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I I 
I n  t h e s e  cases,  sc iss ion of t he  C - S  b o n d  in a n  -N-C-S- 

I 
g r o u p i n g  h a s  o c c u r r e d  u n d e r  t h e  i n f l uence  of L A H .  

A l t h o u g h  i t  m i g h t  n o t  be p e r t i n e n t  in  t h i s  cons ide ra -  
t i o n  of s ing ly  b o n d e d  g roup ings ,  i t  is of i n t e r e s t  to  n o t e  
t h a t  t h i o c y a n a t e s ,  c o n t a i n i n g  t h e  g r o u p i n g  - S - C  ~--N, are  
r e d u c e d  b y  L A H  to  th io l s  i n d i c a t i n g ,  as above ,  c l e a v a g e  
of t h e  C - S  b o n d L  

Due  to  t h e  l ack  of a d d i t i o n a l  t y p e s  of c o m p o u n d s  con-  

It 
t a i n i n g  t h e  - N C S -  g r o u p i n g  a n d  t h e  poss ib le  e f fec t  of 

I 
t h e  n i t r o  g roup ,  a g e n e r a l i z a t i o n  c a n n o t  w i t h  j u s t i f i c a t i o n  
be  m a d e  in  t h i s  case  a l t h o u g h  t h e  r e p o r t e d  r e s u l t s  
a p p e a r  t o  fa l l  w i t h i n  t h e  scope  of t h i s  d i scuss ion .  

Mechanism 

P a d d o c k  ha s  s h o w n  t h a t  e t h e r  p lays  a n  e s sen t i a l  p a r t  
in  L A H  r e d u c t i o n s  2. The  a n a l o g y  w i t h  t h e  GRIGNARD 
r e a g e n t  h a s  b e e n  e x t e n d e d  to  show t h e  n e c e s s i t y  for  a 
d o n o r  s o l v e n t  a n d  e v i d e n c e  for  m o n o e t h e r a t e  f o r m a t i o n  
ha s  b e e n  o b t a i n e d .  On th i s  bas is ,  PADDOCK has  s u g g e s t e d  
t h a t  t h e r e  is a n  e q u i l i b r i u m  in  s o l u t i o n  

A1H l -  ~_ H - +  A1H a 

a n d  t h a t  t h e  e t h e r  c o o r d i n a t e s  w i t h  t h e  A1H 3 a n d  t h e  
a c t i v e  e n t i t y  in  L A H  r e a c t i o n s  is t h e  h y d r i d e  ion.  

I f  we u t i l ize  t h i s  s u g g e s t i o n  we see t h a t  t h e  c l eavages  
a n d  n o n - c l e a v a g e s  d i scussed  a b o v e  c a n  be  e x p l a i n e d  b y  
a n a l o g y  w i t h  GRIGNARD reac t ions .  Thus ,  in  t h e  case  of  

I ! 
t h e  - N - C - O -  g r o u p i n g  c o o r d i n a t i o n  of t h e  a v a i l a b l e  

I 
e l ec t ron  pa i r  o n  n i t r o g e n  c a n  occu r  w i t h  A1H, 

The  t e n d e n c y  for  t h e  e l e c t r o n  pa i r  on  o x y g e n  to  t ake  
p a r t  in  h y d r o g e n  b o n d i n g  resu l t s  in  t h e  f o r m a t i o n  of a 
q u a s i  r i ng  s u c h  as ha s  b e e n  p o s t u l a t e d  in  m a n y  GRI- 
GNARD reac t ions .  T h e  e l ec t ron  de f i c i en t  n i t r o g e n  wou ld  
t e n d  to  w i t h d r a w  e l ec t rons  f r o m  t h e  a d j a c e n t  c a r b o n  
g i v i n g  t h e  l a t t e r  a pos i t i ve  c h a r a c t e r .  T h e  h y d r i d e  ion 
p r e s e n t  in  t h e  so lu t ion ,  a c c o r d i n g  t o  1DADDOCK'S p o s t u -  
l a t ion ,  cou ld  d i sp lace  t h e  e t h e r e a l  o x y g e n  r e s u l t i n g  in  
c l e a v a g e  of t he  C - O  b o n d :  

\'o i 
H : A1 : I~I 

I n  t h e  case of t he  

ts t 
- N  - - C - H  
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I 
- O - C - O -  g r o u p i n g  t h e r e  is no  

I 
r e a s o n  to  be l ieve  t h a t  t h e  e l ec t ron  pa i r  on  o x y g e n  s h o u l d  
d i sp lace  t h e  e l ec t ron  pa i r  on  o x y g e n  in  t h e  w e a k l y  acidic  
a l u m i n i u m  h y d r i d e  m o n o e t h e r a t e .  T h e  fac t  t h a t  c l eavage  
of t h e  s p i r o s t a n e s  c an  be  i n d u c e d  b y  c a r r y i n g  o u t  t he  
L A H  r e d u c t i o n  in  t h e  p r e s e n c e  of h y d r o g e n  ch lor ide  1 

I 
s u p p o r t s  t h i s  v iew.  I n  t h e  case  of t h e  - S - C - O -  g r o u p i n g  

I 
t h e  s a m e  c o n s i d e r a t i o n s  ho ld .  

Zusammen/assung 

U n t e r  den  g e w 6 h n l i c h e n  R e a k t i o n s b e d i n g u n g e n  blei-  

I t 
b e n  - O - C - O -  u n d  - S - C - O - G r u p p e n  d u r c h  LiA1H t un -  

I t 
v e r ~ n d e r t ,  wAhrend  - N - C - O -  u n d  mSgl iche rwe i se  a u c h  

I 
I L 

- N - C - S - G r u p p e n  a n  de r  C - O -  bzw.  C - S - B i n d u n g  ge- 

s p a l t e n  werden .  Diese  V e r a l l g e m e i n e r u n g e n ,  die s ich auf  
a l i p h a t i s c h e  u n d  a r o m a t i s c h e  V e r b i n d u n g e n ,  Z u c k e r  u n d  
S te ro ide ,  a n w e n d e n  lassen,  w e r d e n  zur  B e s t ~ t i g u n g  ktirz-  
l ich  au fges t e l l t e r  S te ro id -  u n d  A l k a l o i d f o r m e l n  h e r a n -  
gezogen.  Es  wi rd  e in  R e a k t i o n s m e c h a n i s m u s  vorgesch la -  
gen.  
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Corrigendum 

P. L o u i s ,  Recherches sur la ]rae/ion Y des pro/dines de 
muscles de Lapin, E x p e r .  70, 258 (1954). 

D a n s  la  f igure  1, f r a c t i o n  ¥ ap rbs  20640 s d '61ectro-  
phorbse  k 4,12 V / c m ,  /~ 0,10, p H  7,6, la  p a r t i e  sup6r ieure  
du  cl ich6 r e p r 6 s e n t e  la  f ron t i~ re  d e s c e n d a n t e  e t  la  pa r t i e  
in f6 r ieure  la f ron t i~ re  a s c e n d a n t e .  


