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AddItionof hydrogen sulphideto di-p-methoxybenzal 
acetone in slightly alkaline medim, efforded 2,6_di-p- 

methoqyphewl-1-thia4pyrsnone (1,X=0) in excellent yield. 
I (IIPO) was characterised by oximatlon to I (X=l’J.OH) rith 

&droxylamSm in boiling ethanol or pyrldine. I (X=0) was 
also oxldlsed by hydrogen peroxide in acetic a&d forniing 
a sulphone, O#22~Sr n.p. 140°(decorp.), colltailug 
hydrogen peroxide of erystalllsatlon like polysubstituted 
thiophenes+ It wae converted biy crystalllsatlon to the 
free aJarosen perorlde sulphone II (X=0> rhioh gave with 
hydro&amlne ti ethanol an oxlmino-derivatlve II (X=lV.OH). 

(1) (11) 

ho ieomeric 2,6-dlphenyl-1-thla4p enones have been 
F synthesised by Arndt end his m-workers who succeeded in 

converting them to 2,6-dlphenyl-1-thia4mne (III,%O) 

and 2,6-diphenyl-3--chloro-l-thia4pyZo?ie (IV&O) by the 
action of phosphorus pentachloride. It has now been found, 
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that 2,6-d&p-methoqrphezlyl-1-thla+p~one (1,X=0) and 
phosphorus pentachloride (4 moles) in dry bemene sfforded 
2,6-di-~~~~~l-3,5_dichloro-l-th (Y&O) 
in good yield together with an unidentified material (crude 
m.p. 123-1370), whioh gave a picrate. 

This nwetl reaction appears pertloulerly lnteresttiqg 
e&me~tprovides a convenlentanda simple synthetiaroute 
to +&loro- snd 3,5_dichloro-2,6_diar71-l-thia4pyrones . 

(III) (W v> 
2,6-Dlphenyl-1-thia+pyrone (III,XSO)~ gave a stable 

pleraterhlle 2+dipheI&yl-+chloro- (IV,m)2 and2,6-dl- 
p-ret~~1-3,Fdichloro-~-t~+p~ne (V&O) failed 
to give this general reaction. Further, by the aation of 
phosphorus pentasulphide on V (X=0), we have prepared Its 
4-thl04lla10gue v (x=8). 

Uke diaryl-l,Q-thiopyronee3, the 1-thia4thiopyrones 
III (x=sf+, IV (XSS)~~~, and V (Z=S) were readily converted 
bJ hydroxylamlne in ethenol into the corresponding -l-w&l- 
4-pyrone oximes III (x=LoH)4, IV (xmlLoH)5, and V (xJEH.OH) 
in quantitative yield. 

Moreover, whereas 2,6-diphenyl-1,4-pyrone6 yielded 
1-hydrory-i!,6_diphenyl_bpyridone and 2,6-dlphenyl4pyrone 
oxime with hydroxylaalne in ethanol, the three -l-thia4 
pyrones III (IIIO) , IV (X=0) ,andV (X=0) were recovered 
unchenged efter prolowed refluxlng in the same solvent. 
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When this reaai;ion -Gas carried out in pyridlne the 
aarreaponding a-6 III (X=E.OH) and IV (ta.OH) were 
abtalned ae the sale praduate. However, V (X=0) failed to 
reaat under almllar aonditlonia. 

The reaction of hydrcreine hydrate with 2,6-diphenyl-1,4- 
pyr0p4~ and its Cthlo-analague Involve8 ring opening with 
the formation of the pyraaole derivative. We have now found 
tbatbydra&m hydrate aadphenyU@rasine react readily 

withIV(Z=S)andV(LB) giving the corresponding 
bydrasones andphenylbydrasonee IV(X5H-HE2E or IWJEPh) 
and V (tg-lW2 JC or XLlQXPh) without &feat* the -l-tbia- 
&pymne ring. The bydrazone IV (XEU-BE~> rae aharaaterlsed 
bJ giving H,W-bydmsine derivatives VI and VII rith 
aallaylaldeb@e and ale-2,6-diphenyl-1-thia-4_Wranone7, 
respectively. 

=fi;b .bZ1 -b_ 

(VU (VII) (VIII) 

~n2,6-di~l-3_ohlorol-thia-4-thiogjrone IV (x=8) 
waw reacted with 3% methylamine hi ethanol, we did not 
obtain the expected anll but ieolated 2,6-diphenyl-3- 
(methylamIno)-1-thla4thiomne (VIII) in85p deld. 
using 25sdath3~m lnateadofmetbylamlne, IV (r-S) 
wa8 hydrolyzed on prolonged boiling to the oxo-analogas 
IV (to). 

!Phe followjsg table share a lint of the correctly enalJsed 
aoapoundts and their phyelaal properties. Speatroeaopla data 
of these compounda will be dimussed In a subeequent 
publiaatian. 
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OOBlp0UTld D shape and oolour Melting point 

1 (x.=0) B 
I (%mr.OH) B 
II (GO> B-L 
II (xas.OE) M 
III (&O) plcrate Y 
III (XsN.OH)picrate II 
Iv+(w) B-L 
IV" (XaR.OH) B-M 
Iv (x=R-RH2) B-L 
Iv (XslH-NRPh) Y 
v (&O) E 
v (x=S) B-H 
V (XmN.OH) B 
v (W-RH2) B-L 
v (xzlf-BBPh) R-L 
VI B-M 
VII B-M 
VIII B-L 

Heedlee 181-182O 

Agkgate priame 
184-185" 
214-215°(decomp.) 

Beedles 254-255'(decomp.) 
Yellow needles 17l~(decomp.) 
" " 199"(decomp.) 

Brown needles 1700 
Yellow Iieedlee 239'(decomp.) 
" " 168O 

Orange needles 170°(decomp.) 
Reedlee 186-l870 
Green plates 204O 
lieedles 183'(decomp.) 
Pale yellow needles 168' 
Yellow needles 173°(decomp.) 
" " 180-181° 
tt 11 210* 

Brick-red needles 197-198~ 

B =Benzene ;D 3: Solvent of crystallieatlon ; E = Ethyl 
acetate ; L = Light petroleum (b.p. 50-70') ; M = *thanol ; 

t = Reoorded m.p. 155*(Ref. 4) ; f = Recorded mop. 167'(Ref. 5). I 
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