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Methylsul f inylmethyl th iamine (MSIT, &) was prepared as a su l f u r  d e r i v a t i v e  o f  th iamine (a) and 

i t s  chemical r e a c t i v i t y  was invest igated. ' )  As an extension o f  t h i s  work, we s tud ied the reac- 

t i v i t y  o f  the  a c t i v e  aldehyde produced by the  reac t i on  of 1 o r  i t s  r e l a t e d  compounds w i t h  base 

(NEt3) i n  EtDH o r  MeCN i n  the  presence o f  aldehyde (2-furaldehyde, 2) and Michael acceptor 

( a c r y l o n i t r i l e ,  3). The r e s u l t s  are shown i n  Scheme I. 
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1 ElOH 13 1 1 . 2 h  3 W 10 
2 E C H  lb t l . 2 h  5 21 
3 MeCN U rt, 24 hC 
4 McCN k 1 1 . 4 h  28 14 
5 MeCN Id 1 1 . 4 h  17 28 
6 EtOH ?_c I l . 2 h  13 2 2 30 13 
7 EIOH ld 1 1 . 2 h  3 46 6 
8 EIOH lr 11, 2 h 5 10 8 
9 EIOH 1 1 . 2 h  10 48 

C M O ! ~ ,  of he m a c m n  & : j : 1 = 5  :6:1. Bared on 2. Slow reaction. 

Reaction i n  EtOH was fas ter  than i n  MeCN. Ester 5 was obtained on l y  i n  MeCN w i t h  t h i azo l i um 

1 sa l ts  K.4. Subst i tuent  R o f  1 had an marked e f f e c t  on the r e a c t i v i t y  o f  the  a c t i v e  aldehyde. 

Thiamine de r i va t i ves  (la&) underwent on ly  acy lo in  condensation y i e l d i n g  5 and 8 w i t h  almost no 

i so la t i on  o f  e s t e r  4 i n  EtOH. Acy l th iazo le  was produced i n  about 50% y i e l d  based on 1, which was 

formed v i a  base induced fragmentation of the  a c t i v e  aldehyde. On the o the r  hand, w i t h  t h i azo l i um 

sa l ts  bear ing N-Me group, react ion  i n  EtOH gave predominantly Michae l -Ste t te r  product (1) and 

acyloin product  (8) was a minor product, wh i l e  i n  MeCN, &,&f catalyzed the both react ions  g i v -  

ing  a mixture  o f  and 5 ( ins tead of 8 ) .  Furthermore, the  reac t i on  using s.4.f was always accom 

panied by the formation of e s t e r  4 o r  6, which i nd i ca ted  the a lcoho lys is  o f  the a c t i v e  aldehyde. 
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