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In a rncent note (1) t-hree of us reported the results 

of the reaction betwean benzonitrile oxide (I) and dimethyloxo- 

sulpnonium iiiethylide (II). This latter was shown to cause two 

conseciltive transfers of metnylene to tlie former, giving rise 

either to J-phenyl- A2-isoxazoline (IV), by ring closure, or to 

syn-phenylvinylketoxime (V), by a p-elimination. For this re- 

action we proposed the following mechanism wnich accounts for 

tne formation of ootli compounds (IV) and (V) : 



The zwitterlonic intermediate (III) can clearlj exist in two 

different configurations, syn and anti, tne sjn-phenyl isomer 
#f 

giving rise to (V), tna anti isomer affording tile isoxazollne (1V). 

Althougn the yields of the reaction between (I) and (II) 

were rather lo\+, we felt it to be interesting to investi&ate 

the raa?tis? between ylide (II) and other l,J-dipoles (2) whose 

reactivity, ir: son‘e aspects, resel;:Plec t2:c;t of nitrile oxides 

(2,3). Actually only two C (VI) and (VIII)] of trie six dipoles 

investignted Gave satisfactory results, affording five-EeLLered 

Lelerocycles by tne following schema, presunably witri tne some 

mecii3nism that aflords (IV) fron, (I) : 

II 

The reactior h~t,wn.l:~ nl tl-ilr ;n,ine (VI) and glide (II) vi::s run 

by adding N-(U-chlorobenylidenej-P" -~iler?ylhydva~ir!~, as precur~cr 

of (VI), to 1 cold solution of the yllde (taree r;oipz) attained 

from. trimetLzyloxosulpiioriuu: iodide and NaH (4). The yield wac 455. 

Tne fluorescent pyrazoline so obkined, m.F.ljjO (j), was ldrn- 

tilied cniefly by its N.iA.5. spec:rum in CXl ‘i.:;icil SiiOl;C ti?fJ 
J 

* In principle the anti isomer of (11I)could also give rise! 
througL eli'ninntion, to the anti iso!ner of (V). Actusl1.y we 
did not find any trace of triis antA Oxime a:!1Ong The reaction 
products. TLI~S would i.ldicate tlz:t cjzli;?.ti>,rl of the ant1 iso::,- 
er of (III) Occurs h:uc~l faster tasn eli,nin~i:.!.On. 
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two non e~~.~livaleht metnylenes as two uultiplets, at 2.q-j.qA 

and 2.5-4.16. Its StIC'LlCtUr? W3.3 confirmed by analysis, 1.3. 

and II.V. spzctrs. 

More interesting, also because of the better yield, appears 

the reaction of phenyl azide (VIII) with tae ylide (Il).a'-'L'ri- 

azoline (IX), m.p. $300 (6) ,was obtained in 809 yield, at room 

temperature, in M3ci. Its ilent:ty was confirmed by its ii.&:.?. 

spectrum in GUS1 
3 

vvhich , as in the case of (VII), shows the two 

.-,et:,ylen*s as txo malt:plets, at 3.1-j.? S and 4.0-4.7 6 . 

I_-Phenyl-A'-1,2,j-triazoline was first obtained by F3.K. 

Seine and D.i.Tamalis (6) from 1-phenglazoaziridine by an iso- 

:Terization tiint appears to be t;eneral for 1-srylazoaziridines. 

Only two other methods to obtain AZ-1 ,2,j-triazolines are known, 

one stxrtini Tre::l azides by alditisn to so:,le autivai,e,l olefinic 

a0 I-013 bonds (7), the other involving tne ax14ition of diazometha- 

ne t.) anils (7,;:). Tne metaod of t.ie ylides here reported could 

be an useful alternative for tne synthesis of these cot.lpounds 

which, because of their thermal instauilitj, require a sJntrresis 

in the cold. XC ';;le present we are stud;in,- t:le pos:rible develop- 

ments and li.:.its of this uethod. 

As for the other 1,34ipilcs th,+t we examined (see Table i), 

szsx.yoenzc:ir? ani h-ox;q,llnol.ine fciled to react with ylide (II), 

whereas ?ii)lie,lJ13ia;,,.,atnc,ne an2 A) di. !rei:ylni:rone Jid not give 

tnn expected hetorccycles. In fact the only products we colull 

isrlite i'ro.2 the re-lt Ian belxveen diihenyldiazo,netr;l~ne and (II) 

wert? benzo&enon;? ?nd dirihenyliretazine, 3na tie dain proouct 

;'rO:tl d; prk?ojlnAr~ne waj clzobenzene tl,etner %it:l ~,~a11 amounts 

of 47,3xyoeh:e,:e 231 OtiiAr dlinor grod,2lcts not iiientir2_ed. 'Yne 

results are su:k.-!ariz2; in ~asLe 1. 



TABLE I 

The reactlon between and l.,.j-dipoles 

3eactcrqt 

yIjJNO (1) 

I 

Compounds obtained (yield) 
- 

no reaction 

no reaction 

Furtzr investigations in this field are in prog:'ess. 

The x.7. 3. apnctra were deteraline,?, witi; a Varian ; 60 sgectrsue- 
ter. The crlemic41 shifts are in p.p.,z. (This as internal ref'erence). 
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