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Some 2 - subs t i t u t ed  4 - k e t o - 2 , 3 - d i h y d r o t h i e n o [ 3 , 2 - e ] - l , 3 - t h i a z i n e s  w e r e  obtained by c o n -  
densa t ion  of  2 - m e r c a p t o - 5 - e t h y l t h i o p h e n e - 3 - c a r b o x a m i d e  with a ldehydes  and ke tones  in 
the p r e s e n c e  of g a s e o u s  HC1. 

Subst i tu ted  4 - k e t o - 2 , 3 - d i h y d r o t h i e n o [ 3 , 2 - e ] - l , 3 - t h i a z i n e s  a r e  r e p r e s e n t a t i v e s  of new condensed  
h e t e r o c y c l i c  s y s t e m s  that  include a thiophene r ing .  Like the analogous  benzene  d e r i v a t i v e s  [2-4], they m a y  
be of  i n t e r e s t  f o r  t es t ing  as phys io log ica l ly  ac t ive  subs t ances .  We have found that  I -VI  (see Table  1) a re  
f o r m e d  in good y ie lds  by the r e a c t i o n  of 2 - m e r c a p t o - 5 - e t h y l t h i o p h e n e - 3 - c a r b o x a m i d e  with a ldehydes  and 
ke tones  in the p r e s e n c e  of ga se ous  hydrogen  ch lo r ide .  (See s c h e m e  on following page.) 

A c c o r d i n g  to the IR s p e c t r a  of the so l ids  and solut ions  (in c h l o r o f o r m ) ,  they ex i s t  in the amide  f o r m :  
absorp t ion  bands  of the C = O  (1660-1665 c m  -1) and NH (3390 c m  -t) g roups  a r e  o b s e r v e d  in the s p e c t r a  of 
I, IV, and V. 

*See  [1] fo r  communica t i on  XXIV. 

T A B L E  1. 2-Subs t i tu ted  4 - K e t o - 2 , 3 - d i h y d r o t h i e n o  [ 3 , 2 - e ] - l , 3 -  
th iaz ines  (i-VI) 

Comp. R R' rap, ~ Empirical formula 

I 
II 

III 
IV 
V 

VI 

H C6Hs 
C6H4NO2-p 

H C2H5 
CH3 CH3 

--(CH2)5-- 
CHz C6H5 

160 --16I a 
2d5 --2,17 a 
96,5--97b 
98,5--100 b 

170,5--171,5 c 
184 --l~Sa 

CI4HI3NOS2 
C14I]j2N20~S2 
CIoHi~NOS2 
CIoHI3~NOS2 
C13HITNOS2 
CIsH~sNOS2 

Found, % I Calc., % Yield, 
Comp. ] % 

C H S C H S 

I 
II 

III 
IV 
V 

VI 

61,1; 6~1,3 
5,2,6; 52,4 
~2,9; 52,7 
52,8; 52,5 
5~,5; 58,5 
62,1; 62,1 

4,5; 4,6 
3,7; 3,7 
5,6; 5,6 
6,1; 5,9 
6.5; 6,5 
5,5; 5,3 

'23,4; 23,3 ] 61,3 
19,7; 19,8 I 52,6 
27,7; 2'7,7 t 53,1 
28,4; 28,4 I 53,1 
23,6; 28,6 t 58,4 
24,9; 22,9 62,2 

4,4 23,4 
3,5 20,1 
5,7 28,3 
5,7 28,3 
6,4 24,0 
5,2 22,3 

95 
75 

100 
83 
87 
89 

a F r o m  a lcohol  and e thyl  ace ta t e ,  b F r o m  heptane .  C F r o m  a lcohol .  
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E X P E R I M E N T A L  

4-Ke to -2 ,3 -d ihydr0 th i eno[3 ,2 -e ] - l , 3 - th i az ines  (I-VI, see Table 1). A 0.05-mole sample  of c rude  2-  
me rcap to -5 - e thy l t h i ophene -3 -ca rboxam i de  [5] and 0.05 mole  of f resh ly  dist i l led or r e c r y s t a l l i z e d  aldehyde 
or  ketone in a threefold  volume of absolute ethanol was heated to 50~ under  ni t rogen,  and d ry  HC1 was 
bubbled through the solution fo rmed  af ter  10-15 min at 50 ~ The alcohol was r emoved  by vacuum d i s t i l l a -  
tion, and the res idue  (crystals  or  a viscous oil) was c rys ta l l i zed  f rom a sui table solvent .  
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