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We have recently reported a new class ofmacrocycle, denoted prism[n]arenes, composed of n (n=5,6)methylene-
bridged naphthalene units, each with two identical alkoxy substituents (R = Me, Et, Pr) at the 2, 6 positions
[1,2]. The new molecules possess chiral planes and show high structural flexibility as well as a strong ten-
dency to encapsulate ammonium cations. Symmetric prism[n]arenes are characterised by all the methylene
bridges at the 1, 5 positions of the naphthalene units. However, a variation of this bridging pattern was ob-
tained for a 1,4-confused-prism[5]arene (c-PrS[5]Me), for which 1/5 of the naphthalene rings is bridged at the
1,4-positions. In this case, the asymmetric macrocycle is self-filled by the confused naphthalene moiety and
its two C-C bridging single bonds are aligned so that the naphthalene can rotate more freely than its PrS[5]Me
analogue.
Here we show that c-PrS[5]Me shows adaptive conformational behaviour. The X-ray structures of host-guest
complexes of c-PrS[5]Me with 1,4-dihexyl-DABCO and with n-butylammonium were obtained using syn-
chrotron radiation. A stereoselective opening of the 1,4-bridged naphthalene flap toward the homochiral con-
formation of the host, inverting its planar chirality, occurs during the complexation. X-ray studies, supported
by NMR spectra and DFT calculations, show that the homochiral complexes are stabilized by C‒H‧‧‧π interac-
tions. Furthermore, the n-butylammonium directional axle produces up/down directional isomers. Therefore,
symmetry breaking introduced by the 1,4 link in c-PrS[5]Me creates a new scenario in terms of the stereochem-
istry of these systems, characterized by an adaptive macrocycle which can open the 1,4-bridged naphthalene
flap in a stereoselective and directional manner.

Figure 1: Steroeselective insertion of ammonium guests in c-PrS[5]Me
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