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1 - B r o m o a d a m a n t a n e  i s  a key  compound  in the  s y n t h e s i s  of m a n y  a d a m a n t a n e  d e r i v a t i v e s  [1-3].  In the 
p r e p a r a t i o n  of  th i s  compound  f r o m  a d a m a n t a n e ,  e i t h e r  a l a r g e  e x c e s s  of b r o m i n e  o r  e x c e s s  of a d a m a n t a n e  is  
u s e d .  A t t e m p t s  to s y n t h e s i z e  l - b r o m o a d a m a n t a n e  by b r o m i n a t i o n  in the  p r e s e n c e  of an o x i d i z i n g  agent  have  
been  u n s u c c e s s f u l .  Thus ,  f o r  e x a m p t e ,  a m i x t u r e  of a d a m a n t a n o l  and n i t r o a d a m a n t a n e  i s  f o r m e d  in a s y s t e m  
c o n t a i n i n g  1 p a r t  a d a m a n t a n e ,  1.5 p a r t s  B r  2 and 7 p a r t s  HNO 3 [3]. 

We have  found tha t  the  use  of  t r i f l u o r o a e e t i c  a c i d  as  the  so lve n t  p e r m i t s  the  q u a n t i t a t i v e  p r e p a r a t i o n  of 
l - b r o m o a d a m a n t a n e  at  20~ by  the  ac t i on  of s t o i c h i o m e t r i c  a moun t s  of  b r o m i n e  o r  an a l k a l i  b r o m i d e  in the  
p r e s e n c e  o f  n i t r o g e n - c o n t a i n i n g  o x i d i z i n g  a g e n t s ,  n a m e l y ,  NO2, a l k a l i  n i t r a t e s  o r  a l k a l i  n i t r i t e s  t a k e n  in e i t h e r  
s t o i c h i o m e t r i e  amoun t s  o r ,  in  the  p r e s e n c e  of  0 2 o r  a i r ,  c a t a l y t i c  a m o u n t s .  In  the  l a t t e r  c a s e ,  the  r e a c t i o n  
r a t e  i s  s i g n i f i c a n t l y  r e d u c e d .  

A s u s p e n s i o n  of  a d a m a n t a n e  in CF3CO2I-I w a s  s t i r r e d  wi th  b r o m i n e  o r  an a l k a l i  b r o m i d e  and an o x i d i z i n g  
agent  unt i l  c o m p l e t e  h o m o g e n i z a t i o n  w a s  no ted .  Then  the  so lve n t  w a s  d i s t i l l e d  off  in v a c u u m  f o r  r e u s e .  1 -  
B r o m o a d a m a n t a n e ,  mp 116-118~ was  i s o l a t e d  by s u b l i m a t i o n  at  90~ (1 mm) f r o m  the  r e s i d u e  e i t h e r  d i r e c t l y  
(Tab le  1, e x p e r i m e n t  1) o r  a f t e r  e x t r a c t i o n  wi th  p e n t a n e  and e v a p o r a t i o n  of  the  e x t r a c t  ( e x p e r i m e n t s  2 and 3). 

The  p r e s e n c e  of w a t e r  in the  r e a c t i o n  m i x t u r e  s i g n i f i c a n t l y  c o m p l i c a t e s  the  i s o l a t i o n  of the d e s i r e d  p r o d -  
uc t .  

TABLE 1 

Experi- 
ment no. 

1 
2 
3 

Reagents (mole ratio) 

Ct0H,s : Br2 : 1'{O2=2 : t : 2 
Ct~H~a : KBr : NaNO~=3 : 3 : 2 
CiaH~KBr : NaNO2=f : I : 0,t-0.01 
(in the pre~ence of 02 or air) 

Time, h 

I ? t5-20 

;gield of 
C1oHisBr,% 

98 
97 
98 

1~ 

2. 
3. 
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