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A frequenttopic in vacuumultraviolet spectroscopy is thecorrelationbetweenelectronicandnucleardegreesof freedomwhenaphoto-
electronis ejected.However, therehave beenno previousinvestigationsthathave probedthecorrelationbetweenthebendingvibration
andthe photoejectiondynamicsover a wide spectralrange. We reporton the first suchstudy. In order to acquiredataover a broad
range,weusedispersedfluorescencespectroscopy. Specifically, we reporton theinfluenceof bendingon thephotoionizationdynamics
following ejectionof an electronfrom the 3��� orbital of CO� andthe 7� orbital of N � O. Thesestudiesareperformedover a broad
spectralrange(18 eV

�
h���	��
 �

190 eV excitation energy for CO� , 16 eV
�

h���	��
 �
160 eV for N � O), andfeaturespersistover

theseextendedranges.We employ vibrationally resolveddispersedfluorescencefollowing photoionizationusingtunablesynchrotron
radiationto determinethev � = (0,1,0)/ v � = (0,0,0)vibrationalbranchingratio for CO��� B ��
 � � andN � O� A ��
 � ionic states.We
find that theextentof bendingexcitationvariesover a broadrange,andin waysthatarelargely unanticipated.Thesebranchingratios
exhibit a strongthermaldependence,andwe areableto separateout effectsdueto hot-bandexcitation from thosethat aredueto vi-
broniccoupling.Theextentoverwhich thesechangesoccurunderscorethenecessityof broadrangestudiesto elucidateslowly varying
characteristicsin molecularphotoionization(suchascontributionsfrom a continuumelectron). In theN � O study, thebranchingratio
displayschangesof a factorof two in thebranchingratio in thenearthresholdregion dueto thepresenceof shaperesonantphenomena
in this photoionizationchannel.For CO� 3��� photoionization,deviationsin thevibrationalbranchingratio persistfrom nearthreshold
to morethanan orderof magnitudeabove threshold. The dataindicatethat the continuumelectronis involved in the vibronic cou-
pling responsiblefor theobservedenergy dependencein CO� 3��� photoionization.To our knowledge,vibronic couplinginvolving a
continuumphotoelectronchannelhasnot beenreportedpreviously, andimplicationsfor futurestudiesarediscussed.
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