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Thelow-temperatureenvironmentof a free jet expansionprovidesanexcellentlaboratoryfor probingtheconformationalbehaviour of
hydrogenbonding.Wehavereportedthefirst observationof axialandequatorialhydrogen-bondedcomplexesin thejet-cooledrotational
studiesof tetrahydropyran,pentamethylenesulphideandtrimethylenesulphidecomplexeswith HCl andHF.a b c d e Thesix-membered
ringspresenttwononbondingelectronpairsattheOor Satomsthatturnoutto benonequivalentdueto thechairconformationof thering.
Consequently, the formationof hydrogenbondsgive rise to two differentaxial andequatorialconformers.The four-memberedrings
of trimethylenesulphideand3,3-dimethyl oxetaneexecutea ring-puckeringlargeamplitudemotionwhich interconvertsvia tunneling
thetwo C� puckeredconformationsmakingequivalentthenonbondingelectronpairsat theO or S atoms.In this case,this equivalence
is broken by effect of complexation giving rise to axial andequatorialconformers.In this context we presentour last resultson the
trimethylenesulphide����� HF, 3,3-dimethyl oxetane����� HF and3,3-dimethyl oxetane����� HCl complexes.
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