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Typical fragmentation
1M1 — | characteristics of singly
charged Ang 11 is the selectie
. |formation of the y7 fragment
” I ion. This proceeds via a
charge-remote mechanism
because the charge is solvated
on the Asp residue.®
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» Data Interpretation

= Caused by the opening of it selective

Y= _|[MH+30]*-45

Results

AngII + O Adduct (1062 m/z)

« Charge-remote mechanism
» Because of their similar gas phase
acidities (GA), it is alleged that the
maodified Tyr residue mlmi:s the Asp
residue in the uni

g
.‘* GA = 341.5+2.0 kcal/mal (8)

(S\GA- 338,342.0 kealjmal (7)
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Addition of oxygen to the Tyr e

AngII +30 Adduct (1094 m/z)

Addition of 3 cxygen atoms
30T the His residue results in
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= Addition of oxygen by ozonolysis destabllizes the parent Iun

= E, increases slightly with
* AS* increases with axidation
» New fragmentation pathways have “looser” transition states

= The shift to lower collision energles is entirely due to the entropy effect (increasing pre-exponential factor).

a=n MO residue promotes selective e S I35 —sf | tinle losses to the modified
formation of the b, fragment ion. "" R, side chain and the selective
Presumably, the charge is still : [ formation of the by lon upon
Iecalized on the Arg residue and [ 3] 5% fragmentation. This suggests
b0 %40 | the modified Tyr residue is acting the charge is localized on the
like the Asp residue does under a x;)’-‘\ rodified His residue.
]l normal circumstances. L
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Charge-directed mechanisms
sComparison of model
compounds suggests that the
maodified His has a proton
affinity in the range of Arg.
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J\ 233,543.0 kealfmal (3)
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= Acetylation results in a significant L)
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Modified His degradation pathway
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Results of RRKM modeling of the parent ion
survival curves

EMSL FT-1CR Mass Spectrometer
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= Accurate mass measurement was used to verify that the

oxidation prod
addition of 1 oxygen atom (1062.5391 m/z), 3 oxygen atoms {lﬂmf:),
{1110.4813 m/z) :

* [MH+0]* selectively fragments to form the b4+0 jon due to oxidation to the Tyr residue
* Modified Tyr acts like Asp allowing for charge-remote mechanisms, suggestin
oxidation takes place in the meta position relative to the Tyr hydroxyl group.

* [MH+30]* fragments mainly via charge-
His residue
+ Both His degradation pathways and the formation of the b5 ion suggest that the oxidized His
residue competes for charge with Arg

rected fragmentation pathways induced by the oxidized

+ [MH+40]* shows fragmentation properties of both the [MH+30]* and [MH+40]" adducts

+ Parent ion survival curves were analyzed using an RRKM approach
= Shifts of survival curves to lower collision energies result from increase in reaction entropy
= Charge-directed dissociation pathways induced by oxidized His are associated with more
positive entropy effects than charge-remote fragmentation
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= The dramatic shift with addstion of 3 and 4 oxygen atoms may result from a shift from charge-remote to charge-directed fragmentation pathways.

E, is the threshold energy, A5 is the entrogy change for the transition state at 450 K, 4
s the pra-exponential factor at 450 K, T-V % is the percentage of the ion's kinetic energy
converted to internal energy upon collision, and k., i the radiatve decay mte.




