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P o t e n t i a l s  e ine w e s e n t l i c h e  V e r k l e i n e r u n g  des  D u n k e l -  
s t r o m e s  e r r e i c h t  w e r d e n  k a n n  (Nr. 5). 

De r  t y p i s c h e  V e r l a u f  des  D u n k e l s t r o m e s  in  Abh i ing ig -  
ke i t  des  a n g e l e g t e n  t~o ten t ia l s  i s t  in  A b b i l d u n g  1 wicder -  
gegeben .  

Es  i s t  i n t e r e s s a n t  n o c h  zu b e m e r k e n ,  dasH bei  e in igen  
( n i c h t  be i  a l len)  u n t e r s u c h t e n  P h o t o m u l t i p l i e r n  e in  
H y s t e r e s e - E f f e k t ,  wie e r  in  A b b i l d u n g  2 d a r g e s t e l l t  i s t ,  
b e o b a e h t e t  wurde .  

D e r  W e r t  des  D u n k e l s t r o m e s  f/Jr e ine  b e s t i m m t e  
S p a n n u n g  w a r  in  e i n e m  b e s t i m l n t e n  ]3ereich v e r s c h i e d e n ,  
]e n a c h d e m  in  e ine r  s t e i g e n d e n  o d e r  f a l l e n d e n  S p a n -  
n u n g s r e i h e n f o l g e  g e m e s s e n  w u r d e ,  t r o t z d e m  die  Ze i t -  
i n t e r v a l t e  zweie r  a u f e i n a n d e r f o l g e n d e r  M e s s p u n k t e  10 
ra in  w a r e n .  Diese r  E f f e k t  h E n g t  w a h r s c h e i n t i c h  m i t  e ine r  
y o n  g e s t r e u t e n  E l e k t r o n e n  e r z e u g t e n  L u m i n e s z e n z  des  
G l a s k o l b e n s  z u s a m m e n .  

J .  LINDER u n d  E.  L/JSCHER 

Optisches Labor Metrohm S.A.,  Herisau-Lausanne, den 
15. Oktober 7956. 

Summary 

T h e  in f luence  of a n  e x t e r i o r  e l ec t r i ca l  f ield on  t h e  d a r k  
c u r r e n t  of R C A - p h o t o m u l t i p l i e r s  h a s  b e e n  s t u d i e d  a n d  a 
h y s t e r e s e  e f fec t  h a s  b e e n  o b s e r v e d .  T h e  e x t e r i o r  f ie ld 
causes  a d i m i n u t i o n  of t h e  d a r k  c u r r e n t  on ly  o n  t u b e s  
w i t h  v e r y  h i g h  " n o r m a l "  d a r k  c u r r e n t .  

A b n o r m a l  B e c k m a n n  R e a r r a n g e m e n t s  
A M e c h a n i s m  of  the  S e m m l e r  R e a c t i o n  

T h e  " W o l f f "  a r o m a t i z a t i o n  r e a c t i o n  ~ owes i t s  or ig in  to  
S~MMLER ~. I n  v i ew  of a r e c e n t  p u b l i c a t i o n  s on  t h i s  
s u b j e c t  o u r  v iews  o n  t h e  m e c h a n i s m  are  p r e s e n t e d ,  as  
w o r k  on  t h i s  r e a c t i o n  is in  progress .  

I n  o u r  op in ion ,  t h e  r e a c t i o n  t a k e s  p lace  as  a r e s u l t  of 
t h e  a b n o r m a l  d e c o m p o s i t i o n  of t h e  o x i m e  e s t e r  s a l t  (II)  
i tse l f  4. I t  is p o s t u l a t e d  t h a t  t h i s  sa l t  d e c o m p o s e s  in  t wo  
d i s t i n c t  ways ,  v iz :  

(1) t h e  n o r m a l  B e c k m a n n  r e a r r a n g e m e n t ,  w h i c h  is 
g e n e r a l l y  a f a s t  change ,  t h e  overa l l  v e l o c i t y  of w h i c h  
d e p e n d s  u p o n  t h e  e l ec t ron  a t t r a c t i n g  c a p a c i t y  of t h e  
g roup  R 6. 

(2) t h e  S e m m l e r  r e a r r a n g e m e n t ,  w h i c h  is k i n e t i c a l l y  
s lower  b u t  t h e r m o d y n a m i c a l l y  f a v o u r e d  b e c a u s e  of t h e  
endocyc l i c  d o u b l e  b o n d  in  I I I  as  a g a i n s t  t h e  exocyc l i c  
b o n d  in  I ~ a n d  t h e  re lease  of r e s o n a n c e  e n e r g y  b y  t h e  
f o r m a t i o n  of V I I .  I t  is s u g g e s t e d  t h a t  p r o t o n a t i o n  of t h e  
h y d r o x y l a m i n e  d e r i v a t i v e  I I I ,  r e s u l t s  in  t h e  f o r m a t i o n  
of a m e s o m e r i c  c a t i o n  V w h i c h  s t ab i l i ze s  i t se l f  b y  t h e  
re lease  of a p r o t o n  r e s u l t i n g  in  V I I ,  t h r o u g h  VI .  
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A c c o r d i n g  to  t h e  p r e s e n t  m e c h a n i s m  use  of d ras t i c  
c o n d i t i o n s  7 or  h a v i n g  a s t r o n g l y  e l ec t ron  a t t r a c t i n g  
g r o u p  l ike C6H5-SO2-8 s h o u l d  f a v o u r  t h e  f o r m e r  course,  
a t  t h e  e x p e n s e  of t h e  l a t t e r .  T h i s  is in  c o n f o r m i t y  w i th  
e x p e r i m e n t .  A s im i l a r  m e c h a n i s m  in  e n v i s a g e d  for  the  
a r o m a t i z a t i o n  of m o n o c y c l i c  ~, f l - u n s a t u r a t e d  k e t o n e  
oximes% 

M. V. ]~HATT 

Department of Organic Chemistry, Indian Institute o[ 
Science, Bangalore, India, October d, 1956. 

R~sumd 

U n  m 6 c a n i s m e  p o u r  la  r 6 a c t i o n  de  SEMMLER (* WOlff 
A r o m a t i s a t i o n , )  a 6t6 propos6 .  
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