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Summary. Oxldatlon of 2-formyl-4-methoxyphenol with thallium trlnltrate III methanol and 

trlmethylorthoformate gives 2-d~methoxymethy1-4,4-dlmethoxycyclohexa-2,5-dlenone whereas 

oxldatlon of 2-methoxycarbonyl-4-methoxyphenol gives 2-methoxycarbonyl-3,4,4-trlmethoxycyrlo- 

hexa-2-5-dlenone 

Monoketals of P-quinones are valuable as key intermedlates In several syntheses and are 

prepared by selective hydrolysis of the corresponding hlsketals or by oxldatlon of a p-alkoxy- 

phenol with thallium trlnltrate trlhydrate (TTN). 1,2,3 We report the Influence of electron 

wlthdrawlng groups such as 2-formyl and 2-methoxycarbonyl on the oxldatlon of 4-methoxyphenols 

with TTN In dry methanol and trlmethylorthoformate 

With 2-formyl-4-methoxyphenol the TTN reagent at -20' gives 2-dlmethoxymethyl-4,4- 

dlmethoxycyclohexa-2,5-drenone (1) T (CDCl3) 2 9 (1H. d, .J 3Hz), 3 2 (lH, dd. J 10 and 3Hz), 

-1 
3 7 (lH, d, J 10 Hz), 4.7 (lH, 5). 6.6 (12H, s), j, 1680 and 1660 cm 2-Formyl-4,4-di- 

methoxycyclohexa-2,5-dlenone was not obtained and selective ketal exchange with acetone In the 

presence of a trace of g-toluenesulphonlc acid gives P-dlmethoxymethylbenzoqunone (2), m p 

ao-8l0, T (CDCI~) 3 2 (1~1, 3.3 (2~),4.7 (1~) 6.6 (6~1, urnax 1660, 1610 cm-'. The unusually 

rapid acetallsatlon of a formyl group also occurs during the TTN oxldatlon 

under similar condltlons 
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From the oxidatron of methyl 2-hydroxy-5-methoxybenzoate with TTN In dry methanol and 

trrmethylorthorformate at -2Oo we were not able to Isolate 2-methoxycarbonyl-4,4-drmethoxy- 

cyclohexa-2,5-drenone (3)but Instead 2-methoxycarbonyl-3,4,4-trimethoxycyclohexa-2,5- 

drenone (5) T (CDC13) 3.5 (lH, d, J ~Hz), 3 7 (lH, d, J 8Hz) 5.9 (3H, s), 6 7 (6H, s); v 

-1 
1740. 1680, 1630 cm , M+ 242 was obtarned as a VISCOUS lrqurd (90%) In hrgh yield when two 

equrvalents of reagent were used. It 1s lrkely that the expected product (3) undergoes raprd 

conJugate addrtion of methanol followed by further oxrdatron of (4) wrth TTN 

(3) (4) (5) 
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