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Although a study on the synthesis and mechanism of fommation of strained

benzocyclopropenel’2

from 7,7-d10hlorobicyclo(4.1.0)hept-3—ene has been
reported, 2- or 5-halobenzocyclopropene 1s unknmm.3 We now wish to report
here the first synthesis of 2-chlorcbenzocyclopropene (2), and the mechanistic

study of 1ts formetaon from 3,4,7,7-tetrachlorobicyclo(4.1.0)heptane (;).4
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Treatment of ;l;lfh a four fold excess of chilleagéolution of 1-BuOK in
DMSO for one hr and purification by high vacuum distillation geve 2 in ca. 506k
yield (purityﬁ>95$ by GLC). The structural assignment of 2 was based on i1ts
elemental analyses and spectral properties: Anal. Calecd for C7H501: C, 67.47;
H, 4.01, Found: C, 67.45; H, 4.05; IR (neat):l’max= 1680 {eromatic double bond),
830 and 740 (aromatic) em™%; UV (C,HgOH) A |, = 242 (Llog & 3.27), 250 (log ¢
3.%34), 258 {log € 3.38), 266 (log e 3.32) and 270 (log £ 3.24) nm; NMR (0014);
53.26 (s, 2H), 7.10 (ad, 1H), 7.14 {&, 1H) and 7.18 (d, 1H); and MS: m/e ions
gt 124 and 126 in the ratio 3:1. We have also synthesized and characterized

2-—bromobenzocyclopropene5 from 3,4,7,7-tetrabromoblcyclo(4.l.O)heptane.5

We suggest the mechanism shown in Scheme for the formation of 2 from 1.
The driving force for the reaction may be the relief of strain gained by the
formation of 5 whaich cen give rise to 6 by 1,5-H shift, Under the reaction

conditions, 6 can undergo ready dehydrochlorinetion via 7 to form 2.
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Furthermore, a similar dehydrochlorination of 3,4,T7-trichlorobicyclo(4.1.0)~

5 using 1t-BuOK gsve benzoc'yclcoPrapene.:L In support of the proposed mechs-

heptane
nism we carried out a control dehydrochlorinastion of 3,4,7-trichlorobicyclo(4.1.0)
heptane which allowed us to 1solate and characterize the intermediate 2-chloro-
l,3,5—cycloheptatrlene.6 Ia addition, the 1solated intermediate on further treat-
ment with the base provided benzocyclopropenel thereby confirming the proposed
pethway of this interesting selective trensformation.

At present the obvious synthetic utility of the new route for the aynthesis

of other 2-substituted benzocyclopropenes is being studied.
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