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Intramolecular charge-splitting in complementary McLafferty rearrangement reaction
based on high-accurate EIMS and density functional theory

(Yokohama City University', JEOL?, Tohoku University?)
(OM.Takayama', M.Ubukata?, K.Ohshimo®, K.Nagatomo?, F.Misaizu

Short Abstract: The mechanism of intramolecular charge-splitting (charge-retention and -migration) occurring
from McLafferty rearrangement of the molecular ion M+ of methyl valerate was examined by high-accurate EIMS
and DFT calculations. The charge and spin distributions of the stable and unstable intermediates of the enol-type
molecular ion showed the presence of two different fragment ions which are produced by charge-splitting.
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Fig.1. Potential energy profile for fragmentation pathways of the enol-type molecular ion of methyl valerate.
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