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A hydrazine res idue  in posi t ion 2 of benzimidazole  can eas i ly  and in good yield be replaced by chlorine by 
boiling the 2-hydrazinobenzimidazole  concerned with thionyl chloride.  
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I, IV RI=COOH, R~=CH3; II, Y RI=H, R2=CHa; 
III,VI RI=NO 2, R2=CH2C6H $ 

In order  to obtain the corresponding acid chloride,  2 -hydraz ino - l -me thy lbenz imidazo le -5 -ca rboxy l i e  acid was 
boiled with an excess of thionyl ehloride.  The product  obtained proved to be the chloride of 2 -eh lo ro-1-  
methylbenz imidazole -5-carboxyl ic  acid. Its s t ruc ture  was shown by the identif ication of the hydrolysis  product in 
respect  of mel t ing point and IR spect ra  with 5 - ea rboxy -2 -eh lo ro - l -me thy lbenz imidazo l c  of authentie s t ruc tu re  
(obtained as descr ibed  by Simonov and Lomakin [1]). 2 -Hydraz ino- l -me thy lbenz imidazo le  and 1-benzyl -2-hydraz ino-  
5-n i t robenzimidazole  reacted with thionyl chloride s imi la r ly .  

The reac t ion  that we have observed is a pecul ia r  case of nucleophilic subst i tut ion in the .benzimidazole se r i e s .  

5 -Carboxy-2 -hydraz ino - ] -me thy lbenz imidazo le  hydrochloride (I). This  was obtained f rom the corresponding 
thione by its oxidation to the sulfonic acid and the hydraz inolys is  of the la t ter  followed by t rea tment  with hydrogen 
chloride.  Needles,  mp 309-311 ~ C (from water).  Found, %: C 44.66; H 4.84; N 23.56; C1 14.88. Calculated for 
CgHt0N402 �9 HC1, %: C 44.54; H 4.57; N 23.09; C1 14.6. 

2 - C h l o r o - l - m e t h y l b e n z i m i d a z o l e - 5 - c a r b o n y l  chloride.  A mixture  of 1.2 g (0.005 mole) of I and 10 ml  of thionyl 
chloride was boiled for  3 hr ,  the excess of thionyl chloride was dis t i l led off, and the res idue was crys ta l l ized  f rom 
benzene.  Mp 197 ~ C (according to the l i t e ra tu re  [2], 196-197 ~ C). After r ec rys t a l l i za t ion  f rom aqueous 
d imethylformamide,  2 - ch lo ro - l -me thy lbenz imidazo le -5 -ca rboxy l i c  acid was obtained. Mp 210 ~ C (giving no depress ion  
with the substance obtained by Simonov and Lomakints  method [1]). Compounds II and HI reac ted  with thionyl chloride 
under  s im i l a r  conditions.  Yields in all  cases  80-90%. 
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