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Previous studies by Hogeveen and coworkers have established that 1,4-
dimethyl-2,3-dicarbomethoxy-7-oxabicyclo[2.2.1]hepta-2,5-diene (1) undergoes
rearrangement to 3,6-dimethyl-1,2-dicarbomethoxy-6-hydroxyfulvene (2) on treatment
with catalytic amounts of [Rh(C0),Cl], in chloroform.!»25>% In methanol the rho-
dium catalyst effects addition of methanol to 1 to afford methoxycyclohexadienol
3*; the stereochemistry of 3 was not established. Acid-catalyzed reaction of
some highly subtituted oxabicycloheptadienes with methanol also affords methoxy-
cyclohexadienol derivatives®, but the sole product isolated from the acid-catalyzed
reaction of 1 with methanol is the aromatic derivative 4*.
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In order to determine the stereochemistry of the reaction in methanol, the
conversion of 1 to 3 was repeated; and the reaction was extended to the conver-
sion of 5% and 67 to 7 and 8, respectively. All reactions were carried out as
described previously for 1% except the reactions were allowed to proceed for -

3 hr at 0-5° C.® Diene 3 was crystallized from hexane as a crystalline solid,
m.p. 90-91° C. According to NMR, 5 and 6 were quantitatively converted to dienes
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1: 'R =R' = CH; 3: R =R' = CH,
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19 and 8'°, respectively. Attempted purification by distillation or chromatog-
raphy resulted in aromatization. Treatment of 7 and 8 with CF;CO,H effected
quantitative aromatization to dimethyl 3-hydroxy-6-methylphthalate and dimethyl
3-hydroxyphthalate, respectively.

Since it is not possible to determine the stereochemistry of the hydroxy and
methoxy groups from the nmr spectrum of 7 and 8 due to uncertainty of the confor-
mation of the carbocyclic ring, the diene 8 was converted to Diels-Alder adduct 9

2 The large coupling con-

by reaction with N-phenyl-1,2,4-triazoline-3,5-dione.
stant observed for the hydrogens on the same carbons as the hydroxy and methoxy
groups (8.0 Hz) is consistent only with cis stereochemistry in the adduct and,

consequently, in 8.'? The stereochemistry in 3 and 7 is assigned cis by analogy

with 8.
Ph 0

OMe

Me0, ¢ CO,Me OH

2

The cis dihydroxy derivative 10 corresponding to 8 (MeO- replaced by HO-) was
also prepared from 6 as an oil in quantitative yield by using 1:1 H,O0/THF in place
of methanol in the [Rh(CO0)2Cl}2- catalyzed reaction.!’ Treatment of 10 with
CF,CO,H effected quantitative aromatization to a mixture of dimethyl 3- and 4-
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hydroxyphthalate.
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