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Czotonoid condensation of 5-formyl-2, 2'-di~ienyl with some 
aromatic and heterocyclie ketones in alkaline medium is used to 
synthesize a number of hitherto undesoribed c~,~ unsaturated ketones 
of the 2, 2'-dithienyl series. All the compounds investigated give in- 
tensely colored haloehromie solutions in sulfuric acid. 

We p r e v i o u s l y  d e s c r i b e d  the p r e p a r a t i o n  of a ,  t3 
u n s a t u r a t e d  ke tones  b a s e d  on c r o t o n o i d  condensa t ion  
of 5 - a c e t y l - 2 ,  2 ' - d i t h i e n y l  with a r o m a t i c  and h e t e r o -  
c y c l i c  a l d e h y d e s  and n i t r o a l d e h y d e s .  Cont inuing r e -  
s e a r c h  on condensa t ion  p r o d u c t s  of the 2, 2 ' - d i t h i e n y l  
s e r i e s ,  we have  s y n t h e s i z e d  s o m e  a ,  fi u n s a t u r a t e d  
ke tones  by  c ro tono id  condensa t ion ,  in a lka l i ne  m e d i u m ,  
of 5 - f o r m y l - 2 ,  2 ' - d i t h i e n y l  wi th  a r o m a t i c  and h e t e r o -  
cyc l i c  ke tones ,  the equat ion  be ing  

+ - - "  

The u n s a t u r a t e d  ke tones  s y n t h e s i z e d  ( table)  a r e  
c r y s t a l l i n e  and m a i n l y  ye l low,  so lub le  in benzene ,  
and d ioxane ,  l e s s  so lub le  in e thanol ,  and inso lub le  
in w a t e r .  They a l l  have c h a r a c t e r i s t i c  h a l o c h r o m i c  
p r o p e r t i e s  and in su l fu r i c  ac id  t h e i r  c o l o r  deepe ns  
to b l u i s h - v i o l e t .  

EXPERIMENTAL 

5- F o r m y l -  2, 2 ' - d i t h i e n y l  was  p r e p a r e d ,  a s  d e s -  
c r i b e d  in [2], by r e a c t i n g  2, 2 ' - d i t h i e n y l  with d i m -  
e t h y l f o r m a m i d e  in the p r e s e n c e  of POC13. 

Ke tones  I - V  ( table) .  To a so lu t ion  of e q u i m o l e -  
c u l a r  amoun t s  (0.0018 mole)  5 - f o r m y l - 1 ,  2 ' - d i t h i e n y l  
and the a p p r o p r i a t e  a r o m a t i c  o r  a l ipha t i c  ke tone ,  
in a s m a l l  amount  of EtOH, 10-15  d r o p s  of 20% 
aqueous  NaOH so lu t ion  was  added d r o p w i s e  with 
s t i r r i n g .  The  m i x t u r e  was  then le f t  ove rn igh t ,  the  
p r e c i p i t a t e  f i l t e r e d  off, w a s h e d  with aqueous  EtOH, 
then w a t e r  and r e c r y s t a l l i z e d  f r o m  95% EtOH (ke-  
tone III ex n -oc t ane ) ,  unti l  the  mp was cons tan t .  
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Mp, ~ Formula 

166--168 C~H~6OS2 

105--108 C15HIoOSa 

161--163 C2~H~4OS3 

109--110 C2~H14OS2 

88--92 C2sH~cOS3 

S. % 

Found Calculated 

I7.47 17.21 

31.71 31.80 / 

25.37 25.41 

18.33 18.50 

22.62 22.44 

Yield, 9o 

41.1 

27.2 

266 

34.1 

25.3 

* F o r  P a r t  I s e e  [1]. 


