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ISOCAMPHORQUINONE, the "easily resinified" rearrangement prod- 

uct obtained by treatment of camphorquinone with uold fuming 

sulfuric acid, was recently assigned the structure (I) by 

Levine. ' This assignment has now been confirmed by a synthe- 

sis involving condensation of ethyl isopropylidenemalonate 
2 

with ethyl vinyl ketone. When these substances were allowed 

to react in refluxing methanol containing an equivalent of 

sodium methoxide for three hours, the sodium salt of e-methyl- 

4~isopropenyl-4-carbomethoxy-l,3-cyclohexanedione (II, R=CH3) 

preoipitated. Acidification of this salt afforded the free 

diketoester (36% of material with a.p. 125-126O), m.p. 130- 

268 my,c= 16,000~x~~13 3.12, 5.80, 6.14 

IS. 5. Levine, J. SOC.& 2556 (1960). Isocam- 

phorquinone was first reported by 0. Manasse and E. Samuel, 

Chsla. a, 3157 (1897). These workers (Chem. Ber, &, 

3829 (1902)) proposed 2-hydroxy-3-methyl-6-isopropylidene- 

2-cyclohexene-l-one as the structure ol isocamphorquinone. 

This "diosphenolene' structure was accepted as correct until 

the work of Levine. R. H. Reitsema, J. Amer. Ce a 

5022 (1956). has described a different substance which has 

Properties Consistent with the ‘“diosp~nolene” structure. 

2 Prepared by the method of A. C. Cope and E. H. Bancook, 

J. Amer. Chem. Sob. & 2644 (1938). 
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end 10.92 p; Celad. iOF C12H1604 I C, 64.27; H, 7.19. Found: 

C, 64.04 R, 6.90.). The aorrerpondlng ethyl eater (II, 

Rlca,CFI,) wee obtielned l e an oil when the reeation was run 

In ethenol. 

Remove1 of tha tertiary carbomethoxp group or 

II (R'CH3) wee eiieated in axcellant yield by treatment with 

dilute eodium hlrdroxida eolutlon (room temperature for twenty 

houre), rollowed bj eaidlilaetlon, whereupon arade leooamphor- 

quinone (92%. m.p. 76-88.) aould be leoleted dlreatly. After 

purltioatlon by rearyrtelllratlon from mathenol-veter3, thir 

meterlel hed m.p. 112-114, (AK: 293 v,& 13,000# x El3 

3.0 (broad), 6.80, 6.94, 6.23 )I). Upon comparison with lea- 

aemphorquinone, m.p. 112-114. , prepared by the method or 

Lerlnel, the two eemplee were round to be ldentlaal In all 

reapeata, end the lalxed melting point wae 112-114°. 

I II III 

3 Cere muet be teken in workking with isoaamphorqulnone to pro- 

rent the dkcompoeition whiah prerumeblj eccounted ior ite 

being to-d "aeellj reelnirled." Contact with air aaueee 

aolorleee kyetelline isoaemphorqulnona to beaome yallon end 

gurma~ within 24 hourr; with an acaompenying dieappearanae oi 

ite ahereatarlet%a 293 ly abeorption band end appearance oi 

a band at 260 mp. 
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Isolating the Initially-formed Michael ndduot (III), 

b.p. 140-145°/0.35 mm. (nE" 1.4594; aemlaarbazone, m.p. 90- 

Ql"i Calcd. for Cl6 2, 3 5 H N 0 t C, 56.29; H, 7.97; N, 12.31. 

Found: C, 56.091 H, 7.811 N, 12.361, and attempting subse- 

quently to ayalize this purified product proved much leas 

sffiaaoioua than the direct formation of II (R=CA2CHg) by 

use of more vigorous reaction aondltlons. 
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