
INTRAMOLECULAR CHARGE TRANSFER DYNAMICS OF 4-(DIMETHYLAMINO)BENZONITRILE: ULTRA-FAST BRANCHING FOLLOWED BY A TWO-FOLD DECAY MECHANISMPEDRO B. COTO, LUIS SERRANO-ANDRÉS, Instituto de Cienia Moleular (ICMOL), Universitatde Valénia, P.O. Box 22085, ES-46071, Valenia, Spain; THOMAS GUSTAVSSON, Laboratoire Fran-is Perrin, CEA/DSM/DRECAM/SPAM-CNRS URA 2453 CEA/Salay, 91 191 Gif-sur-Yvette, Frane;TAKASHIGE FUJIWARA, and EDWARD C. LIM, Department of Chemistry and The Center for Laser andOptial Spetrosopy, The University of Akron, Akron OH 44325-3601.4-(Dimethylamino)benzonitrile (DMABN) is a paradigm moleule system that exhibits dual �uoresene and intramoleular hargetransfer (ICT) in polar solvents. Although numbers of different experimental and theoretial methods have been arried out to date foreluidating the basi mehanism of its energy relaxation, there are still some ruial problems that remain unanswered.The time-resolved transient absorption and time-resolved �uoresene uponversion will be presented, as ombined with ab initioCASPT2//CASSCF alulations, whih indiate that a more omplex mehanism may be suggested in the ICT reation in a polarenvironment. A sheme of ultrafast branhing relaxation followed by two-fold deay is proposed in whih, whereas the fully twistedICT (TICT) state is responsible for the transient absorption, a distint partially twisted ICT (pTICT) struture is for the �uoresent ICTstate, both displaying learly different deay rates.


