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We have rea l ized the pro to t ropic  i somer iza t ion  of t r a n s -  34-d i (methoxycarbonyl ) -5 .5 -d ipheny l -  1-py-  
razol ine ([) to the corresponding 2-pyrazol ine  (II) by means  of t r i s [1 ,1 ,1 ,2 ,2 ,3 ,3-hepta f luoro-7 ,7-d imethyl -  
octane-4,6-dionato]europium([I[)  [Eu(FOD)3]. The reac t ion  p roceeds  in the same  way as that effected by a 
s t rong prot ie  acid. 
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1-Pyrazo l ine  I was obtained in 70% yield by the action of diphenyldiazomethane on dimethyl  malea te  in ab-  
solute e ther  (in the absence  of t r a c e s  of acid, for  o therwise  2-pyrazol ine  II is fo rmed  immedia te ly  (see [1]); 
the product  had mp 130 ~ PMR spec t rum (with r e spec t  to t e t r amethy l s i l ane  in CDC13): 3.97 (3-CH3) , 3.16 
(4-CH3) , 4.29 (d, J3,4=7.3 Hz, 3-H) and 5.19 (d, 4-H). After  the addition of 5-6 mg of Eu(FOD) 3 or  CF3COOH 
to a solution of 20 mg of pyrazo l ine  I in 0.5 ml  of CDC13 the signals of its protons  begin to vanish, and the 
peaks  of pyrazol ine  II appea r  s imul taneously .  PMR spec t rum [the specif ic shifts induced by Eu(FOD) 3 a re  
given in paren theses ]  : 7.20 (8.45) [ l -H] .  3.95 (7.73) [3-CH3], 3.26 (2.83 [4-CH3]. 4.96 [14.47) [4-H], 7.35 
(3.10) and 7.40 (2.63 to-H], 7.35 (0.40) and 7.40 ppm (0.40) ira- and p-H].  The i somer i za t ion  of pyrazol ine  I 
is comple te  a f te r  5-10 rain and p roceeds  quanti tat ively.  With Eu(DPM) 3 the reac t ion  takes  place only when 
the mix tu re  is heated to 50-60~ When a mix tu re  of 3 g of pyrazol ine  I, 10 ml  of methanol ,  and 0.5 ml  of 
CF3COOH is refluxed (1 h), individual pyrazo l ine  II p rec ip i t a tes  as p r i s m s  with mp 144 ~ (dec.) [1] when the 
mix tu re  is cooled. 

We a s sume  that the addition of both the proton andthe europium reagent  takes  place a t  the N(D a tom and is 
aecompanied by detachment  of the 3-H proton,  which subsequently also par t i c ipa tes  in the ca ta lys i s .  It is 
cha rac t e r i s t i c  that  the peaks  of 1-pyrazol ine  I undergo a lmos t  no change in posi t ion a f te r  the addition of 
Eu(FOD)3 of Eu(DPM)3, whereas  cons iderable  lanthanide shifts a re  observed  in the spec t rum of 2-pyrazol ine  
II. We explain the low affinity of 1-pyrazol ine  fo r  the europium reagent  by s t e r l c  hindrance in the vicinity of 
the ni t rogen a toms .  On the other  hand, in the ease  of 2-pyrazol ine  one of the earbonyl  groups becomes  m o r e  
basic  because  of conjugation with the N0) a tom and may se rve  as a convenient coordinat ion cen te r  for  the 
addition of europium.  

Sat isfactory analysis  for  C, H, and N were  obtained for  I. 
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