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into the 1-phenyl group, gives Atz = +1.56D, g r e a t e r  
than the value for p--nitroaniline, and close to that for 
p -n i t rod imethy l -an i l ine  [5]. Appreciable  too are  the 
Ap values for the ca ses  where X = CI and Br when they 
are  introduced into the 3-phenyl group. Thus the above- 
mentioned difference in the effects of aromat ic  groups 
at posi t ions 1 and 3 on the one hand, and at posit ion 
5 on the other, is observed for p roper t i e s  of molecules  
not only in the exci ted state [4], but also in the ground 
state,  as the dipole moments of the molecules  show. 
A pa r t i cu la r ly  cons iderab le  inc rease  in moment with 
the p -n i t ro  substi tuent in the 1-phenyl group may 
indicate that a pa i r  of unextended e lec t rons  N 1 pa r t i c i -  
pates sl ightly in the conjugation in the actual he te ro -  
cycl ic  ring, and this a lso  de te rmines  the poss ib i l i ty  
of its being shifted apprec iab ly  for the ni t ro  group. 

We thank V. G. Tishchenko for  allowing publication 
of ma te r i a l  
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Reductive decomposition followed by hydrolysis of 5-(t~, B-dicar- 
ethoxy-/3-acetylamino)ethylbenz-2,1, 3-selenadiazoie gives/5-(3, 4- 
diaminophenyl) alanine. 

The p resen t  paper  d e s c r i b e s  the hi ther to undescr ibed  
synthes i s  of /3-(3 ,  4-dizminophenyl)alanine (V) f rom 
5-methylbenz-2 ,  1, 3 - se lenad iazo le .  

EOOC~H~, 
~ / N ~ C H 2 - - C I N  HCOCH3 

~N I ~  _ _ S e _ _  __ Se I' _I [ 
% N ~  ~ N ~  COOC2H s 

I I I  | l l  

COOC~H~ 
fl~S H~N~CH2A__NHCOCH3 HCl,H20 H2N CH -- H--COOH 

~,..,o. . NAI A r -coo - ~  ~ ~: 
z V COOC~H~ " H~zN~JJ  NH2"2HCI 

I V  V 

*For Pa r t  XLVII see [1]. 

5 -methylbenz-2 ,  1, 3 - se lenad iazo le  (I) is  b romina ted  
with b romosucc in imide ,  to give 5-bromomethylbenz-  
1, 2, 3 - se lenad iazo le  (II), which is then reac ted  with 
sodioacetylaminomalonic  e s t e r ,  to give the malonate 
III. The l a t t e r  is  then r educ t ive lyc l eavedwi thhydrogen  
sulfide in aqueous alcoholic ammonia,  to malonate IV. 
Acid hydro lys i s  and decarboxylat ion of the l a t t e r  con- 
v e r t s  it to d ihydrochlor ide  V, paper  chromatography 
of which gave one spot with a posi t ive ninhydrin r e a c -  
tion. The reductive cleavage product,  malonate IV, is 
also c h a r a c t e r i z e d  as an o-d iamine  by react ion with 
phenanthraquinone. 

An at tempt was made to p r epa red  V by reduct ive 
c leavage  of 5 - ( f l - ca rboxyoxy-~ -amino )  ethylbenz-2,  1, 
3 - se l enad iazo le  (VI), in its turn obtained by acid hy- 
d r o l y s i s  and decarboxyla t ion of malonate III, but the 
action of hydrogen sulfide on a solution of VI in ethanol 
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and 25% a m m o n i a  d id  not  l e a d  to the i s o l a t i o n  of any 
i n d i v i d u a l  c o m p o u n d  f r o m  a m o n g  the  r e a c t i o n  p r o d u c t s .  

EXPERIMENTAL 

5-Bromom~hylb~lz.2, 1, 3-aeleaadtazole (1I), A mixture of 5 g 
(0.025 mole) 5-methylbenz-2, 1, 3-selenadlazole (I) [2], 4.5 g (0.025 
mole) bromosuceinimlde. 0,05 g BrzO ~ and 120 ml CC14 was refluxed 
for 7 hr. The succinimide which came out was filtered off, and the 
solvent distilled off. Yield 4.5 g (64%) yellow powder, mp 125"-126 ~ 
(ex ETCH). Found: N 10.45; 10.55; Br 28.63; 29.02% calculated for 
CTH~BrNzSe: N 10.20; Br 29.00~ 

,5-('B, B.-Dicalbethoxy-B-acerylam/ao)edly~-~., 1, 3-11allmadftazole 
(liD. 1.3 g (0.0055 mole) acetylaminomalonie ester was added to a 
stirred solution of 0.125 g (0.0055 mole) Na in 20 ml absolute ETCH, 
the whole stirred for 1 hr at 20", then a solution of 1.52 g (0.0055 mole) 

t 
mole) II in 20 ml dry benzene was added gradually, and the mixture 
boiled for 3 hr. The NaBr was filtered off, and the filtrate evaporated 
to dryness. Yield 1.2g (54%), mp 152~ * (ex ETCH) Found: N10.50; 
10.08%, calculated for CIsHtgNsOsSe: N 10.20%. 

i-(~, B-Dicatbethoxy-B-aeetylamiao) ethyl-8, 4-dlamlnobenzene 
(IV). Hz S was passed into a solution of 2g III in 45 ml EtOH+10 ml 
25% ammonia at 60*, for i hr 30 rain. After cooling the precipitate 
was filtered off and the filtrate evaporated. The dry residue, 1.5 g 
(91%), was reerystalized from ETCH, white transparent plates, mp 182", 
Found: N 12.77; 12.58~ calculated for ClsHzsNsOs: N 12.45%. 

/~.(3, 4-Diamlnophenyl)-a- amlnoprcpionlc acid hy~ochloride (V). 
A mixture of 5 g IV and 120 ml 20% HCI was heated on a steam bath 

for 4 hr. The solution was then vacuum evaporated to dryness, and a 
few volumes of water (about 5 ml) added. The oily residue was re- 
crystallized from absolute EtCH and dry ether, yield 2.8 g (78%) while 
very hygroscopic product, mp 265*-267* (decomp.). Found: N 21.01; 
21.07; C1 25.83%, calculated for CgH~NsO2.2HCh N 21.50; C1 25.50%; 
Rf o.16o.* 

5-($-Amlno-B-cazboxy)ethylbenz-2,1, Z-selenadlazole Cv'I) 
hyd~chlorideo 1.2 g malonate III and 50 ml 20% HC1 was refluxed for 
10 hr, the products cooled, filtered, and the filtrate vacuum evapo- 
rated to dryness. The residue was reerystallized from absolute I~OH- 
ether. Yield 0.61g (6'/%) grayish compound mp 2'/5" (decomp.). 
Found: N 13.77; 13.75; C1 12.18; 12.04%, calculated for CgHsNaOaSe" 
�9 HCh N 13.71; C1 11.65~ 
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*The ch~omatographing was done on Leningrad Factory slow filter 
paper using n-BuOH:PrOH:0.1 N HCI in the ratios 2:1:1. 
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Determinations are made of the polymer content of mixtures obtained 
by catalytic rearrangement of cyclosiloxaues with various substituents 
(CH~, C a Hs, n-CsHT, i-C4H9, CsH~, CFsCHz CH2, NCCH2 CHz CH2) at the 
silicon, in methylethyl ketone and acetone. It is found that the equili- 
brium cyclosiloxane-polycyclosiloxane is shifted to the left as volumes, 
and in particular polarities, of substituents increase. The causes of 
this are considered. 

When c y c l o s i l o x a n e s  a r e  r e a r r a n g e d  in s o l u t i o n  in 

the  p r e s e n c e  of  b a s e s ,  the  f o l l o w i n g  e q u i l i b r i u m  i s  

e s t a b l i  shed :  

c y c l o s i l o x a n e  ~ -  p o l y c y c l o s i l o x a n e  (1) 

the  p o s i t i o n  d e p e n d s  on s o l u t i o n  c o n c e n t r a t i o n  [ 1 - 3 ]  

but  not on s o l v e n t  n a t u r e  [1, 2] o r  t e m p e r a t u r e .  We 
s h o w e d  [3, 4] tha t  w h e n  m i x e d  c y c l o s i l o x a n e s  c o n t a i n i n g  

the  g r o u p s  (CH~hSiO and CF3CH2CH2(CHa)SiO (r  r e -  
a r r a n g e  in a c e t o n e ,  t he  e q u i l i b r i u m  c o n c e n t r a t i o n  of  

p o l y m e r  (P) d e c r e a s e s  l i n e a r l y  wi th  i n c r e a s e  in m o l e  

f r a c t i o n  of  r  

In the  p r e s e n t  w o r k  a m e t h o d  p r e v i o u s l y  d e s c r i b e d  
[4] w a s  u s e d  to d e t e r m i n e  P in s y s t e m s  o b t a i n e d  by 
r e a r r a n g i n g  c y c l o s i l o x a n e s  at 20 ~ in t he  p r e s e n c e  of  
p o t a s s i u m  p o l y m e t h y l s i l o x a n d i o l a t e .  T h e  c o n c e n t r a t i o n  

of  s i l o x a n e  g r o u p s  in s o l u t i o n  w a s  3.33 m o l e / / .  T h e  

r e a r r a n g e m e n t  of the  r i n g s  (RR'SiO} m ( tab le ,  I - V I I / ) ,  

w a s  e f f e c t e d  in m e t h y l e t h y l  k e t o n e ,  s o m e  of the  p o l y -  
m e r s  b e i n g  i n s o l u b l e  in a c e t o n e .  M i x e d  c y c l o s i l o x a n e s  

( t ab le ,  V I I I - X K D  c o n t a i n i n g  in a d d i t i o n  to  t h e  g r o u p  D 
NCCH2CH2(CHs)SiO (N), NCCH2CH2CH2(CHs) SiO(C),  and 

,I,, w e r e  r e a r r a n g e d  in a c e t o n e .  S p e c i a l  e x p e r i m e n t s  
c o n f i r m e d  (e. g.  f o r  I, VI,  VII,  and VIII} tha t  c h a n g e  of  
s o l v e n t  i s  p r a c t i c a l l y  w i thou t  e f f e c t  on the  e q u i l i b r i u m .  

A t t a i n m e n t  of e q u i l i b r i u m  w a s  c h e c k e d  f o r  a l l  r i n g s  by  

r e p e a t e d  k e e p i n g  wi th  i n c r e a s i n g  a m o u n t s  of c a t a l y s t ,  

and in the  c a s e s  of  s i l o x a n e s  I, VI, and VII,  it w a s  
c o n f i r m e d  tha t  the  s a m e  P v a l u e s  w e r e  o b t a i n e d  bo th  

by  r e a r r a n g e m e n t  of the  r i n g s  and by d e s t r u c t i o n  of 

the  c o r r e s p o n d i n g  p o l y m e r s .  


