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Introduction:

Benzobarrelenes are bicyclic strained olefins with interesting electronic properties and reactivity as a result of the combination of an aromatic and a barrelene framework.[1-3] Several studies on
the reactivity of this type of molecules have been reported and different synthetic strategies were developed for substituted benzo-barrelenes since the first publication on benzobicyclo[2.2.2]-
2,5,7-octatriene.[4-7] Interesting derivatives are the tetrafluorobenzobarrelenes, the coordination behavior of which were studied in detail several years ago.[8] However, only recently the
catalytic activity of these tetrafluoro-benzobarrelene derivatives was published.[9, 10] Nevertheless, efficient synthetic routes towards benzo-barrelenes bearing substituents at the aromatic
ring, which allow further functionalization are still scarce. Here we present a novel synthetic strategy towards such functionalized benzobarrelenes starting from arynes and benzenes. This Diels-
Alder type synthesis route starting from stable Grignard reagents, which allow the controlled release of arynes, gives access to a large number of achiral and chiral benzobarrelenes, respectively.
Here, the coordination behavior of these molecules as well as the functionalization of the dibromobenzobarrelenes to give carboxylic and phosphonic acid esters Is reported and the catalytic
activity of selected rhodium complexes is shown.
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