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61 S ( 2 , 2 , 2  -TRICI iLOROCTl IY  L) S'JLF ITE 

Y .  ii'iesel' and Y .  Liwschitz 2 

I n s t i t u t e  of  Chemistry Department o f  Organic Chemistry 
The IleLrew Unive r s i ty  of J e r u s a l c n ,  I s r a e l  

T r i c h l o r o c t h y l  groups are r epor t ed  t o  be e a s i l y  removable from e s t e r s  

3 under mild r c d u c t i v e  cond i t ions  . The i n t r o d u c t i o n  of the t r i c h l o r o e t h y l  

5 group, however, i s  u s u a l l y  conductcd under cond i t ions  u n s u i t a b l e  f o r  

s e n s i t i v e  molecules ( i  . e .  high tempera turc ,  ac id -ca t a lysed  e s t e r i f i c a t i o n )  . 
Ne fur thermorc  observed t h a t  when b a s i c  func t ions  are p r e s e n t  i n  t h e  a c i d  

t o  be e s t e r i f i e d ,  t hey  promote c l i n i n a t i o n  o f  hydrogen c h l o r i d e  from t h e  

2 , 2 , 2 - t r i c h l o r o e t h a n o l ,  t hus  furt!ier compl ica t ing  t h e  r e a c t i o n .  lience we 

decided t o  use  tlie t i t l e  compound a s  a mild e s t e r i f i c a t i o n  r eagen t ,  bu t  

were unable t o  p repa re  it  i n  good y i e l d s  accord ing  t o  tlie r epor t cd  

procedure . lie t h e r e f o r e  dcvelopcd a new procedure f o r  i t s  p r c p a r a t i o n  i n  

analogy t o  t h e  m t h o d  of I s e l i n  anc? h i s  coworhers . PJe then  demonstrated 

the use fu lness  o f  t!iis r eagen t  by t h e  p r e p a r a t i o n  o f  2 ,2 ,2 - t r i ch lo roe t ! iy l  

::-henzyloxycarbonyl g l y c i n a t  e . 

4 

5 

EXPL!? I;!EPiTAL 

Gis(2,7,7-trichlorocthyl) s u l f i t e  ( I ) .  

f r e s h l y  d i s t i l l e d )  1 2  ml ( I S  g, 0 . 1 2  mole) was d i s s o l v e d  i n  d r y  TIlF (75 ml). 

P u r i f i e d  t!iionyl c h l o r i d e  (6.3 m l  10.2 g ,  0.06 mole) was added and t h e  

mixture  cooled wi th  s t i r r i n g  i n  an i c e  b a t h .  

p u r i f i e d  l e s s  r igourous ly ,  y i e l d s  were lower s i n c e  t h e  dark c rude  product 

-Tr ich loroe thanol  (Fluka purum, 

6 

I\'ith t h i o n y l  c h l o r i d e  

n e c e s s i t a t e d  s e v c r a l  d i s t i l l a t i o n s  t o  g i v e  t h e  a n a l y t i c a l l y  pure conpound. 

Tricthy1an:ine (18 m l ,  14.5 p, 0.14 nole) d i s s o l v e d  i n  TIF (45  ml) %as t hen  
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ad2e.l Jropwise ober  1 .5  hours , and stirrirlr was cont inued  for an 

a t ld i t i ona l  hour .  

f i l t e r e d  o f f  and t l ie f i l t r x t c  was poured i n t o  i c e  water  (2 l i t . ) .  

o i l  was separa te ( '  from most of t h e  h a t e r  by decan ta t ion ,  tahcn  u:' i l l  

diciiloroi?ctiiaric (500 1.1) and d r i e d  (:igSJ,) . 
d i s t i l l a t i o n  i n  vacuo 

u . p .  1 ~ 3 - 1 1 ~ / O . S  I,EI (9 R ,  43') n = 1.5097.  The n . n . r .  measured on a 

Varian 1-60 i n s t r u z e n t  showcd an AD q u a r t e t  c e n t e r e d  a t  64.79, JAB 12 cps. 

'This coinpound was s t a b l e  f o r  s e v e r a l  montlis, when it was kept i n  t h e  

The  p r e c i p i t a t e d  t r i c t ! i y l m i n e  hyc7rocliIoride w s  

The 

,'.fter renova1 o f  thc so lven t  

under a rgon  gave an a n a l y t i c a l l y  pure  product 

1: 
25 

r e f r i g e r a t o r  w d c r  a rgon ,  hu t  tlar'nened c o n s i d e r a l ~ l y  a f t e r  a few days a t  

roop t c q x r a t u r e .  Anal. Calcd. f o r  C4114C1603S: C ,  13.33; i i ,  1 .16 ;  

C1, 61.43. Pound: C ,  14.92; I!, 1.01; C1 ,  61.40. 

2 , 2 , 2  - T r i  cii 1 o roe thy l  ::-benzyloxycarbonylglyc i n a t e .  

glycii ic ($18 ng 0.002 mole) was d i s so lved  i n  d ry  p y r i d i n e  (3 ml) and I 

(q.0 -11, 0 .9  g ,  0.0026 no le )  was added. The mixturc  was l e f t  overn ight  

a t  roon te r ipcra ture  and thcn  poured i n t o  103 n i l  l h - H C l .  

dccan ta t ion  o f  tile aqueous phase t h e  o i l  was taken LIP i n t o  d i ch lo ro -  

n.ethaiie ( 2 5  ml) , was!ied k i t h  s a t .  :,a!IC03 ( 2 5  01) and water (25 m l )  and 

d r i d  ('!xS04). 

syrup  tliat c r y s t a l l i z e d  on prolongcd s t an2 ing  a t  SoC, and d i d  not melt 

a t  room tempera ture  (400 F,g, 51)C c rude ) .  A few c r y s t a l s  were r e c r y s t a l -  

l i z d  froin e thyl  ace ta te /pc t ro leum e t h e r ,  

.\rial. - Calcd. for  C12:112C13'<04: 

Found: C ,  42.62;  11, 3 . 3 4 ;  :;, 4.32; C 1 ,  31.04. 

klnowlcdgmcnt .  

i n  tlic p r e p a r a t i o n  of t h e  manuscript .  

-N-benzylosycarbonyl- 

After 

Evaporation of  t h c  s o l v e n t  i n  vacuo le f t  a v i scous  

m.p. 4 9 ' .  

C ,  42 .39 ;  l i ,  3 . 6 2 ;  N ,  4 .07;  C1, 31.22. 

Thanks are due t o  P ro f .  Saul P a t a i  f o r  h e l p f u l  advice  
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