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DIPIIOSPilONIOMETilA~ES JITK HYDROGEN ATO?4 I 09- ATJD SI!- 
-GROWS AT PIiOSPiiORUS 

I.V.LEOVTIEVA, I.M.ALADZBEVA, O.V.BYI<HOVSKAYA, 
P.V.PETROVSKI1 , T.A..YASTRPUROVA, and II.1 .KABAC!INIK 
A.d.Aesmeyanov Institute 02 Organo-Element Compounds, 
Academy 02 Sciences of the USSR, Vavilov Str. 28, 
PlOSCOW 1 1 7 3 1 3 I USSR 

Recently it has been shown that the interaction of 
equimolar amount or' HBlg witii phosphinosubstituted ylides 
(I) and phosphoryl- and t h i o p h o s p h o r y l s u b s t i t u t e d  ylides 
(11) leads to monoprotonation products: at the carbon or 
phosphorus of (I) and at the carbon or oxygen (sulfur) of 
(11) I .  rJe have found that products of double protonation, 
diphosphoniomethanes with P-d (111) and P-011 (IV) bonds 
respectively, are formed by the action oE excess acid 
(dS03F,  Hrilg) . 

R P-c(Y)=2PiI (I) + 21i+ -, R ~(H)-CH(Y)-$P~~~ (1111 2 3 2- 
H 2- P(X)-C(Y)=PPh3 (11) + 2;1+ + R 2 6iXii)-cHiY)ihl3 (IV) 
R = Su, Dh, PhO; X = 0, S; '1' = COOEt, Ts, 6Fh3.  

Diprotonation of ylides ( V )  and (VI) with acyl groups 
at the carbon proceeds at the pnosphorus atom and the C=O 
of (V) , or at the ?O and CO groups of (VI) , and gives two 
geometric isomers of the enolic r'orm of diphosphoniosubsti- 
tuted acetone and acetophenone (VII, VIII). 
Ph P-C(COR')=J?Ph 
L'h22(X)-C (COR')=PPh 

(V) + 2tI+ + Ph 6{Ph2$H)C=C;OH)R' (VII) 2 3 3 
(VI) + 21if+Ph36(Ph,$'X:I) C=C(C)B)K' (VIII) 3 - 

Compound Ph3$ ii?h2>Od)C=C :Od) i%e 2% was isolated in crystal- 
line form. According to X-ray analysis, OH- and POiI-groups 
are in trans-position and Zorm strong H-bonds with Br-. 

R' = Xe, ? i i ;  X = 0 ,  S. 

1. T.A.Mastryukova, h.I.Kabachnik, Usp. Xhirii. , 1183 ,  5 2 ,  
1 7 6 1 .  

[ 26 1 1/73 I 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
7
:
2
4
 
2
9
 
J
a
n
u
a
r
y
 
2
0
1
1


