Table S1. Relative energies and radical stabilization energies (RSE)a in kcal/mol for possible 116 Da neutral losses, produced by Cβ–Cγ bond cleavage of tryptophan. The RSE values for 29 and 43 Da neutral losses from isoleucine and leucine, respectively, are also shown.
	
	Tryptophan
	Isoleucine
	Leucine

	
	

	

	

	


	
	[Ind]•-1
	[Ind]•-2
	[eth]•
	[2-prop]•

	Relative Energy
	0.0
	-29.0
	-
	-

	RSE
	-16.3b
	10.1c
	3.3d
	5.6d


a. Adopted from Ref. 58, all the energies used for the calculation of RSE in this table were evaluated at the ROMP2/6-311+G(3df,2p) // UB3LYP/6-31G(d) level of theory in combination with zero point vibrational energies calculated (scaled by 0.9806) at the UB3LYP/6-31G(d) level.
b. To be more accurate, this RSE was calculated from ΔE1 – ΔE2, in which ΔE1 is the energy change in the isodesmic reaction: [Ind]•-1 + CH2=CH2 → [1H-indole] + CH2=CH•, because the radical carbon center of CH2=CH• has similar electronic characteristics with that of [Ind]•-1. While, ΔE2 is 6.4 kcal/mol, which is the accurate value of the energy change in the isodemic reaction: CH3• + CH2=CH2 → CH4 + CH2=CH•, adopted from Ref. 58. 
c. To be more accurate, this RSE was calculated from ΔE3 – ΔE4, in which ΔE3 is the energy change in the isodesmic reaction: [Ind]•-2 + NH3 → [1H-indole] + NH2•, because the radical nitrogen center of NH2• has similar electronic characteristics with that of [Ind]•-2. While, ΔE4 is 3.4 kcal/mol, which is the accurate value of the energy change in the isodemic reaction: CH3• + NH3 → CH4 + NH2 •, adopted from Ref. 58.
d. Calculated from ΔE5, in which ΔE5 is the energy change in the isodesmic reactions: R• + CH4 → RH + CH3•.
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