Table S 4
Comparison of the energies of relevant conformers of ε/ζ isomer pairs, in terms of the presence or absence of specific intramolecular hydrogen bonds. 
DFT/B3LYP/6-31+G(d,p), HF/6-31G(d,p) and MP2/6-31G(d,p) results in vacuo from full optimization calculations, respectively denoted as DFT, HF and MP2 in the columns’ headings. 
For each pair of molecules, the table considers the following comparisons:
· lowest energy conformers, denoted with the symbol aaa after the symbol of the pair (e.g., M1-aaa, M2-aaa, etc.) in the first column; 
· lowest energy conformer resulting from the removal of the intramolecular hydrogen bond (IHB) in the acyl group with R = isobutyl, denoted with the symbol bbb after the symbol of the pair H17O14 remains in the ε isomer and H17O18 or H16O18 in the ζ isomer);
· lowest energy conformer resulting from the removal of the IHB in the acyl group with R = H, denoted with the symbol ccc after the symbol of the pair (H17O18 remains in the ε isomer and H17O14 in the ζ isomer);
· lowest energy conformer resulting from the removal of both IHBs, denoted with the symbol ddd after the symbol of the pair.
The energy difference is taken as « energy of the ε-isomer conformer minus energy of the ζ-isomer conformer ».  


	Considered comparison
	Conformer type of the ε isomer
	Conformer type of the ζ  isomer
	Energy difference (kcal mol-1)


	
	
	
	DFT
	HF
	MP2

	M1-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.544
	0.804
	-1.013

	M1-bbb
	a-m-r-t-e
	c-p-r-z-e
	1.212
	2.386
	1.323

	M1-ccc
	b-w-x-u-e
	a-q-r-e
	-0.071
	-3.384
	-3.048

	M1-ddd
	r-t-x-u-e
	r-j-z-e
	-0.008
	0.832
	-1.285

	
	
	
	
	
	

	M2-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.603
	0.808
	-0.831

	M2-bbb
	a-m-r-z-e
	c-p-r-z-e
	1.441
	2.620
	1.166

	M2-ccc
	b-w-x-u-e
	a-q-r-j-e
	-0.948
	-4.386
	-3.731

	M2-ddd
	r-t-x-u-e
	r-j-z-e
	0.224
	-1.478
	-0.327

	
	
	
	
	
	

	M3-aaa
	a-b-m-w-e
	a-b-q-w-e
	2.428
	2.099
	-0.407

	M3-bbb
	a-m-r-s-e
	c-p-r-v-e
	0.388
	2.198
	0.448

	M3-ccc
	b-m-w-e
	a-q-r-j-e
	-4.871
	-7.508
	-6.781

	M3-ddd
	m-r-k-y-e
	 r-j-v-e
	-1.721
	-1.702
	-2.256

	
	
	
	
	
	

	M4-aaa
	a-b-m-w-e
	a-b-q-w-e
	5.279
	5.191
	2.641

	M4-bbb
	a-m-r-t-e
	c-p-r-v-e
	6.450
	8.746
	4.721

	M4-ccc
	b-w-x-e
	a-m-r-s-e
	0.376
	-1.416
	-3.540

	M4-ddd
	m-r-t-e
	r-j-z-e
	2.324
	2.900
	0.625

	
	
	
	
	
	

	M5-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.839
	1.199
	-0.137

	M5-bbb
	a-m-r-t-e
	c-p-r-v-e
	1.660
	2.902
	1.566

	M5-ccc
	b-w-x-u-e
	a-q-r-j-e
	-0.276
	-3.566
	-2.350

	M5-ddd
	r-s-x-u-e
	r-j-z-e
	-0.155
	-0.207
	-0.180

	
	
	
	
	
	

	M6-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.657
	0.904
	-1.719

	M6-bbb
	a-m-r-s-e
	c-p-r-v-e
	0.000
	0.000
	5.149

	M6-ccc
	b-m-w-y-e
	a-q-r-j-e
	-0.670
	-1.378
	-2.438

	M6-ddd
	r-t-x-u-e
	r-j-z-e
	-1.589
	-2.256
	-3.016

	
	
	
	
	
	

	M7-aaa
	a-b-m-w-e
	a-b-q-w-e
	-2.405
	-1.467
	-0.402

	M7-bbb
	a-m-r-t-e
	c-p-r-z-e
	0.474
	2.757
	-1.087

	M7-ccc
	b-w-x-e
	a-q-r-j-e
	-1.665
	-1.368
	-0.753

	M7-ddd
	r-t-x-u-e
	w-k-v-u-e
	-0.113
	0.916
	-0.050

	
	
	
	
	
	

	M8-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.418
	0.619
	-1.768

	M8-bbb
	a-m-r-t-e
	c-w-z-e
	1.037
	2.091
	0.967

	M8-ccc
	b-w-x-u-e
	a-q-r-e
	2.101
	-2.301
	-3.927

	M8-ddd
	r-t-x-u-e
	p-r-k-z-u-e
	1.155
	0.720
	-1.323

	
	
	
	
	
	

	M9-aaa
	a-b-m-w-e
	a-b-q-w-e
	1.687
	1.061
	-0.375

	M9-bbb
	a-m-r-s-e
	b-p-r-v-e
	2.254
	3.887
	0.094

	M9-ccc
	b-w-x-u-e
	a-q-r-e
	0.510
	-2.141
	-3.701

	M9-ddd
	r-t-x-u-e
	r-j-z-e
	1.191
	1.526
	-0.375

	
	
	
	
	
	

	M10-aaa
	a-b-m-w-e
	a-b-q-w-e
	3.269
	5.003
	-0.236

	M10-ccc
	b-w-x-e
	a-q-r-e
	1.826
	4.688
	3.080

	M10-ddd
	r-s-x-u-e
	w-z-k-u-e
	2.571
	3.779
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