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JIhTGLIN W G p  ZHISONG CQg 
Inst .  of 0rg.Synth. , Huazhong Normal University, 
W u h a n ,  Hubei, People's RepuLlic of China 

Abstract The first represantatives of  der ivat ives  
of t i t l e  compound were synthesized and their inte- 
rested structure was investigated. 

INTROUUCTION 

Fused t r i cyc l i c  triazaphosphole have so far not been de- 
scribedpexcept for the dimers of a few monocyclic t r iaz-  
aphosphole with pentacoordinated phosphorus' '*. We repo- 
r t e d  here the first represantatives of derivatives of 
the t i t l e  compound. 

3-dIALKYLAMINO-2-BIS (DIALKYLAMINO IPHOSPHINO- UXRIVATIVES 

3 The intermolecular cyclocondensation of A 
d s  (I)4. 

with B af for -  

They are very sensit ive t o  moisture and decompose under 
acidic condition. It w a s  found that the stronger electr-  
ondonor the R group, the larger the *J(PNP) value i n  th- 
e i r  3lp NMR spectra. 
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Accarding to  the I R  and 'H and 13C NMR spectra the plane 
?cis perpendicular t o  suggested pl-  

is and R at t rans  t o  the lone p- 
air of phosphorus atom 

anar ring system, R2 stands at c- 
1 

5 

3-DIALKYLAMINO-29HENYL U R I V A T  IVE S 

4 Compound C3 reacts  with B t o  afford (11) 
sed t r icyc l ic  r ing cation as the base peak i n  MS spectra. 

which give fu- 

In  13C NMR spectra a long range 4J and a strong 3J were 
observed only between P and aromatic C. 

z + l R O X Y  (or THIOAHYL )-2-PKENYL DBRIVATIVES 

The reaction of (II)(Mt) with D gives (III)6. It was 

D 
noted that an electrondonating substi tuent 
chemical shift of t o  higher f i e ld  and an 

on Ar moves 
electropwith- 

drawing t o  the lower. The crystal l ine s t ructure  of (1111 
A r P h )  w a s  determined by X-ray diffraction. It is mono- 
c l in i c  geometry. The sums of bond angles around the atoms 
connecting two r ingsr  as c ( g ) , C ( l O ) , C ( l l )  and N(12) ,  eq- 
u a l  t o  about 360'. The bond lengthes in the ring a re  sh- 
o r t e r  than usual single bonda. So t h i s  fused ring system 
has a planar structure. The PhO group is located at endo 
t o  the r ing system rather than the 8x0 position. 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
0
7
:
4
9
 
3
0
 
J
a
n
u
a
r
y
 
2
0
1
1



2,3-2( H )  -BENZOTHIAZOLE-3 , 24-TRIAZAPHOSPHOLE 533 

1 
B& A x l e s  

N(12)-C(Il)-S(4) 
N 3)-C(l1)-3(4)  
N I 1 2 ) 4 ( 1 1  )-N(3) 

The I3C and 'H NMR ypeutra  showed that i f  (111) con- 
t a s  an 0- o r  m-substituted phenoxy group, as i n  the 
CEW of (IIItAm3,541ef6H3)t the Ph and Me2C6H30 groups 
s tand p a r a l l e l l y  t o  eauh o t h e r  and perpandicular ly  t o  

the fused r i n g  at  al l .  Cpa situ- 
ated nearer  t o  the lone p a i r  of  

ture too  f o r  Ca and Cat i n  ring 3. 
PhoSphorUS than C Z a t *  This i s  

3 d L K O X Y  ( o r  THIOALICYL)-?-PHENYL DERIVATIVES 

Compounds ( I V )  and(V) oan be obtained from the r eac t ion  
of ( I I , R = E t )  with various alcohola ,  t h i o l s  and d i o l s  re- 

spect ively.  'H NMR showed that  i f  R group in(1V) has a 
straight chain, only 0-C bond cannot r o t a t e  a long its 
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axis, all the other CI(: bonds are  f r ee ;  i f  R group is a 
branching one, then only the terminal two C-C bonds i n  
CH(CH3l2 group can f r e e l y  ro ta te  along their axes, the 
rotation of the other C-C bonds is restr ic ted.  

( I V )  with straight ( I V )  with a branching 
chain R chain R 

2€E AMINO-EXCHANQING REAWION OF (111 
The amino-exchanglng reaction of (11) readi ly  occurs wi -  
t h  secondary a l ipha t ic  mines  but rather d i f f i c u l t l y  wi th  
primary a l ipha t ic  amines. The product8 obtained from (11) 
and aromatic mines are not stable due t o  the presenoe 
of s t e r i c  hindrance 
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