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Fig.2. "H-NMR spectra of 1-fluoro-1H-cyclopropa [ a]naphthalenium ion 3:

a) undecoupled; b) decoupled at H-C(3).

130.7 (C(4), C(5), C(6)). As is the case with
other cycloproparenes, the tertiary carbon
atom adjacent to the cyclopropene ring
(C(2)) resonates at ca. 10-15 ppm higher
field than all others. By analogy the highest
lying quaternary resonance line is assigned
to C(7a).

Attempts to ionize 1a to the cation 3 met
only with limited success. When a cooled
CD,Cl, solution containing 1a was added
to fluorosulfonic acid at — 78°C, a dark
orange solution was obtained. 'H- and “F-

NMR spectra of this solution are con-
sistent with the structure of the fluoro ca-
tion 3. The YF-NMR spectrum (recorded
at — 50°C, 100 MHz) shows a doublet at
0 =289 downfield from C/F, with
J(H,F)= 8.5 Hz. Other fluorocycloprop-
arenium ions have F-resonances at
6 = 101" and 108™ and H, F couplings of
9 and 10 Hz, respectively. In the 'H-NMR
spectrum of 3 the signals are shifted down-
field into the range of 6 =79 to 9.5
(Fig.2). Partial decomposition of the sam-
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ple precludes detailed analysis of the spec-
trum. However, the lines of H-C(2)
(6 =17.98, t) and H-C(3) (§ = 9.43, d) can
be assigned on the grounds of decoupling
experiments. Thus the signal at 6 = 7.98
collapses to a doublet upon F-decoupling
with J(AB) =8 Hz, and a doublet with
J (H,F) = 8.5 Hz is obtained upon irradia-
tion of the signal of H-C(3) at d = 9.43.
Additional evidence for the intermediacy
of 1-fluoro-1H-cyclopropa [a]naphthalen-
ium ion 3 is provided by the previously!”
reported reaction of la with methanol,
which leads to a mixture of methyl 1- and
2-naphthoate. Similarly, acid catalyzed
methanolysis of 1b afforded methyl 1-
naphthoate (10%) and the 2-isomer
(44%).
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