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TheLIF excitationspectreof theS; < Sy transitionof the aniline-nitrogervanderWaals(vdW) comple have beenrecordecdhearthe
origin bandregion for a broadrangeof expansionconditions.They exhibit a doublesetof vibronic bandsjnvolving excitation of vdW
modes. The relative intensitiesof the two subsetsare dependentiponthe expansionconditions,andthesesubsetsareassignedo the
complexeswith ortho-N, andpara-N respectiely. Theinternalrotationandlibration problemwassolved assumingseparabilityof the
two internalrotationaldegreesof freedom.

Dispersecemissionspectrahave allowedto comparethe frequencieof the vibrationalmodesin the S; andS, states.The assignment
of the 55 cm™! modein S, to thefirst excited librator stateallows to rationalize by the conceptof "stabilizationby anisotrogy”, both
theanomalouslyarge spectrakbdW shift of the S; + S transition,andtheanomalouslysmallvdW shift of theionizationpotential.On
theotherhand,the"helicopter” motioncorrespondso a nearlyfreeinternalrotation.

Theseassignmentdiffer from therecentlypublishedones[SchaefelandPratt,J.Chem Phys.115,11147(2001)].



