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Electroncapturedissociation(ECD) allows for extensie fragmentatiornof gas-phaseeptidesand proteins. A proposedmechanism
involvesformation of hydrogenatomsthat causecleavageat sitesof high H-atomaffinity.[1] Here,we examineECD of naturaland
syntheticpeptideslesignedo testthis hypothesis ECD experimentsareperformecdbon peptidesiesignedo behelicalin thegasphaseto
keephydrogenatomsgeneratedtprotonateditesatadistancdrom thesitesof cleaage) peptideschagedwith alkali cationsinsteadof
protongle.g(LHRH + 2Na)2+],peptideswith fixedchages[(Ac-Kbt-Gly5-Kbt-NH2)2+, Kbt=deriative of lysine],andpeptidesievoid
of labile hydrogeng(Ac-Sar15-Omet 2Na)2+]. The appearancef the expectedc/z ionsin thesepeptidesindicatesthat a hydrogen
atomis notneededor ECD fragmentationThepresentesultsarecomparedo previouselectrontransmissiorspectroscop/dissociatve
electronattachmenexperimentson small neutrals. A more generalmechanismninvolving direct dissociatve electronattachmenis

suggested.
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