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Thelow-temperaturervironmentof a free jet expansionprovidesan excellentlaboratoryfor probingthe conformationabehaiour of
hydrogenbonding.We have reportedhefirst obsenationof axialandequatoriahydrogen-bondedompleesin thejet-cooledrotational
studiesof tetralydropyran, pentametilenesulphideandtrimethylenesulphidecompleceswith HCl andHF2 ® ¢ 4 © The six-membered
ringspresentwo nonbondingelectronpairsatthe O or Satomsthatturnoutto benonequvalentdueto thechairconformatiorof thering.
Consequentlythe formation of hydrogenbondsgive rise to two differentaxial and equatorialconformers.The four-memberedings
of trimethylenesulphideand 3,3-dimetlyl oxetaneexecutea ring-pucleringlarge amplitudemotion which intercorvertsvia tunneling
thetwo C, puckeredconformationgnakingequivalentthe nonbondingelectronpairsatthe O or S atoms.In this case this equivalence
is broken by effect of complexation giving rise to axial and equatorialconformers. In this context we presentour last resultson the
trimethylenesulphide--HF, 3,3-dimetlyl oxetane--HF and3,3-dimetlyl oxetane--HCI complees.
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