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Continuing the study of the possibilities of the application of the Ritter reaction to 
the synthesis of the most inaccessible 3,3-dialkyl-3,4-dihydroisoquinolines, we used tertiary 
carbinols with anunactivated isocyclic ring (Ia-g) and ethyl cyanoacetate to obtain 3,3-di- 
alkyl-3,4-dihydroisoquinolines containing a carbethoxymethylene group in position I (IIa,b) 
and l-methyl-3,3-dialkyl-3,4-dihydroisoquinolines(IIa-g) with good yields [i, 2]. 

P 
CIIaCOOCzH 5 

CHC00C2H ~ CH 3 

! a - g  II a - b  III a - g  

1. III  a R=R'=CH3; b R=CH3, R'=C2Hs; r R = R ' = ~ H s ;  d R+R'=--(CH2)4--; e R+R'=-- (CH,)s- - ;  
f R=CIh,  R'=(CH2)~N(CH~)~; g. R=CH~, R'=(C~)2N(C2H~)2; II a R=R'=CH3; b R=CH3, 

R'=C2H~ 

Depending on t h e  t ime  f o r  c a r r y i n g  o u t  t he  ~ a c t i o n ,  compounds I I a  and I I b  (5-7 min)  or  
I I I a - g  (5 t o  5 h 30 min) form w i t h  a 60-80% y i e l d .  The r e a c t i o n  t a k e s  p l a c e  in. a h e t e r o -  
geneous  medium ( b e n z e n e ~ s u l f u r i c  a c i d )  a t  75-78~ w i t h  e q u i m o l a r  amounts  of  t h e  r e a c t a n t s  
( 0 . 1  mole)  i n  50 ml o f  b e n z e n e  and 40 ml of  c o n c .  H~S0a. 

Compounds I I a  and I I b  e x i s t  i n  an enamine  fo rm,  as  i s  c o n f i r m e d  by t h e  d a t a  f rom t h e  
PMR s p e c t r a  o f  t h e  b a s e s  and by r e a c t i o n s  w i t h  v a r i o u s  e l e c t r o p h i l e s ,  which  t a k e  p l a c e  ex -  
c l u s i v e l y  a t  t h e  a - c a r b o n  atom of  t h e  e n a m i n o c a r b o n y l  s y s t e m .  

Compounds I I I a - g  r e a c t  w i t h  e l e c t r o p h i ! e s  i n  a n a l o g y  to  I I a  and I I b ;  however ,  t h e i r  
PF~ and IR spectra correspond to the azomethine (imine) form. 

Compound IIa. PMR spectrum (CDCI3): 1.20 (m, 9H), 2.66 (s, 2H), 4~00 (q, 2H), 4.99 (s, 
IH), 7.18 (m, 4H), and 8.82 ppm (s, IH). IR spectrum (in CHCI3): 1650 (conjugated C=C), 
1575 (C=C in benzene ring), 1650 (bound C=O), 1720 (free CO), 3030 (=C--H), 3275 cm -~ (bound 
N~H). Hydrochloride, mp 163-165~ ~ompound IIIa. PMR spectrum (CDCI3): 1.40 (s, 6H), 2.60 
(s, 3H), 2.76 (s, 2H), 7.15 ppm (m, 4H). IR spectrum: 1580 (C=C in benzene ring), 1630 (C=N), 
3030 cm -I (=C--H). Hydrochloride, mp 175-176~ Compound IIb: picrate, mp 93-95~ Compound 
IIIb: salicylate, mp 85-87~ Compound IIIc: salicylate, mp 72-73~ Compound IIid: pic- 
rate, mp 166-167~ Compound IIIe: salicylate, mp 168-160~ Compound IIIf: bp 90-91~ (i0 
mm Hg). Compound IIlg: mp 92-93~ (i0 mm Hg). 

The data frem the elemental analysis for C, H, N, and C1 for all the compounds obtained 
correspond to the calculated values. 
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