
LETTERS TO THE EDITOR 

R E A C T I O N  O F  M E S O - D I M E T H Y L A M I N O M E T H Y L E T I O P O R P H Y R I N  

W I T H  CH A C I D S  

G.  V.  P o n o m a r e v  UDC 749 

We have observed  that  m e s o - d i m e t h y l a m i n o m e t h y l e t i o p o r p h y r i n - 1  (I) r e a c t s  with CH acids  in the p r e s e n c e  
of zinc ace ta te .  Thus re f l ex ing  porphyr in  I in acetone in the p r e s e n c e  of a twofold amount (by weight) of zinc 
ace ta te  leads ,  a f te r  12 h, to the format ion  of a zinc complex  (II), f rom which porphyr in  III was obtained in 53% 
ove ra l l  yield by t r e a t m e n t  with di lute  hydroch lor ic  acid.  

The r eac t i on  with ace ty lace tone  p roceeds  cons ide rab ly  more  rap id ly .  Thus heating porphyr in  I at 50~ 
for 20 min in the p r e s e n c e  of zinc ace ta te  l eads ,  a f te r  demeta l l a t ion  of the i n t e rmed ia t e  zinc complex (IV) and 
chromatog-raphic  pur i f i ca t ion  of the r eac t ion  p roduc t s ,  to porphyr in  V in 62% yie ld .  

I-VI VII 

I M=2H, R=N(CH3)2; I[ M Zn, R=CH2COCH3; I11 M=2H, R Ctl2COCH3; IV M-Zn, 

R=CH(COCH~)2; V M-2II .  R CH(COClt3}2; Vl M=Zn, R=N(CH3) 2 

The format ion  at the f i r s t  instant of the r eac t ion  of an unstable  Zn complex of porphyr in  I, which in the 
p r e s e n c e  of excess  zinc ace ta te  r e a c t s  wi th  acetone and ace ty lace tone  with sp l i t t ing  out of d imethy lamine ,  was 
es tab l i shed  s p e c t r a l l y  and c h r o m a t o g r a p h i c a l l y .  Complex VI evident ly  fo rms  ca rbon ium ion VII dur ing the 
r eac t ion ,  which a lso  r e a c t s  with CH ac ids .  

Intense bands of ca rbony l  absorp t ion  (1720 cm - t  for III and 1710 and 1732 cm -1 for V) a re  observed  in the 
IR s p e c t r a  of III and V. The e lec t ron ic  s p e c t r a  of po rphyr ins  III and V have a s l ight  ba thochromic  shift  as com-  
pa red  with the spec t rum of unsubst i tu ted e t ioporphyr in ,  and this  cons t i tu tes  evidence for the absence  of long- 
range  in te rac t ion  between the keto group and the porphyr in  r ing .  Intense peaks co r r e spond ing  to [ M -  C HzCOCH3] + 
f ragments  for po rphyr in  III and [ M -  CH(COCH3)2] + f ragments  for V are  observed  in the mass  s p e c t r a  of these  
compounds in the reg ion  of s ingle  charged ions,  in addit ion to the molecu la r  ion peaks .  

This  r eac t i on  of po rphyr ins  conta ining the m e s o - d i m e t h y l a m i n o m e t h y l  group with CH acids  opens up 
p r o s p e c t s  for  the syn thes i s  of d i v e r s e  porphyr ins .  
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