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P r e v i o u s l y  it was shown that the reac t ion  of t e r t -BuOH with (~-ch loroe thy l ) t r i ch loros i lane  gives a 
p o l y m e r  and ter t -BuC1 [1]. It s e e m e d  of in te res t  to s tudy the reac t ion  of the (chloromethyl )chloros i lanes  
with t e r t -BuOH and follow the effect  of r ep lac ing  the CH 3 groups  on the s i l icon.  It p roved  that (chloro-  
methyl )d imethylch loros i lane  r e a c t s  with not iceable  speed when heated to give ter t-BuC1 in 99.3% yield and 
1 ,3 -d i (ch loromethy l ) t e r t ramethy ld i s i loxane .  The ac t iv i ty  i nc reases  when the CH 3 group in the (chloro-  
methyl )ch loros i lanes  is r ep l aced  by halogen. Thus,  ter t -BuC1 is f o rmed  in 95.2% yield in the case  of 
(chloro methyl) methyldichloros  i lane,  and also (chloromethyl)  methyls  iloxane oligo m e r s ,  which r e p r e s e n t  a 
l iquid with u =219 cS. 
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The IR s p e c t r u m  and e lementa l  ana lys is  c o r r e s p o n d  to the indicated composi t ion of the o l igomer .  
When ch lo romethy l ) t r i ch lo ros i l ane  is mixed with t e r t -BuOH,  the reac t ion  p roceeds  by the fo l lowingscheme:  

n C1CH2SiC13 +3n (CH~)3COH --~ (CICH2Si0~,5),, + 3n(CH~)sCC1 + i.5nH~O 

Here  a r e  f o rmed  ter t -BuC1 in 90.6% yield and the po lymer  with the indicated composit ion.  The la t t e r  is an 
insoluble and infusible product ,  whose t h e r m o g r a v t m e t r i c  analys is  curve  is shown in Fig. 1. 

EXPERIMENTAL METHOD 

React ion of (Chloromethyl)methYldichlorosi lane with te r t -Butanol .  Wil:h s t i r r ing ,  16.3 g (2.2 moles)  
of t e r t -BuOH was added in drops to 23.9 g (0.1 mole) of (chloromethyl)methyldichloros i lane .  Here  the t e m -  
p e r a t u r e  r o s e  f r o m  20 to 26~ On conclusion of HC1 evolution the r eac t ion  mixture  was allowed to cool and 
then evacuated,  collect ing the low-boi l ing-point  f rac t ion  in a t rap .  Dist i l lat ion of this f rac t ion  gave 17.6 g 

(95.2%) of ter t -BuC1,  bp 49-50 ~ nD 2~ 1.3860. The res idue  was 12.2 
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Fig. 1. T h e r m o g r a v i o g r a m  of 
po lymer  obtained by the r eac t ion  
of (ch loromethyl ) t r ich loros  ilane 
with t e r t -BuOH.  

g (96.4%) of poly(chloromethyl)methylsiloxane. Infrared spectrum 
(u, cm-i): 1060-1120 (Si-O-Si); 820, 1270 (Si-Me); 660C-C112]. 
Found: C 22.13; H 4.65; Si 25.80; C1 31.88%. (CsHsCIOSi) n. Cal- 
culated: C 22.12; H 4.65; Si 25.95; CI 32.64%. 

Reaction of Chloromethyl)trichlorosilane with tert-Butanol. 
The reaction was carried out in a similar manner. To 18.4 g (0.i 
mole) of (cbloromethyl)trichlorosilane was added 24.4 g (0.33 
mole) of tert-BuOH in drops. The maximum temperature during 
mixing was 45 ~ We obtained 25.2 g (90.6%) of tert-BuCl and 8.8 g 
(87.1%) of a polymer. Found. C 11.92; H 1.97; C1 34.97; Si 27.58%. 
(CICH2SiO~.5) n. Calculated: C 13.44; H 2.77; Cl 31.71; Si 27.01%. 
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CONCLUSIONS 

The reaction of tert-butanol with (chloromethyl) methyldichlorosilane and (chloromethyl)tr[chloro- 
silane leads to the formation of tert-batyl chlorideand,respectively,polymersw[th the composition 

( CH~ ) 
-I-Isi/ - ol- 

" \CH~CI ~ and (CICH2S[O1.5) n. 
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