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t of vibrational energy on the isomerization rea
tion of trans-stilbene in deuterated 
hloroform. We �rst ex
ite aground-state C-H stret
h overtone or a stret
h-bend 
ombination and allow vibrational relaxation to o

ur within the mole
ule beforephotoinitiating the ex
ited-state isomerization with an ultraviolet photon. On
e the stilbene mole
ule is on the ex
ited state, we monitorthe isomerization dynami
s via broadband transient absorption spe
tros
opy. We measure an ex
ited-state lifetime of 55 � 9 ps whenex
iting through the C-H stret
h overtone and a lifetime of 56 � 7 ps for ex
itation through the stret
h-bend 
ombination. The trans-stilbene ex
ited-state lifetime after single photon verti
al ex
itation is 52 � 6 ps with the total added energy being the same for allmeasurements. Unlike in gas phase studies, where vibrational motion 
an 
hange the out
ome of a 
hemi
al rea
tion, there is noobserved differen
e in the rea
tion dynami
s when ex
iting this 
ondensed phase system with a single photon versus ex
iting through aground-state vibrational mode. Intera
tions with the solvent 
ause fast vibrational relaxation on the ex
ited state, though the insensitivityof the rate to vibrational energy may also be due to ex
ess vibrational energy not being promptly partitioned into modes along theisomerization 
oordinate.


