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We have p rev ious ly  [1] obtained 2 - (2 -py r idy l ) -3 -ke to -4 -ch lo robu ty ron i t r i l e  (Ia) by acylat ion of 2 -cyano-  
methylpyr id ine  with monochloroace t ic  anhydride.  2 - (2 -Benz imidazo ly l ) -3 -ke to -4 -ch lo robu ty ron i t r i l e  [Ib, mp 
278-279 ~ (from n-propanol) ,  84% yield] is fo rmed  under  the s ame  conditions. These  halo ketones reac t  readi ly  
with sodium azide in aqueous d ime thy l fo rmamtde  (DMF), during which 2 - (2 -he t a ry l ) -3 -ke to -4 -az idobu ty ro -  
ni t r i le  enols (II) [IIa, mp 158-159 ~ (dec., f rom propanoD, 83% yield; IIb, mp>320  ~ (from propanol) ,  99% yield] 
a r e  fo rmed.  
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In addition to the absorpt ion band of a n i t r i le  group at 2195-2200 cm -1, the band of an azido group at 2120- 
2122 cm -1 is observed  in the IR s p e c t r a  of II. The PMR spec t rum of I Ia  in deuterodimethyl  sulfoxide, contains,  
in addition to the cor responding  mul t ip le ts  of the protons  of a pyridine ring, a signal f rom two protons  of a 
methylene group at 4.60 ppm and a broad signal  f rom a chelated enolic proton at 15-16 ppm. 

The azides  obtained in this r e s e a r c h  a re  decomposed  by mine ra l  acids  at room t e m p e r a t u r e  with ni t rogen 
evolution. However ,  when II a r e  t r ea ted  with t r i f luoroace t i c  acid at -15 ~ they a re  smoothly conver ted to the 
p rev ious ly  unknown 6 - h y d r o x y - 7 - ( 2 - h e t a r y l ) p y r r o l o t e t r a z o l e s  IH [IHa, mp 233 ~ (deg., f rom DMF), 93% yield; 
IIIb, mp > 320 ~ (from DMF), 89% yield]~ The IR spec t r a  of III differ  qual i ta t ively f r o m  the spec t r a  of II; spec i -  
f ical ly,  they do not contain the absorp t ion  bands of n i t r i le  and azido groups,  whereas  e l emen ta ry  analys is  for  
ni t rogen conf i rms  the e m p i r i c a l  fo rmula  of p y r r o l o t e t r a z o l e s  HI. In addition to s ignals  of a romat i c  protons ,  a 
two-pro ton  singlet  of a methylene group at 5.1-5.3 ppm is observed in the PMR spec t r a  of III in t r i f luoroace t ic  
acid. 

Good re su l t s  of ana lys i s  for  ni t rogen were  obtained for  all  of the new compounds.  
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