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Figure S1.Energy-resolved diagram of AAAWA*oxa
•+ where A* denotes the alanine having a 

CD3 side chain. The formation of ion at m/z 240 is the dominant dissociation channel and the loss 
of AAoxa (m/z 328) is always more abundant than the loss of only one alanine residue (m/z 399).  
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Figure S2. Mechanisms for the dissociation of [b5 – H]+ ion induced by the migration of a 

proton (A) from the nitrogen of the oxazolone ring and (B) from the -CH2 group of the 

tryptophan side chain. Enthalpies (Ho
0, kcal mol−1) and free energies (Go

298, in parenthesis) 
are calculated at the B3LYP/6-31++G(d,p) level. All energies are relative to the global minimum 
structure Ie.  
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