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The synthes is  of a new he te rocyc l i c  b a s e  7 ,8 ,8- t r imethyl thieno[3,2-e] indolenine is descr ibed.  

We p rev ious ly  [1] desc r ibed  the synthes is  of 4 ,4 ,5- t r imethyl th ieno[2 ,3-b] -  and - [3 ,2 -b]pyr ro len ines .  
In this communicat ion  we de s c r i be  the synthes is  of 7 ,8 ,8- t r imethyl thieno[3,2-e] indolenine (1), which is the 
s ta r t ing  compound for  the synthes is  of var ious  c l a s se s  of polymethine dyes.  Base  I was synthesized f rom 
5-aminothionaphthene (ll) via the scheme 
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The double tin sa l t  (III) of 5- th ionaphthenylhydrazine  hydrochlor ide  was obtained by  diazot izat ion of II with 
sodium ni t r i te  in hydrochlor ic  acid with subsequent  reduction of the diazonium compound thus fo rmed  with 
stannous chloride.  5-Thionaphthenylhydrazine  hydrochlor ide  (IV) was synthes ized by  t r e a t m e n t  of HI with 
sodium hydroxide solution and subsequent  addition of an e ther  solution of hydrogen chloride to an anhydrous 
e ther  solution of the base  of IV. Compound I was synthes ized  in 11.6% yield by  the condensation of IV with 
methyl  isopropyl  ketone in dilute sulfur ic  acid. 

Base  I is a l ight -yel low oil with bp 174-177 deg (6 ram) and f o r m s  a p i c ra t e  and q u a r t e r n a r y  sal ts .  

E X P E R I M E N T A L  

Double Tin Salt of 5-Thionaphthenylhydrazine  Hydrochlor ide  (Ill). A solution of 4.8 g of sodium nitr i te  
in 30 ml  of wa te r  was added with s t i r r i ng  to a suspension of 15 g of the sulfate of II in 570 ml  of concentra ted  
hydrochlor ic  acid at 0-5 deg. The m i x t u r e  was s t i r r e d  for  1.5-2 h, and 60 g of pu lver ized  stannous chloride 
was added with v igorous  s t i r r i ng  to the thus obtained solution of diazonium sa l t  at 0-5 deg. The mix tu re  was 
s t i r r e d  for  3 h and allowed to stand at room t e m p e r a t u r e  overnight.  The resu l t ing  prec ip i ta te  was f i l tered;  
washed with concent ra ted  hydroch lor ic  acid, alcohol, and ether ;  and a i r -d r ied  to give 12.2 g (48%) of co lo r -  
l e s s  p r i s m s  f r o m  ethanol with mp > 300 deg. 

5-Thionaphthenylhydrazine  Hydrochlor ide  (IV). A 20% solution of sodium hydroxide was added to a 
suspension of 16 g of III  in 200 ml  of wa t e r  with s t i r r ing  and i ce -wa te r  cooling until the mix tu re  was alkaline 
to l i tmus.  The mix tu re  was allowed to stand with cooling for  1.5-2 h, and the resul t ing  p rec ip i t a t e  was f i l -  
te red ,  washed thoroughly with ice water ,  and dried.  The product  was dissolved in e ther ;  and the e ther  solu-  
tion was f i l tered,  dr ied over  po t a s s ium carbonate ;  and the e ther  was r emoved  by vacuum dist i l lat ion.  The 
res idue  was t r ea ted  with d ry  p e t r o l e u m  ether .  The insoluble res idue  was f i l tered,  d issolved in d r y  ether ;  
and an e ther  solution of anhydrous hydrogen chloride was added gradual ly  to the e ther  solution until p r ec ip i -  
tation was complete .  The prec ip i ta te  was f i l tered,  washed thoroughly with d r y  ether ,  and dr ied in vacuo to 
give 2.9 g (81%) of co lo r l e s s  p r i s m s  (from ethanol) with mp 211-212 deg. Found %: N 13.90, 14.16. 
CsHgC1N2S~ Calc. %: N 13.95. 
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7,8,8-Trimethyl thieno[3,2-e] indolenine (1). Methyl isopropyl ketone (10 g) was added dropwise with 
vigorous s t i r r ing  to a solution of 19 g of IV in 300 ml of 8% sulfuric acid at 92-95 deg. The mixture  was 
s t i r r ed  at 92-97 deg for  2.5 h, cooled, made alkaline with dilute sodium hydroxide,  and the base was s team-  
distil led. The dist i l late  was shaken with e ther ,  and the ether  solution was dr ied over  potassium carbonate,  
the e ther  was removed  by distil lation, md the res idue was vacuum-disti l led to give 2.5 g (11.6%) of a l ight-  
yellow oil wi thbp  174-177 deg (6 ram). Found%: N 6.34, 6.39; C 72.49, 72.56. C13HI3NS. Cale. %: N 6.48; 
C 72.52. The ethiodide was obtained as co lor less  plates (from anhydrous ethanol) with mp 249-250 deg. 
Found %: N 3.94, 4.10. C15HIsINS. Calc. % : N 3.77. The p icra te  was obtained as l ight-yellow needles 
(from ethanol) with mp 179-180 deg. Found %: N 6.49, 6.56. CI~H16N4OTS. Calc. %: N 6.50. 
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