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We have found that  2-cyanomethylpyr id ine  o r  2-cyanomethylquinol ine,  on heating at 130-140~ for  
30-60 rain with a two-  to threefo ld  excess  of a carboxyl ic  acid anhydride,  form acyl  de r iva t ives  at the 
methylene  group, i .e. ,  w-acy l -2 -cyanomethy lpyr id ines  (I) [nap 176 ~ (from ethanol),  88%yield] o r  w-acy l -2 -  
cyanomethylquinol ines  (II)] mp  168 ~ (from ethanol), 92%yield]. However ,  it was recent ly  r epor t ed  [1, 2] 
that  6-cyanomethylphenanthr id ine  is acyla ted  by anhydrides  at the ni t rogen atom to give 5 - a c y l - 6 - c y a n o -  
m e thylene-5 ,6-d ihydrophenanthr id ine .  
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I l ia  R=CH~; b R=C~H~ 

According to our  data, C-acy la t ion  occu r s  in this case  also to give w-acy l -6 -cyanomethy lphenan thr id -  
ines [IIIa, mp 215 ~ (from propyl  alcohol),  93%yield; IIIb, mp 254 ~ (from propyl  alcohol), 88%yield]. A 
broad  signal  of the hydroxyl  proton of the enol fo rm is obse rved  at 16.82 ppm in the PMR spec t rum of a 
CDC13 solution of HIa, in addition to the signal  of a CH s group at 2.58 ppm.  This  pro ton  is readi ly  exchanged 
with D20 , a f t e r  which its s ignal  van ishes .  Yet another  p roof  in favor  of  s t ruc tu re  I i Ia  is the p r e sen ce  of 
a 7-H doublet with J = 8 Hz at 9.33 ppm. I ts  cons iderable  pa ramagne t i e  shift is due to the induced magnet ic  
field of the r igidly fixed ni t r i le  group. The chemica l  shift of the proton of the hydroxyl  group in the spec -  
t r u m  of 1-fib is 16.90 ppm, whereas  the chemica l  shift of the 7-H proton is 9.50 ppm. 

Absorpt ion of a chelated hydroxyl  group at 2960-3120 cm -1 is obse rved  in the IR spec t r a  of ch lo ro-  
form solutions of  EI.  The nar row s t rong band at 2190 cm -1 co r r e sponds  to the absorpt ion  of a ni tr i le  group 
at tached to a double bond. 

The e m p i r i c a l  fo rmulas  of  I - I I I  were  conf i rmed by the r e su l t s  of ana lys is  for  ni t rogen.  
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