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Although a study on the synthesis and mechanism of formation of stralned 

benzocyclopropene 1" from 7,7-dlchlorobicyclo(4.l.O)hept-3-ene has been 

reported, 2- or 3-halobensocyclopropene 1s unknown.3 We now wish to report 

here the first synthesis of 2-chlorobenxocyclopropene (Z?), and the mechanlstlc 

study of Ita formation from 3,4,7,7-tetrachlorobicyclo(4.l.O)heptane (L).4 
Cl 

Cl Cl t- Bu OK 

Cl Cl MU*SO 

1 2 
Treatment of &_ with a four fold excess of chilledsolution of &-BuOK in 

DMSO for one hr and purification by high vacuum dlstillatlon geve 1. in ~a. 56 

yield (purity>95% by GIL!). The structural assignment of 1 was based on rts 

elemental analyses and spectral properties: Anal. Calcd for C7H5C1: C, 67.47; 

H, 4.01. Found: C, 67.45; H, 4.05; IR (neat):Umax= 1680 (aromatic double bond), 

830 and 740 (aromatic) cm -l; UV (C2H50H)hmzx = 242 (log E 3.271, 250 (log E 

3.341, 258 (log E 3.381, 266 (log E 3.32) and 270 (log E 3.24) run; NMR (CC14); 

63.26 (s, W), 7.10 (dd, lH), 7.14 (d, 1H) and 7.18 (d, IX); and MS: m/e ions 

at 124 and 126 In the ratio 3:l. We have also syntheszed and characterized 

2-bromobensocyclopropene5 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 

formatzon of 2 which can give rise to 5 by 1,5-H shift. Under the reactlon 

conditions, 6 can undergo ready dehydrochlorlnetlon via 7 to form 2. 
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Furthermore, a slmrlar dehydrochlorlnation of 3,4,7-trlchloroblcyclo(4.1.0)- 

heptane5 using 4-BuOK gave benzocyclopropene. 
1 

In support of the proposed mecha- 

nlsm we carrled out a control dehydrochlorinatson of 3,4,7-trichloroblcyclo(4.1.0) 

heptane which allowed us to Isolate and characterize the Intermediate 2-chloro- 

1,3,5-cycloheptatnene. 
6 In addition, the Isolated Intermediate on further treat- 

ment with the base provided benzocyclopropene 
1 thereby confirming the proposed 

pathway of tks lnterestlng selective transformation. 

At present the obvious synthetic utlllty o f the new route for the synthesis 

of other 2-substituted benzocyclopropenes is belng studied. 
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