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It is vell kmown that pyrazolines aoted om by lead tetraacetate are converted into 

3-acetog- Al-pyrasolines, oyolopropame derivatives or pyrazolea, depending on the 

rtruoture of the initial oompounds 293 . The interaction of methyl eater A2-pycazoline- 

3-carboxylio aoid4 (1) with Pb)OAc)4 by boiliq of the reagents (in 1:l mol proportion) 

for 2.5 hours in benzene resulted in the disappearance of initial & and thin layer 

chromatogaphy data5 revealed only two new produetr. Separation by oolumn chromatography 

on eilioio acid and elution with a mixture of hexane-ether, yielded j-methorgcarbonyl-l- 

(llmethoxyoerbemyl-l’-oyolopropyl)pyrazole6 (1, a.p. 104-106°C from ether, 70$ yield) and 

3-methoxyoarboaJ1-1-[3:(5~)-methoxycarbonyl-l’-p~zoly] A2-pyrazolime (4, m.p. 114-115’C 

from ether, 14% yield). The speotral analysis data7 of 1, 1, 4 amd also of J(5)-methoxy- 

carbonyl pyrazole*(Z) and Nl-aoetyl-J-methoxycarbonyl- A2-pyraeolimeg(&), studied aa 

model compounds, are shown in Table 1. 

Consideration of the data permit8 only the following struoture interpretation of 

1: (a) tho RMR spectrum displays (i) #metrio A2B2 multiplet with a centre at 1,73, 

typical of l,l-disubatitated oyolopropane derivative8 10.11 ; (ii) doublets of protone at 

C 
4 

and C of pyrazole riq12 

4 

at 86,76 and 7.51; (iii) eignals of two CHj-goups, belon&iq 

to COOC goupinga; (b) there ~II 8baorptioa maximum oharaoteriatie of pyrazoles 13 in the 

W spectrum; (c) the IR rrpeotrum reveala (i) two oarbonyl etretohiq absorptions; (ii) a 

weak band of 1515 cm” whioh was previously observed 14 in Nl-substituted pyrazoles; 
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(iii) the band of Y N-E i.~ absent. 

Oa the baeie of the data the followimg aeheme may be proposed ae a key step im the 

mechaniem of oonvertimg pyraeolinee by the aotiom of Pb(CAe) 
4 

which is discussed im 

literature2” - namely a nucleophilio attaak of the most nucleophilic Xii-mitrogem atom 

of $5 (or of 2”) on the interim 3-aoetoxy derivative 1 : 

,C OOMe 

0 N’ 
A 

1 

pb(oAc I4 

C OOMe 

c--J T 
N' I I c” OOMe 

/r 
several 
steps 

C OOMe 

(7 yN 

d- C OOMe 

3 

C OOMe ci / \ 

NjN % 
4 /” 

C OOMe 

4 

In the HMR, IR and UP epeetra of 4 there are features typiaal of both J(5)-methory- 

oarbomyl pyraaole amd of 3-methoIyearbomy1 A2-pyraeolime. The preeemee of a Nl- 

substituted A2-pyraeolime fragment in the moleeule of 4 is borae out by (i) au imteneive 

abeooptiom band -1 Y C-N at 1600 on which is typical of eueh etrueturee 17; (ii) peculiar 

multiplete of protons at C 
4 

and C 
5 

in the NM2 spectrum; (iii) an abeoprtiom maximum at 

252 nm in the UV epeetrum. The C4 and C5 protoms of the pyraeolime fra#ment are shifted 

over to a weaker field of 25 amd 43Hz respectively, which is eimilar in the caee of the 

Nl-acetyl derivative 5. Aceordimg to the IB spectra (weaker absorption band at 1515 em-‘), 

the most probable etruoture of the pyrasole fragment must be the Nl-derivative of 3-methoxy- 

oarbonyl pyraaole. It is of interest to note that the IR spectrum of 1 does not show clear 

absorption bands within the wavelength valuer of 1500-1680 m-l, whereas 1 displays an 

-’ imteneive bamd of WC-N at 1560 om whioh in 4 ia shifted to 1600 cm-’ which is similar 

-1 to the Y C=H band of 5 reaahimg 1590 om . 

The small quantities of 4 produeed are in keepim& with the faot that im the imitial 

reactiom of F‘b(OAo) 
4 

with pyraeolinee various intermediates are formed 2.3 . 
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