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Very few isoxasele-4-carboraldehydes have been reported in 
literature so far and even these are Made from starting materials 
net easily accesslble’-4). Since these can serve as intemediates 
for the Pharracolo lcally Important iserasele-4-carboxylic acids and 
their derivatives 57 , the title rsactien en 3-aryl-5-lsoxaselones (1) 
wss tried as the simplest method for preparing them, in analegy with 
5-pyrase1emss6a~b ) . 

When J, ware treated with DMF and excess of POC13 under the safd 
reaction conditions, tws produ&s were isolated - l ne insoluble in 
dilute alkali (product A) and the other seluble (product. B). Mhsn 
relar prepertiens l f the reagents wers used, l nly B resulted. Fsr 
A, although ths I.R. (1640-1650 cm") end mm (6 7.2 ad 10.5) were 
ceaslstert with the expected struetums (2) frr this reactlea, the 
sass spectra did not reveal the Iroqufslte parent iea peaks. Instead, 
ims exhibiting a twe-chlerlne isafopic pattern were recorded In the 
highest mass regien and metastable defocussing at lew electron bear 
energies revealed that these were l btalned from the cerrespsnallng 
parent ions (whish were unreoerded at 70 eV) by loss of Cl’. The 
frapesxtatioa pattern as well as U.V. (Amax 236 nm, leg I# 4.0, cerpated 

teXmax 240 nm, log B 4.0 l f j-phenyl tiaxasa1e5))enabled us k eon- 
elude that A were 3-•ryl-5-ohlere-4-dichleramethyl isexassles (1). 
These ceuld result from the hydrated form of a prs-feraed lsexasole- 
kmrbexaldehyde by nucleophilie displacement l f the hydrexyls by 
chleriae . 8lnce lsoxasole-5-capbexaldehydes ars knswn7) te exist in 
Rydrated fszm im soltatloa, the present iatermedlates ooaild behave 
anjagersly . 
Is lm.wn8) 

Besides, trsakeat l f 3-pheayl-5-isexaselene with POC13 
te produce 5-chloro-3-phenyl isoxasole. Rmthsr, confir- 

mation fer 3 was l btalned by exudation l f 1 (Ar=Ph ) with alkaline 
penamganate te tha earlier reported 8 ) 5-ehloro-+phenyl isexasele - 
&sarbexylic acid ia quantitative yield. 
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Pro&u&n B 
peak8 at 234 1~1 

gate a red celour with neutral FeC13 and contained 
(log f 4.05) ad 290 nm (log B 3.9) In the B.V. and 

at 1790 cm” in tke I.I. The l&B spectra rwealed slgmls at 3.9s 
(metlPlne) , 6.6 6 (etbyl4nla) and 7.3s (armatie). Tbe molecular ion 

a 
Ar 

% yie1d 
a) m 1-e 50.5 
0) p-Toluyl 120 58.0 

c) p-Anioyl 152 59.5 

(B, Ar=pla) ~88 registered in very low l bundaaee and fielded the 
compesithn as C,#I,2%03. !fhe W IB and MMR w4r4 similar to 4- 
methyl-3-phenyl-5(4H)-lsetazolene 9) and bhe low M+ empled with its 
fragmentation by the loss of CO, CO+MO and COOH' and appearance of 
a strong PhSO+ peak enabled u8 to eoaclsde that B Is a 4-substituted 
3-pbenyl-5(4H)-isoxazolone. l%4 mature of the 4-rabstituent oan 
easily be deduced b7 ma88 peaks at 8/e 144, 116 and 89 characteristic 
of 3-phenyl Ls.xa%.le'". Thus B could be assigned the structure 
4- (3-ary1-5-lsorasolyl)-3-aryl-j(4E)-iserolone (4)" !l!h4se must 
be l btaiaed by the condenaatioa l f +eklon-3-pkenyl lsoxasol4 e) 

with exceae of 1 present fr the mixture. 

POC$/DMF Ar 
L- 

t?xcess 

MOLAR d of 1 
PRO PORTION 
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I@drolysFs of 1 (&r=Ph): This product was resistant ta acids (beth 
cold and hot) &d was CorpletelJ cleaved by refluxing with HaopI. Hew- 
ever, when reacted witlm lO$ MaQI at room terparaturo for twe hours, 
it yielded a low melting solld whose mm spectrum contalned an 
abundant parent Ion (m/e 197) that again revealed a two-chlorine 
isotopic pattern with a composition CgH5MX2. There was no OH or 
NH or CtO absorption is the I.B. and NMR indicated only arematic 
protons (7.36). The primary mass fragments were due to successive 
loss of chlorine radicals. A 2-dichlorometbylene-3-phenyl azirine 
structure (2) iits ln well with these data and the rectaanlsn ef 
its formation must involve the hydrolysis of the 5-cbloro group 
followed by the olhlnatlon of fomle acid as indicated below: 

The stabfllty of the chlorinea In 2 to hydrolysis must be ascribed 
to their situation on a vmylic carbon. 

Treatrent of 3 (Ar=Pb) with sodium aethoxide In refluxing methanol 
resulted mostly in ring fissioned products, but a low yield (11.5$> 
of the aldebyde g could be recovered by acidFflcatLon (Df the reaction 
mixture. Its structure was conflzmed by HMR (3.9$, 7.3s and 10.6s) 
and mass spectrum (M+ at r/e 203 and fragments corresponding to GO 
and C%O loss coupled with lone at 8/e 105, 116 and 89). 

Sa 

*nC Ph Na obte/neoH 
/ 

HtO 

_ ) m.p. 110°C 8 
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