t t e d  by H .  Matsumoto, K .  Shono a n d  Y .  Nagai*  
( 2/22/80 1 

Depar tment  of C h e m i s t r y  
Gunma U n i v e r s i t y  
K i r y u ,  Gunma 376, JAPAN 

p - B i s  

c u r s o r  f o r  

dimethylhydroxysily1)benzene i s  a c o n v e n i e n t  p r e -  

t h e  s y n t h e s i s  of poly(tetramethy1-p-silphenylene- 

p o l y s i l o x a - - e )  , r e p o r t e d  t o  be more s tab le  t h a n  p o l y d i m e t h y l -  

s i l o x a n e  b o t h  t o  a t m o s p h e r i c  o x i d a t i o n  a n d  d e g r a d a t i o n  a t  ele- 

v a t e d  t e m p e r a t u r e s .  However , methods i n v o l v i n g  G r i g n a r d  re- 
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