Table S4. Potential energy barriers (kcal/mol) for N-Acetylproline methylamide isomerization at the B3LYP/6-31G(d) level of theory and with the Amber99 force field.
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	trans180↔TS2/TS4↔ cis180
	2.1
	
	0.7
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	trans0↔TS1↔ cis0
	13.3
	16.1
	11.2
	14.8

	trans180↔TS2↔ cis180
	18.1
	16.0
	14.4
	13.7

	trans0↔TS3↔ cis0
	14.0
	16.7
	14.2
	17.8

	trans180↔TS4↔ cis180
	23.7
	21.7
	20.4
	19.7


a) Potential energy differences between trans and cis minima.

b) Potential energy barrier in trans-to-cis direction

c) Potential energy barrier in cis-to-trans direction
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