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AN IMPROVED SYNTHESIS OF s-TRIAZOLO[l,5-x]AZINES 

B.  Vercek, B. Stanovnik,  M. T i s l e r "  and Z.  Zrimsek 

Department of Chemistry 
Univers i ty  of Ljubl jana  
Ljubl jana ,  YUGOSLAVIA 

The synthes is  of  V by an improved method ( a l s o  s u i t a b l e  for t h e  prep- 

a r a t i o n  of  I11 and I V )  y& previous ly  unknown I1 i s  described. 

ArNHCH=NOH ArNHCH=N-OAc I11 o r  I V  o r  V 

I I1 

a )  Ar = 3-(6-Chloropyrimidyl) b )  Ar = 2-Pyrazinyl c )  A r  = 2-Fyridyl 

I11 I V  V 

EXPERIMENTAL 

Melting po in t s  were determined on a Kofler hot s tage  and mass spec t r a  
were recorded on a Hitachi-Perkin-Elmer RMU-6~ instrument.  
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3-Acetoxyiminomethyleneamino-6-chloropyridazine ( I I a ) . -  This r eac t ion  i s  

bes t  performed i n  seve ra l  s m a l l  runs;  f o r  example, 10.2 g of ].a w a s  t r e a t -  

ed wi th  a c e t i c  anhydride (16 m l )  with cooling. 

a tu re ,  t h e  p r e c i p i t a t e d  product was f i l t e r e d  and washed with e t h y l  a c e t a t e  

t o  y i e l d  8.5 g mp. The compound can be 

c r y s t a l l i z e d  from chloroform-pet e the r .  

duct can be obtained by evaporation of t h e  f i l t r a t e  a t  room temperature & 

vacuo and treatment of  t h e  r e s idue  wi th  water.  From 56 g of  Ia ,  48 g (69%) 

of IIa w a s  obtained. 

Anal. Calcd. for C H ClN402: 

Af te r  2 h r s  a t  room temper- 

108O (wi th  conversion i n t o  111). 

Another small quan t i ty  of t h e  pro- 

C ,  39.17; H ,  3.29; N ,  26.11. 

Found: C ,  39.16; H ,  3.77; N ,  25.61. 

7 7  - 

I n  a similar manner t h e  following de r iva t ives  were prepared: 
2-AcetoxyiminomethyleneaminoDyrazine ( I I b )  , 78% y i e l d ,  mp. ?J 130' (wi th  con 
vers ion  i n t o  I V )  from e t h y l  ace t a t e .  M.S.: m/e 180 (&). 
- Anal. Calcd. f o r  C7HBN402: C ,  46.66; H ,  4.48; N ,  31.1G. 

Found: C ,  46.42; H ,  4.80; N ,  31.08. 
2-Acetoxyiminomethyleneaminopyridine ( I I c )  , 64% y i e l d ,  mp. > 50' (wi th  con- 
version i n t o  V ) .  
t a ined  s u f f i c i e n t l y  pure f o r  ana lys i s .  M.S.: m/e 1-79 (M ) .  

General Procedure. 6-Chloro-~-triazolo[1,5-b]pyridazine (III).- A mixture 

of t h e  acetoxy compound IIa ( 1 4  g )  and water (200 m l )  w a s  heated under re- 

f lux  f o r  2 h r s .  The so lu t ion  was evaporated i n  vacuo t o  dryness and t h e  

Because of  i t s  i n s t a b i l i t y ,  t h e  product+could not  be ob- 

res idue  w a s  ex t r ac t ed  wi th  chloroform.' The solvent w a s  evaporated and t h e  

res idue  c r y s t a l l i z e d  from e thanol  t o  y i e l d  3.57 g (36%) ,  mp. 144-146', lit. 

mp. 135-138O; M.S.: 

l a  

m/e/ 154  (M+). 

From a t o t a l  48 g of IIa,  t h e r e  were obtained 16.1 g of I11 and 7.8 g 

of 3-amin0-6-chloropyridazine.~ 

I n  a s i m i l a r  manner were prepared: 

2-Triazolo[l,5-a]pyrazine ( I V  

au thent ic  specimen. 

5-Tr iazolo[ l ,  5-alpyridine ( V )  

103O; M.S. : 

l a  

m/e 119 (M') . 

i n  73% y i e l d ,  mp. l27', i d e n t i c a l  with an 

i n  53% y i e l d ,  mp. 105-106', lit.3 mp. 102- 
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Anal. Calcd. f o r  C H N C ,  60.49; H ,  4.23; N ,  35.28. 6 5 3: 

Found: C ,  60.45; H ,  4.34; N ,  35.00. 
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A SIMPLE APPARATUS FOR THE SAFE HANDLING OF PALLADIUM BLACK CATALYST 

Submitted by Manuel H .  Jimenez 
(5111m 

Chemical Research Department, Hoffmann-La Roche Inc 
Nutley, New Jersey  07110 

A simple and inexpensive device made from r e a d i l y  a v a i l a b l e  l abora to ry  

132 mate r i a l s  i s  descr ibed  here  f o r  t h e  s a f e  handling of  palladium black .  

The device allows thorough r i n s i n g  o f  t h e  c a t a l y s t  (once genera ted  from 

palladium ch lo r ide )  wi th  water, any s u i t a b l e  so lven t ,  removal of  most of  

t h e  so lvent  and s a f e  t r a n s f e r  of t h e  c a t a l y s t  t o  t h e  r e a c t i o n  mixture wi th  

l i t t l e  or  no danger of i g n i t i o n  o r  o f  moisture absorption. 

This "syringe f i l t e r "  device (F ig .  1) c o n s i s t s  simply of  a 10 m i l l i -  

l i t e r  P l a s t ipak  syringe3 (Becton-Dickinson and Co. , Rutherford,  KJ) with  

t h e  t i p  cu t  o f f  a t  t h e  end of  t h e  c y l i n d r i c a l  b a r r e l  and of  a porous poly- 

propylene d i sc4  fo rced - f i t t ed  i n  i t s  p lace .  

The syr inge  f i l t e r  method f o r  handling palladium black  c a t a l y s t  has  

been shown t o  be much s a f e r  than  conventional manipulation. Numerous ex- 

periments us ing  t h e  sy r ing  f i l t e r  have been performed i n  our l abora to ry  
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