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p.HotspotHost.com.Conformational
modifications of a trinitrophenol-
containing peptide variant of
triosephosphate isomerase detected by
electrospray ionization mass
spectrometry. The phenomenon of
iIntramolecular isomerization of amino
acids to yield a peptide isomer
accompanied by significant changes in
structural and conformational properties
has been studied with a peptide variant of
triosephosphate isomerase (TIM)
containing the chromogenic peptide
sequence H-His-Pro-Ala-Pro-Pro-Trp-OMe-
OH (HPAAPW). The peptide has been
obtained in two different enantiomeric
states: (R)-HPAAPW isomer (R-HPAAPW)
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and (S)-HPAAPW isomer (S-HPAAPW) by
the use of a covalently bound chiral
support in the Strecker synthesis. Due to
a higher population of the isomeric form,
higher yields of the isomer with the
(R)-configuration have been observed,
leading to the question of an apparent
enantioselectivity of the isomerization.
Upon collision-induced dissociation (CID),
the intact R-HPAAPW and S-HPAAPW
Isomers undergo significant changes in
their conformational structures leading to
the appearance of new (minor) mass
spectrometric signals for fragment ions
(but not for cross-ring cleavage ions) that
correspond to loss of a trinitrophenol
(TNP) moiety (PNP ion, m/z 413, [M-
TNP]+, for R-HPAAPW; and PNP ion, m/z
411, [M-TNP]+, for S-HPAAPW). This
results in a dramatic increase in the
amount of TNP-related ion (m/z 413)
relative to the parent ion of each isomer.
Therefore, the new ions arising from loss
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of the TNP moiety can be considered as
good markers for detection of the
Isomerization process in low enantiomeric
excess ratios by CID. The combination of
electrospr
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