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A synthetic snd structural interest in sane naturelly occurrl~ B- 

pyraplesl has influencad us to further investigate the chemletry of the 

pyrmenwlecule. we vl*h to report the direct ccSverslon of a 4-pyront? 

to 8 P-pyrone byaxmthodwhlchis conceptuaUyapplic6hleto the 

equilibration of a variety of irauerlc c-6. 

!lY6ditlon?ally 4-pyrones have been con6idered to be armatlc tii3.e 

the P-pymmes havebeen reprerrcnted 6,6 no+6x~tIc.p Pre6m6bl.y this 

order should be reflectedlnthe relative m state encrgiee of 

these CampolllldS; I.e. a 4-pyrcae wmld be of lower energy th6n a 2- 

pyrme. BCWWer recent iIWeEtigatOr66 have report& cadence which In- 

dicates that the onler of themcdyn66ilc stabilities of the pyrmea 16 

not that miCtad CSI trditid @'O"&E. conc1u61ve information 

on the Nl.&iOr 6tbi~tiO6 of on6 6et Of i6aeriC pyronee has baan 

ebt&nea bythedirect equZlSbxnt.im of 2~th~~p6-&h+4-~d 

(I) ant 4~tb~~-6Ml-2-~~ (II) through the agency of 2,4- 

diuthoxy-6atbyl-pFjrIlu fIuorobor6t.e (mp. 152-1549' (III) 66 . 

cat6.Q6t. 
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Equilibration studies No.13 

I II III 

In a typlcal experiment 10.0 rag. of the 4-pyrone, I, snd 1.2 ug. of 

the pyrylium salt, III, were heated in a sealed tube at 140' for flvs 

minutes to give 9.3 mg. of an ether soluble product which vas shown by 

melting point an8 infrsred szxi ultraviolet' spectral criteria to be at 

least * of the 2-pyrone, II. The ether insoluble prcduct was 1.0 

w. of the pyryllrsa salt, III. I was not converted to II in the absence 

of III. The substantial conversion of 2-methoxy-6-met.hylJ+-pyrons to 

4+ethoxy-6-methyl-2-pyrone irdicates that the 2-pyrone, II, IS more 

stable than the It-pyrcne, I, by at least 3 Kcal./mole at 140°. This 

result is clearly Usportsnt to the chemistry of the pyrones’ snd to 

the general problem of the relative stabilities of a number of hetero- 

cyclic systems. lRrrthermore this converslonillustrates amethcd of 

eqtillbration which is in principle applicable to any isomers which 

have a camnon alhylated derivative. Experiments are underway to extend 

these ~observatlons. 

'&a author is grateful to Dr. S. G. Wth for incisive snd productive 

%%I8 cmpourdva8 prepared from1 or II sMmet.hyliodidebythe 
mthod of B. Nserwln, V. Hedlerick tllld K. Werllch, Arch. phsrm. 

Ihc structure of the pyrylium salt was confirmed 
ultraviolet s& proton rmgnetic 

ti by satl&actory analytical data. 
resonance spectroscopy 
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'% che&calarkl spectral significance ofthiavlllbediscusssd 
ina fortJxming plblication. 


