
Details ofltheir preparation are (substance, yield, %, mp, ~ %max, nm): (III) 80, 261, 540; 
(IV), 62, 241, (decomp.), 590; l-methyl-3-picrylindole, --, 242, 433 [i]; (V) 55, 242, 376; 
(VI) 38, 222 (decomp.), 535. The PMR spectra and elementary analyses corresponded to the 
structures given for (III-VI). 

Thus, the presence of a donor substituent -- in amino group -- in the ~ position greatly 
increases the nucleophilicity of the B position of the indole nucleus. 

i. 
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NEW METHOD OF IDENTIFYING CONFIGURATIONAL ISOMERS 

OF HETEROCYCLIC OXIMES 

L. B. Krivdin, G. A. Kalabin, 
R. N. Nesterenko, and B. A. Trofimov UDC 547.288.4'724'732:543.422.25 

The assignment of the configuration of oximes is performed by various methods but not 
one of them is sufficiently universal, and their results are not always unambiguous [1-4]. 
We have found that in order to establish the configuration of oximes of heterocycllc ketones 
it is possible to use the direct 13C--13C SSCCs between the nuclei of the oxime carbon and the 
closest atom of the heterocyclic fragment. 

The values of the13C--13C SSCCsof theE isomers (unshared electronpairs on the nitrogen atom 
in tbecis orientationwith respect to the interacting ~3C nuclei) are 8-10 Hz greater than those 
of the Z isomers, which correspond to almost 15% of the actual value of the constant. The 
substitution of ~he oxime at the oxygen atom, which is used for protecting the hydroxy group, 
does not lead to an appreciable change (<i Hz) in the constant under discussion, which is 
very convenient for establishing the configurations of various O-derivatives of oximes. It 
is also important to note that the 13C--13C SSCCs in the Z isomers coincide to within 1-3 Hz 
with the same constants in the corresponding aldehydes or ketones (68.9 or 59.2 Hz, respectively 
which presents additional possibilities for the configurational analysis of oximes. 

The results given show the possibility of Using the Z3C--~3C SSCCs as a new criterion for 
the unambiguous identification of the configurations of heterocyclic oximes and their O-deri- 
vatives. 

TABLE i. Values of the 13C--13C SSCCs (Hz) in Oximes of the 
Furan and Thiophene Series 

R ~onfiguration 8SCC I~ Configuration SSCC 

H 
H 
CH(Me)OBu-n 
CH(Me)OBu-n 

E 
Z 
E 
;Z 

80,5 
71,8 
79,5 
71,4 

H 
H 
CH=CH2 
CH=CH2 

E 
Z 
E 
Z 

70,2 
60,4 
70,0 
59,8 
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STEREOCHEMICAL FEATURES OF REACTIONS OF ESTERS OF 

ALKYLBORONIC ACIDS WITH PENTANE-2,4-DIOL 

V. V. Kuznetsov and A. I. Gren' UDC 547.879'244'424.32:541.634 

It has been shown for the first time that the transesterification of esters of alkyl- 
boronic acids with pentane-2,4~diol leads to 2,4,6-substituted 1,3,2-dioxaborinanes 
differing in their stereoisomeric composition from the initial 1,3-diol. 

CH~__O H CH .~.~ ----0 

.... ~-~<?_%~.~ _ >-~--o ~-~ 
CH~ CH3 

Mixture of the moso- Mixture of cis- and 
and dl-forms trans-isomers 

R=C~Hr-n or R=CaHr.i _ 

The r a t i o  o f  t h e  c i s  and t r a n s  i s o m e r s  of  t h e  2 , 4 , 6 - s u b s t i t u t e d  1 , 3 , 2 - d i o x a b o r i n a n e s  
amounts  t o  46 :54  (GLC) i n  b o t h  c a s e s ,  w h i l e  t h e  r a t i o  of  t h e  meso and r a c e m i c  fo rms  o f  
p e n t a n e - 2 , 4 - d i o l  d e t e r m i n e d  from t h e  i s o m e r i c  c o m p o s i t i o n  of  t h e  4 , 6 - d h n e t h y l - l , 3 - d i o x a n e  
o b t a i n e d  f rom t h i s  d i o l  i s  5 7 : 4 3 .  I t  i s  known t h a t  t h e  r e a c t i o n  o f  1 , 3 - d i o l s  w i t h  c a r b o n y l  
compounds t a k e s  p l a c e  s t e r e o s p e c i f i c a l l y ,  and t h e r e f o r e  t h e  r a t i o  o f  t h e  m e s o - d l  ( e r y t h r o - -  
t h r e o )  fo rms  o f  t h e  i n i t i a l  d i o l  c o r r e s p o n d s  to  t h e  r a t i o  o f  t h e  e i s  and t r a n s  i s o m e r s  o f  
t h e  1 , 3 - d i o x a n e  o b t a i n e d  f rom i t  [ 1 ] .  T h i s  i s  n o t  o b s e r v e d  i n  t h e  r e a c t i o n  o f  p e n t a n e - 2 , 4 -  
d i o l  w i t h  e s t e r s  o f  a l k y l b o r o n i c  a c i d s :  t h e  amounts  o f  t h e  c i s  i s o m e r s  o f  t h e  2 , 4 , 6 - s u b s t i -  
t u t e d  1 , 3 , 2 - d i o x a b o r i n a n e s  were  l e s s ,  and t h o s e  of  t h e  t r a n s  i s o m e r s  were  more t h a n  e x p e c t e d .  

The n o n c o r r e s p o n d e n c e  o f  t h e  s t e r e o s i o m e r i c  c o m p o s i t i o n  of  a 2 - a l k y l - 4 , 6 - d J 1 n e t h y ! - l , 3 , 2 -  
d i o x a b o r i n a n e  and t h e  i n i t i a l  p e n t a n e - 2 , 4 - d i o l  o b s e r v e d  c a n n o t  be e x p l a i n e d  o n l y  by  a 
d i f f e r e n c e  i n  t h e  r e a c t i v i t i e s  of  t h e  meso and d l  fo rms  of  t h e  d i o l  i n  r e l a t i o n  t o  t h e  
b o r o n i c  e s t e r ,  s i n c e ,  a s  was shown by t h e  GLC a n a l y s i s  o f  s a m p l e s  t a k e n  d u r i n g  t h e  s y n t h e s i s ,  
t h e  f i g u r e s  f o r  t h e  i s o m e r i c  c o m p o s i t i o n  were  o b t a i n e d  u n d e r  t h e  c o n d i t i o n s  o f  t he rmodynamic  
c o n t r o l .  I t  f o l l o w s  f rom what  has  been  s a i d  t h a t  t h e  f o r m a t i o n  o f  an a d d i t i o n a l  amount o f  
t h e  t r a n s  i s o m e r  of  1 , 3 , 2 - d i o x a b o r i n a n e  i s  due t o  a s t e r e o s e l e c t i v e  r e a c t i o n  o f  t h e  meso 
form of  p e n t a n e - 2 , 4 - d i o l  w i t h  t h e  a l k y l b o r o n i c  e s t e r  by a mechanism i n c l u d i n g  t h e  c l e a v a g e  
of  t h e  C-O bond of t h e  c h i r a l  ~ - c a r b o n  atom of  t h e  d i o l .  

The s i t u a t i o n  f o u n d ,  s u p p l e m e n t i n g  t h e  p r e v i o u s l y  e s t a b l i s h e d  f a c t  of  t h e  n o n c o r r e s p o n -  
d e n c e  of  t h e  s t e r e o i s o m e r i c  c o m p o s i t i o n  of  2 - a l k y l b u t a n e - l , 3 - d i o l s  and t h e  2 , 4 , 5 - s u b s t i t u t e d  
1 , 3 , 2 - d i o x a b o r i n a n e s  s y n t h e s i z e d  f rom them [2] i n d i c a t e s  a q u a l i t a t i v e  s t e r e o c h e m i c a l  
p e c u l i a r i t y  o f  t h e  r e a c t i o n  f o r m i n g  t h e  1 , 3 , 2 - d i o x a b o r i n a n e  r i n g .  

The c o n f i g u r a t i o n a l  a s s i g n m e n t  of  t h e  i n d i v i d u a l  s t e r e o i s o m e r s  o f  t h e  2 - a l k y l - 4 , 6 - d i -  
m e t h y l - l , 3 , 2 - d i o x a b o r i n a n e s  was made b y  us  p r e v i o u s l y  f o r  t h e  c a s e  of  t h e  2 - i s o p r o p y l  a n a l o g  
[3]. 
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