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[2.2]paracyclophane ([2.2]PCP) is an original 3D carbon architecture consisting in two benzene
rings opposite to each other and covalently linked at the para positions by CH>.—CH2 groups.! [2.2]PCP
derivatives are characterized by a high rigidity, strong -1 interactions and planar chirality (a single
substituent is enough to generate enantiomers). In the last few years, [2.2]PCP chemistry has
progressed tremendously, in terms of functionalization and applications (bio- and materials science).
However, examples of sulfur-containing building blocks remain scarce.?

We aim to present in this communication a novel, metal-free strategy providing a highly
regioselective functionalization of planar chiral sulfur-based [2.2]paracyclophanes. Our approach uses
readily accessible [2.2]PCP sulfoxides 12 and phenols as starting materials. Under the conditions of an
interrupted Pummerer reaction, an intermediate aryloxy sulfonium salt 2 is formed, which then
undergoes isomerization to generate the [2.2]PCP sulfide 3, through the creation of a [2.2]PCP-aryl
bond. This presentation will cover the optimization of reaction conditions and the exploration of the scope
and limitations of the methodology. A reaction mechanism, supported by DFT calculations, will also be
presented.*
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