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OPPI  BRIEFS 

b y  comparison with t h e  substance obtained above. From t h e  

benzene s o l u t i o n  312 mg of t h e  t e t r a l o n e  I was recovered.  The 

y i e l d  of I11 amounts t o  90% based on consumed material. 
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The p repa ra t ion  of z i n c  e t h y l  a c e t o a c e t a t e  (I) 1 has been 

s u c c e s s f u l l y  r epea ted  by t h e  au tho r s  and t h e  z i n c  con ten t  of  I 

ZnC12 t 2 NaOCH3 - Zn(OCH3I2 t N a C l  

I Zn(OCH3f2 + 2 CH3COCH2C02Et ___c 

was determined by EDTA a n a l y s i s  (Calcd. :  Zn, 2 0 . 1 .  Found: 

2 0 . 2 )  a f t e r  a c i d  h y d r o l y s i s .  P u r i f i c a t i o n  of I by c r y s t a l -  

l i z a t i o n  from hot methanol r e s u l t s  i n  ex tens ive  decomposition. 

The pure product i s  obtained by d i s s o l v i n g  I a t  room temper- 

a t u r e  i n  a 9 5 : 5  mixture of  methanol-ethyl a c e t o a c e t a t e  

( 2 . 7  g/280 m l )  and coo l ing  t o  0°;3 i n  t h i s  f a sh ion ,  pure I 

(64% recove ry ) ,  mp. 147-150°,  is obtained.  

2 

REFERENCES 

1. A .  C .  Backus and L .  L. Wood, U .  S. P a t .  3,453,300; F r .  

299 

D
o
w
n
l
o
a
d
e
d
 
A
t
:
 
1
3
:
2
8
 
2
7
 
J
a
n
u
a
r
y
 
2
0
1
1



J . -P . ANSELME 

P a t .  1 ,546,264,  C A ,  71, 50869 (1969)  

2 .  N .  S t a f f o r d ,  Ana lys t ,  78, 733 (1953). 

3.  G .  Rudolph and M. Henry, I n o r g .  Syn. ,  2, 7 4  (1967) .  

N I T R A T I O N  OF ALKYLPHENCLS WITH D I N I T R O G E N  TETROXIDE 
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A conven ien t  and mi ld  method f o r  t h e  l a r g e  s c a l e  (0.2- 

1 0  moles)  n i t r a t i o n  o f  4-a lkylphenol  i n v o l v e s  t h e  u s e  of  

n i t r o g e n  t e t r o x i d e  i n  a c e t o n i t r i l e .  1-3 

cedure  were n o t  op t imized .  

Y ie lds  i n  t h i s  pro-  

R = CH3, C2H5 6 0 y;N :o2@o2 / - i - C  3 H 7 '  - t - C  5 H 11 

R R 

A t y p i c a l  p rocedure  for t h e  n i t y a t i o n  of  p - c r e s o l  i s  as 

f o l l o w s .  To a s o l u t i o n  o f  28 ml n i t r o g e n  t e t r o x i d e  i n  25, m l  

o f  a c e t o n i t r i l e  cooled  t o  lo* was added dropwise  a s o l u t l o n  

of  2 1 . 6  g ( 0 . 2  mole)  of  p - c r e s o l  i n  19 I n 1  'jf a c e t o n i t r i l e ;  

t h e  t e m p e r a t u r e  was ma in ta ined  betweer. 25-30' b y  c c n c r c l l i n g  

t h e  r a t e  of  a d d i t i o n .  The r e s u l t i n g  s o l u t i o n  was s t i r r e d  a t  

room t empera tu rz  for 7 hrs and was poured i n t o  a mix tu re  o f  

i c e  and water. The product  was removed b y  f i l t r a t i o n  and 

washed wi th  water and a i r  d r i e d  t o  g5ve 2 6 . 1  Q ( 6 6 % )  of 
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