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P r i m a r y  n i t r o samines  a r e  the m o s t  s table  f o r m  of diazo compounds in the azole s e r i e s  [1]. However,  
n i t r o s a m i n e s  could not be obtained fo r  imidazole  and benzimidazole .  We have found that  2 - (N-n i t ro samino ) -  
benz imidazo les  (]]) a r e  f o r m e d  by the ac t ion  of sodium ni t r i te  on 2 -amino- l - a lky l ( a ra lky l )benz i rn idazo les  
(D in 60% phosphor i c  acid a t  - 5  ~ Under  these  conditions, 5 -a lky l -  and 5-a tkoxy-subs t i tu ted  I undergo in te r -  
m o l e c u l a r  diazo coupling at  the 6 posit ion,  whe rea s  1 - a r y l - 2 - a m i n o b e n z i m i d a z o l e s  undergo in t r amolecu la r  
coupling to give d ibenz [a ,g ] imidazo[2 ,1 -c ] - l , 2 ,4 - t r i az ines  [2]. 
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a R=CH~, R'=H, R"=Br; bR=CH3, R ' = R ' = B r ; c  R=CHa, R'=NO2, R'=H; dR=CH3, 
R'=R'=H; R=C6HsCH2, R'=R"=H 

Ni t ro samines  II  a r e  a l so  r e s i s t a n t  to the act ion of dilute acids  on s torage ,  but compounds with e lec -  
t ronega t ive  subst i tuents  (Ha,b) undergo deni t rosa t ion  on heating in alcohol  solutions.  

TABLE I. 

Corn- Deer 
ipoint, 

pound i. C 
i 

IIa i 163 
Ilb i 138 
IIc 169 
Hd i 162 
lie ] 187 

2 - (N-Nit rosamino)benz imidazoles  

Empirical 
formula 

CsHTBrN~O 
CsHGBrzN40 $ 
CsHrNsOa 
CsHsN~O 
C~4H~2N~O 

Found, % 

C ! H N 

i 

38,0 [ 2,5 22,0 
28,6 i 1,7 16,9 
43,1, 3,1 32,0 
545! 45 32,2 
66,8 4,3 22,4 

I 

Cale., % ]IR spee- I Yield J 

c ! . N yum" i % 

37,71 2,8 22,01 3060 ! 62 
2s,8i 1,8 16,8 3200--30001 59 
43,41 3,2 31,7 3100 ] 51 
54,5 4,6 31,8! 3260 ! 7 4  
66,7 4,8 22,2:3260--3160 [ 60 

* The s pec t r a  of suspens ions  of the compounds in hexaf luorobu-  
tadiene w e r e  r e c o r d e d  with a UR-20 s p e c t r o m e t e r .  
t F o u n d ,  %: Br  31.2. Calculated,  %: B r  31.3. 
SFound, %: Br  47.7. Calculated,  %: Br  47.9. 
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