Table S 18 
Redshifts in the vibrational frequencies of the OH groups when they form OHO intramolecular hydrogen bonds in the calculated conformers of the ε and ζ isomers and in the grandinol molecule, compared in terms of the acyl group of the acceptor atom
DFT/B3LYP/6-31+G(d,p), HF/6-31G(d,p) and MP2/6-31G(d,p) results in vacuo, respectively denoted as DFT, HF and MP2 in the columns’ headings. The values are taken from table S17.



a)	OH groups forming IHBs with the sp2 O atom of an AC-ald group (acyl group with R = H)
In the ε isomers of this type, O12H17 forms only the H17···O14 IHBs. In the ζ isomers, O10H16 forms the H16···O18 IHB 	and O12H17 forms the H17···O18 IHB.

	ε isomers
	ζ isomers

	
Molecules and conformers
	
Redshifts (cm-1)

	
Molecules and conformers
	
Redshifts (cm-1)


	
	O12H17
	
	O10H16
	O12H17

	
	
DFT
	
HF

	
	
DFT
	
HF

	
DFT
	
HF


	M1‒ε-a-b-m-w-e
	860.46
	392.28
	M1‒ζ-a-b-q-w-e
	727.87
	320.47
	952.16
	420.96

	M1‒ε-a-b-m-w-d
	877.82
	399.75
	M1‒ζ-a-b-q-w-g
	728.19
	319.53
	1036.16
	429.94

	M1‒ε-a-b-m-w-g
	876.60
	399.95
	M1‒ζ-a-b-q-w-d
	1001.41
	320.39
	918.58
	421.11

	M1‒ε-a-b-m-w-f
	903.95
	413.57
	M1‒ζ-a-b-q-w-f
	698.09
	322.19
	955.28
	433.06

	M1‒ε-a-b-m-w-i
	902.24
	413.61
	M1‒ζ-a-b-q-w-h
	706.98
	323.17
	1059.71
	467.97

	M1‒ε-a-b-m-w-h
	901.37
	413.86
	M1‒ζ-a-b-q-w-i
	706.39
	318.14
	1049.72
	379.33

	M1‒ε-a-m-r-t-e
	638.15
	282.66
	M1‒ζ-c-r-z-e
	
	
	617.32
	264.89

	
	
	
	M1‒ζ-c-w-x-e
	
	
	571.87
	248.04

	
	
	
	
	
	
	
	

	M2‒ε-a-b-m-w-e
	850.89
	403.76
	M2‒ζ-a-b-q-w-e
	723.73
	323.65
	916.17
	403.55

	M2‒ε-a-b-m-w-g
	872.11
	456.40
	M2‒ζ-a-b-q-w-d
	695.45
	323.71
	998.41
	424.08

	M2‒ε-a-b-m-w-d
	866.67
	456.95
	M2‒ζ-a-b-q-w-f
	723.66
	324.46
	918.63
	413.91

	M2‒ε-a-b-m-w-f
	854.54
	434.96
	M2‒ζ-a-b-q-w-i
	698.15
	323.99
	1021.21
	426.42

	M2‒ε-a-b-m-w-h
	895.12
	474.83
	M2‒ζ-c-p-r-z-e
	
	
	628.37
	274.85

	M2‒ε-b-m-w-i
	895.62
	475.62
	M2‒ζ-c-w-z-e
	
	
	555.60
	245.48

	M2‒ε-a-m-r-z-e
	624.38
	293.67
	M2‒ζ-c-p-r-z-e
	
	
	621.94
	273.41

	M2‒ε-a-m-w-t-e
	627.87
	303.12
	M2‒ζ-c-w-v-e
	
	
	550.70
	243.84

	
	
	
	
	
	
	
	

	M3‒ε-a-b-m-w-e
	880.05
	423.61
	M3‒ζ-a-b-q-w-e
	690.59
	317.38
	939.34
	407.60

	M3‒ε-a-b-m-w-g
	899.00
	415.61
	M3‒ζ-a-b-q-w-g
	694.70
	315.42
	980.08
	387.93

	M3‒ε-a-b-m-w-d
	900.04
	416.11
	M3‒ζ-a-b-q-w-f
	691.00
	316.29
	924.91
	379.22

	M3‒ε-a-b-m-w-f
	887.73
	412.75
	M3‒ζ-a-b-q-w-d
	692.97
	312.92
	960.46
	342.31

	M3‒ε-a-b-m-w-h
	925.64
	470.31
	M3‒ζ-a-b-q-w-h
	699.67
	317.38
	1007.01
	408.66

	M3‒ε-a-b-m-w-i
	924.60
	471.13
	M3‒ζ-c-p-r-v-e
	
	
	615.94
	267.42

	M3‒ε-a-m-r-s-e
	660.90
	298.15
	M3‒ζ-c-w-v-e
	
	
	545.73
	237.70

	
	
	
	M3‒ζ-c-r-v-e
	
	
	545.22
	237.45

	
	
	
	
	
	
	
	

	M4‒ε-a-b-m-w-e
	857.22
	385.65
	M4*‒ζ-a-b-q-w-e
	607.09
	306.39
	893.00
	373.68

	M4‒ε-a-b-m-w-g
	873.00
	455.54
	M4*‒ζ-a-b-q-w-g
	609.17
	304.27
	937.10
	365.84

	M4‒ε-a-b-m-w-d
	874.61
	455.72
	M4*‒ζ-a-b-q-w-d
	614.50
	303.91
	980.28
	346.23

	M4‒ε-a-b-m-w-f
	864.07
	392.09
	M4*‒ζ-a-b-q-w-f
	607.13
	304.84
	883.52
	355.19

	M4‒ε-a-b-m-w-h
	901.33
	475.70
	M4*‒ζ-a-b-q-w-h
	611.22
	304.79
	978.89
	376.74

	M4‒ε-a-b-m-w-i
	900.93
	476.33
	M4*‒ζ-b-q-w-v-u-e
	532.98
	261.34
	
	

	M4‒ε-a-m-r-t-e
	604.57
	265.09
	M4*‒ζ-b-w-v-e
	468.43
	261.45
	
	

	M4‒ε-a-m-w-k-e
	625.14
	283.16
	M4*‒ζ-c-p-r-v-e
	
	
	665.73
	276.59

	
	
	
	M4*‒ζ-c-w-v-e
	
	
	596.74
	266.90

	
	
	
	M4*‒ζ-c-p-r-z-e
	
	
	599.01
	247.26

	
	
	
	
	
	
	
	

	M5‒ε-a-b-m-w-e
	826.81
	360.97
	M5‒ζ-a-b-q-w-e
	705.77
	323.95
	947.82
	422.45

	M5‒ε-a-b-m-w-g
	882.60
	414.38
	M5‒ζ-a-b-q-w-d
	730.83
	323.79
	1036.32
	417.94

	M5‒ε-a-b-m-w-d
	769.38
	414.62
	M5‒ζ-a-b-q-w-g
	521.30
	320.95
	694.69
	407.75

	M5‒ε-a-b-m-w-f
	872.60
	366.24
	M5‒ζ-a-b-q-w-f
	704.97
	324.66
	952.33
	426.85

	M5‒ε-a-b-m-w-i
	908.37
	433.38
	M5‒ζ-c-p-r-v-e
	
	
	623.04
	266.14

	M5‒ε-a-b-m-w-h
	906.86
	433.31
	M5‒ζ-c-w-v-e
	
	
	551.94
	235.81

	M5‒ε-a-m-r-t-e
	643.41
	252.20
	M5‒ζ-c-w-z-e
	
	
	551.29
	233.38

	
	
	
	
	
	
	
	

	M6‒ε-a-b-m-w-e
	865.66
	403.10
	M6*‒ζ-a-b-q-w-e
	698.40
	311.33
	946.09
	396.60

	M6‒ε-a-b-m-w-d
	884.52
	448.54
	M6*‒ζ-a-b-q-w-g
	702.08
	311.26
	1028.42
	415.78

	M6‒ε-a-b-m-w-g
	871.92
	450.09
	M6*‒ζ-a-b-q-w-d
	702.31
	309.64
	989.98
	382.15

	M6‒ε-a-b-m-w-f
	884.28
	407.33
	M6*‒ζ-a-b-q-w-i
	697.64
	311.99
	949.83
	402.32

	M6‒ε-a-b-m-w-h
	909.07
	424.36
	M6*‒ζ-a-b-q-w-h
	704.13
	311.36
	1023.15
	403.06

	M6‒ε-a-b-m-w-i
	912.44
	466.56
	M6*‒ζ-b-q-w-v-u-e
	641.87
	278.58
	
	

	M6‒ε-a-m-r-s-e
	649.86
	292.92
	M6*‒ζ-c-p-r-v-e
	
	
	643.48
	272.94

	M6‒ε-a-m-w-t-e
	651.92
	302.02
	
	
	
	
	

	M6‒ε-a-m-r-t-e
	648.07
	293.95
	
	
	
	
	

	
	
	
	
	
	
	
	

	M7‒ε-a-b-m-w-e
	860.94
	404.68
	M7‒ζ-a-b-q-w-e
	941.11
	424.48
	696.26
	296.27

	M7‒ε-a-b-m-w-g
	874.11
	455.10
	M7‒ζ-a-b-q-w-d
	1010.64
	449.85
	701.26
	297.97

	M7‒ε-a-b-m-w-d
	877.36
	412.64
	M7‒ζ-a-b-q-w-g
	1016.90
	453.54
	701.61
	298.32

	M7‒ε-a-b-m-w-f
	865.06
	409.64
	M7‒ζ-a-b-q-w-f
	948.97
	427.00
	693.51
	297.10

	M7‒ε-a-b-m-w-i
	903.14
	426.43
	M7‒ζ-a-b-q-w-i
	1053.67
	476.32
	703.95
	300.26

	M7‒ε-a-b-m-w-h
	903.17
	472.35
	M7‒ζ-a-b-q-w-h
	1017.33
	369.46
	703.51
	293.31

	M7‒ε-a-m-r-t-e
	665.69
	303.50
	M7‒ζ-c-p-r-z-e
	
	
	628.07
	274.27

	M7‒ε-a-m-r-s-e
	598.80
	286.28
	M7‒ζ-c-p-r-v-e
	
	
	626.80
	273.04

	M7‒ε-a-m-r-y-e
	809.29
	368.86
	M7‒ζ-c-w-z-e
	
	
	558.09
	234.95

	
	
	
	M7‒ζ-c-w-v-e
	
	
	556.63
	241.95

	
	
	
	M7‒ζ-b-q-w-z-u-e
	638.06
	261.98
	
	

	
	
	
	M7‒ζ-a-q-r-j-e
	
	
	
	

	
	
	
	
	
	
	
	

	M8‒ε-a-b-m-w-e
	859.54
	397.71
	M8*‒ζ-a-b-q-w-e
	734.57
	318.40
	949.71
	424.86

	M8‒ε-a-b-m-w-d
	876.09
	447.20
	M8*‒ζ-a-b-q-w-g
	707.44
	317.54
	1027.91
	440.07

	M8‒ε-a-b-m-w-g
	877.77
	447.95
	M8*‒ζ-a-b-q-w-d
	712.72
	317.92
	1048.30
	415.93

	M8‒ε-a-b-m-w-f
	865.45
	402.00
	M8*‒ζ-a-b-q-w-f
	702.20
	318.64
	948.40
	428.92

	M8‒ε-a-b-m-w-i
	903.50
	418.39
	M8*‒ζ-a-b-q-w-i
	709.97
	321.65
	1059.27
	474.41

	M8‒ε-a-b-m-w-h
	902.88
	418.73
	M8*‒ζ-a-b-q-w-h
	708.56
	320.91
	1056.03
	476.10

	M8‒ε-a-m-r-t-e
	639.92
	289.46
	M8*‒ζ-c-w-z-e
	
	
	547.41
	232.29

	M8‒ε-a-m-r-s-e
	645.15
	288.55
	
	
	
	
	

	M8‒ε-a-m-w-t-e
	644.44
	297.66
	
	
	
	
	

	
	
	
	
	
	
	
	

	M9*‒ε-a-b-m-w-e
	861.05
	403.80
	M9-ζ-a-b-q-w-e
	691.64
	290.39
	939.94
	397.38

	M9*‒ε-a-b-m-w-g
	878.08
	411.44
	M9‒ζ-a-b-q-w-d
	696.57
	289.78
	1010.14
	406.97

	M9*‒ε-a-b-m-w-d
	879.16
	411.68
	M9‒ζ-a-b-q-w-g
	697.84
	293.21
	1038.91
	203.03

	M9*‒ε-a-b-m-w-f
	864.95
	408.56
	M9‒ζ-a-b-q-w-f
	693.47
	291.41
	940.09
	410.46

	M9*‒ε-a-b-m-w-h
	905.60
	425.06
	M9‒ζ-c-p-r-v-e
	
	
	643.00
	247.97

	M9*‒ε-a-b-m-w-i
	902.58
	425.46
	M9‒ζ-c-p-r-z-e
	
	
	557.51
	248.75

	M9*‒ε-a-m-r-s-e
	643.15
	294.29
	M9‒ζ-c-w-v-e
	
	
	577.93
	235.33

	
	
	
	M9‒ζ-c-w-z-e
	
	
	522.69
	216.56

	
	
	
	
	
	
	
	

	M10‒ε-a-b-m-w-e
	853.76
	390.96
	M10*‒ζ-a-b-q-w-e
	692.44
	316.38
	885.93
	439.15

	M10‒ε-a-b-m-w-d
	870.16
	210.78
	M10*‒ζ-a-b-q-w-g
	695.70
	313.38
	892.41
	333.35

	M10‒ε-a-b-m-w-g
	870.92
	338.69
	M10*‒ζ-a-b-q-w-f
	690.18
	314.65
	908.48
	348.84

	M10‒ε-a-b-m-w-f
	860.47
	394.54
	M10*‒ζ-a-b-q-w-d
	681.59
	302.88
	825.81
	276.01

	M10‒ε-a-b-m-w-i
	896.75
	412.46
	M10*‒ζ-b-q-w-z-u-e
	641.91
	284.56
	
	

	M10‒ε-a-b-m-w-h
	894.73
	412.69
	M10*‒ζ-c-p-r-z-e
	
	
	643.68
	278.81

























b)	OH groups forming IHBs with the sp2 O atom of an AC-isb group (acyl group with R = isobutyl)
In the ε isomers of this type, O10H16 forms the H16···O18 IHB and O12H17 forms the H17···O18 IHB. In the ζ isomers, 
O12H17 forms only the H17···O14 IHBs. 


	ε isomers
	ζ isomers

	
Molecules and conformers
	
Redshifts (cm-1)

	
Molecules and conformers
	
Redshifts (cm-1)


	
	O10H16
	O12H17
	
	O12H17

	
	
DFT
	
HF

	
DFT
	
HF

	
	
DFT
	
HF


	
	
	
	
	
	
	
	

	M1‒ε-a-b-m-w-e
	919.71
	417.64
	860.46
	392.28
	M1‒ζ-a-b-q-w-e
	952.16
	420.96

	M1‒ε-a-b-m-w-d
	981.13
	444.14
	877.82
	399.75
	M1‒ζ-a-b-q-w-g
	1036.16
	429.94

	M1‒ε-a-b-m-w-g
	978.06
	444.35
	876.60
	399.95
	M1‒ζ-a-b-q-w-d
	918.58
	421.11

	M1‒ε-a-b-m-w-f
	1015.51
	462.60
	903.95
	413.57
	M1‒ζ-a-b-q-w-f
	955.28
	433.06

	M1‒ε-a-b-m-w-i
	1013.76
	462.61
	902.24
	413.61
	M1‒ζ-a-b-q-w-h
	1059.71
	467.97

	M1‒ε-a-b-m-w-h
	1011.87
	462.95
	901.37
	413.86
	M1‒ζ-a-b-q-w-i
	1049.72
	379.33

	M1‒ε-b-w-x-u-e
	855.31
	385.63
	
	
	M1‒ζ-a-q-r-e
	886.38
	394.28

	M1‒ε-b-m-w-y-e
	750.76
	287.87
	
	
	M1‒ζ-a-w-k-e
	869.14
	361.35

	M1‒ε-b-n-w-x-e
	732.54
	284.00
	
	
	M1‒ζ-a-p-r-e
	813.07
	340.72

	M1‒ε-c-m-w-y-e
	
	
	668.60
	273.54
	M1‒ζ-a-p-r-k-e
	841.64
	334.33

	M1‒ε-c-n-r-x-e
	
	
	840.04
	385.63
	
	
	

	M1‒ε-c-n-w-x-e
	
	
	732.24
	318.13
	
	
	

	
	
	
	
	
	
	
	

	M2‒ε-b-m-w-e
	1013.56
	417.50
	850.89
	403.76
	M2‒ζ-a-b-q-w-e
	916.17
	403.55

	M2‒ε-b-m-w-g
	1076.66
	399.35
	872.11
	456.40
	M2‒ζ-a-b-q-w-d
	998.41
	424.08

	M2‒ε-b-m-w-d
	1074.48
	399.65
	866.67
	456.95
	M2‒ζ-a-b-q-w-f
	918.63
	413.91

	M2‒ε-b-m-w-f
	1014.61
	396.92
	854.54
	434.96
	M2‒ζ-a-b-q-w-i
	1021.21
	426.42

	M2‒ε-b-m-w-h
	1108.74
	413.06
	895.12
	474.83
	M2‒ζ-a-q-r-j-e
	843.78
	369.36

	M2‒ε-b-m-w-i
	1109.81
	413.48
	895.62
	475.62
	M2‒ζ-a-w-k-e
	831.45
	342.69

	M2‒ε-b-w-x-u-e
	949.00
	371.31
	
	
	M2‒ζ-a-p-r-k-e
	778.06
	323.05

	M2‒ε-b-w-e
	820.20
	308.69
	
	
	
	
	

	M2‒ε-b-n-w-x-e
	682.42
	305.89
	
	
	
	
	

	M2‒ε-c-n-r-z-e
	
	
	854.35
	413.11
	
	
	

	M2‒ε-c-n-w-x-e
	
	
	760.97
	341.06
	
	
	

	M2‒ε-c-m-r-y-e
	
	
	779.63
	360.29
	
	
	

	
	
	
	
	
	
	
	

	M3‒ε-a-b-m-w-e
	905.48
	423.61
	880.05
	466.36
	M3‒ζ-a-b-q-w-e
	939.34
	407.60

	M3‒ε-a-b-m-w-g
	967.24
	439.94
	899.00
	415.61
	M3‒ζ-a-b-q-w-g
	980.08
	387.93

	M3‒ε-a-b-m-w-d
	967.00
	440.62
	900.04
	416.11
	M3‒ζ-a-b-q-w-f
	924.91
	379.22

	M3‒ε-a-b-m-w-f
	911.05
	418.24
	887.73
	412.75
	M3‒ζ-a-b-q-w-d
	960.46
	342.31

	M3‒ε-a-b-m-w-h
	998.43
	416.99
	925.64
	470.31
	M3‒ζ-a-b-q-w-h
	1007.01
	408.66

	M3‒ε-a-b-m-w-i
	1000.54
	417.53
	924.60
	471.13
	M3‒ζ-a-q-r-j-e
	872.10
	380.83

	M3‒ε-b-n-w-e
	732.51
	308.42
	
	
	M3‒ζ-a-w-k-e
	851.51
	350.52

	M3‒ε-b-m-w-e
	757.41
	313.87
	
	
	M3‒ζ-a-p-r-k-e
	795.48
	329.63

	M3‒ε-c-n-r-e
	
	
	867.10
	416.46
	
	
	

	M3‒ε-c-n-w-e
	
	
	781.24
	341.43
	
	
	

	M3‒ε-c-m-r-e
	
	
	787.14
	366.12
	
	
	

	M3‒ε-c-m-w-e
	
	
	704.54
	290.67
	
	
	

	
	
	
	
	
	
	
	

	M4‒ε-a-b-m-w-e
	917.78
	426.95
	857.22
	385.65
	M4*‒ζ-a-b-q-w-e
	893.00
	373.68

	M4‒ε-a-b-m-w-g
	976.40
	394.60
	873.00
	455.54
	M4*‒ζ-a-b-q-w-g
	937.10
	365.84

	M4‒ε-a-b-m-w-d
	975.40
	395.10
	874.61
	455.72
	M4*‒ζ-a-b-q-w-d
	980.28
	346.23

	M4‒ε-a-b-m-w-f
	920.17
	435.86
	864.07
	392.09
	M4*‒ζ-a-b-q-w-f
	883.52
	355.19

	M4‒ε-a-b-m-w-h
	1010.20
	407.51
	901.33
	475.70
	M4*‒ζ-a-b-q-w-h
	978.89
	376.74

	M4‒ε-a-b-m-w-i
	1009.39
	408.78
	900.93
	476.33
	M4*‒ζ-a-m-r-s-e
	895.63
	297.79

	M4‒ε-b-w-x-u-e
	837.60
	366.84
	
	
	M4*‒ζ-a-w-k-e
	881.55
	270.52

	M4‒ε-b-m-w-e
	727.46
	307.15
	
	
	M4*‒ζ-a-p-r-k-e
	768.15
	245.68

	M4‒ε-b-n-w-e
	690.88
	264.27
	
	
	
	
	

	M4‒ε-b-n-w-x-e
	703.97
	299.66
	
	
	
	
	

	M4‒ε-c-n-r-x-e
	
	
	824.67
	364.44
	
	
	

	M4‒ε-c-n-r-e
	
	
	890.97
	319.78
	
	
	

	M4‒ε-c-m-r-y-e
	
	
	777.96
	321.54
	
	
	

	M4‒ε-c-n-w-x-e
	
	
	721.37
	297.85
	
	
	

	M4‒ε-c-m-w-y-e
	
	
	672.40
	295.67
	
	
	

	
	
	
	
	
	
	
	

	M5‒ε-a-b-m-w-e
	918.87
	413.70
	826.81
	360.97
	M5‒ζ-a-b-q-w-e
	947.82
	422.45

	M5‒ε-a-b-m-w-g
	983.36
	395.26
	882.60
	414.38
	M5‒ζ-a-b-q-w-d
	1036.32
	417.94

	M5‒ε-a-b-m-w-d
	918.87
	395.32
	769.38
	414.62
	M5‒ζ-a-b-q-w-g
	694.69
	407.75

	M5‒ε-a-b-m-w-f
	923.45
	418.44
	872.60
	366.24
	M5‒ζ-a-b-q-w-f
	952.33
	426.85

	M5‒ε-a-b-m-w-i
	1020.43
	409.18
	908.37
	433.38
	M5‒ζ-a-q-r-j-e
	875.66
	376.02

	M5‒ε-a-b-m-w-h
	1017.59
	409.21
	906.86
	433.31
	M5‒ζ-a-w-k-e
	858.19
	346.81

	M5‒ε-b-w-x-u-e
	855.66
	370.25
	
	
	M5‒ζ-a-p-r-e
	810.13
	340.87

	M5‒ε-b-m-w-y-e
	760.38
	313.14
	
	
	M5‒ζ-a-p-r-k-e
	782.24
	348.03

	M5‒ε-c-q-r-x-e
	
	
	642.87
	250.64
	
	
	

	M5‒ε-c-q-w-x-e
	
	
	850.43
	356.61
	
	
	

	M5‒ε-c-n-r-x-e
	
	
	853.61
	369.22
	
	
	

	M5‒ε-c-n-w-x-e
	
	
	801.29
	309.70
	
	
	

	M5‒ε-c-m-r-y-e
	
	
	774.68
	304.67
	
	
	

	
	
	
	
	
	
	
	

	M6‒ε-a-b-m-w-e
	909.50
	406.20
	865.66
	 403.10
	M6*‒ζ-a-b-q-w-e
	946.09
	698.40

	M6‒ε-a-b-m-w-d
	969.73
	392.35
	884.52
	448.54
	M6*‒ζ-a-b-q-w-g
	1028.42
	702.08

	M6‒ε-a-b-m-w-g
	911.32
	393.07
	871.92
	450.09
	M6*‒ζ-a-b-q-w-d
	989.98
	702.31

	M6‒ε-a-b-m-w-f
	966.22
	409.74
	884.28
	407.33
	M6*‒ζ-a-b-q-w-i
	949.83
	697.64

	M6‒ε-a-b-m-w-h
	1006.00
	450.18
	909.07
	424.36
	M6*‒ζ-a-b-q-w-h
	1023.15
	704.13

	M6‒ε-a-b-m-w-i
	1004.54
	406.02
	912.44
	466.56
	M6*‒ζ-a-q-r-j-e
	896.27
	403.75

	M6‒ε-b-m-w-y-e
	743.02
	306.07
	
	
	M6*‒ζ-a-p-r-k-e
	824.22
	355.97

	M6‒ε-c-n-r-x-e
	
	
	854.22
	395.98
	
	
	

	M6‒ε-c-n-w-x-e
	
	
	762.80
	310.93
	
	
	

	M6‒ε-c-m-r-y-e
	
	
	772.51
	344.69
	
	
	

	M6‒ε-c-m-w-y-e
	
	
	687.32
	285.85
	
	
	

	
	
	
	
	
	
	
	

	M7‒ε-a-b-m-w-e
	923.62
	417.72
	860.94
	404.68
	M7‒ζ-a-b-q-w-e
	941.11
	424.48

	M7‒ε-a-b-m-w-g
	980.73
	401.22
	874.11
	455.10
	M7‒ζ-a-b-q-w-d
	1010.64
	449.85

	M7‒ε-a-b-m-w-d
	981.83
	443.30
	877.36
	412.64
	M7‒ζ-a-b-q-w-g
	1016.90
	453.54

	M7‒ε-a-b-m-w-f
	921.09
	421.48
	865.06
	409.64
	M7‒ζ-a-b-q-w-f
	948.97
	427.00

	M7‒ε-a-b-m-w-i
	1017.62
	462.73
	903.14
	426.43
	M7‒ζ-a-b-q-w-i
	1053.67
	476.32

	M7‒ε-a-b-m-w-h
	1017.50
	415.16
	903.17
	472.35
	M7‒ζ-a-b-q-w-h
	1017.33
	369.46

	M7‒ε-b-w-x-e
	913.45
	404.67
	
	
	M7‒ζ-a-q-r-j-e
	876.73
	396.60

	M7‒ε-b-m-w-y-e
	795.90
	334.35
	
	
	M7‒ζ-a-w-k-e
	860.65
	372.67

	M7‒ε-b-n-w-x-e
	775.35
	329.81
	
	
	M7‒ζ-a-p-k-r-e
	804.69
	341.03

	M7‒ε-c-n-r-x-e
	
	
	885.74
	421.52
	
	
	

	
	
	
	
	
	
	
	

	M8‒ε-a-b-m-w-e
	914.65
	408.01
	859.54
	397.71
	M8*‒ζ-a-b-q-w-e
	949.71
	424.86

	M8‒ε-a-b-m-w-d
	974.59
	391.77
	876.09
	447.20
	M8*‒ζ-a-b-q-w-g
	1027.91
	440.07

	M8‒ε-a-b-m-w-g
	972.48
	392.22
	877.77
	447.95
	M8*‒ζ-a-b-q-w-d
	1048.30
	415.93

	M8‒ε-a-b-m-w-f
	914.51
	412.03
	865.45
	402.00
	M8*‒ζ-a-b-q-w-f
	948.40
	428.92

	M8‒ε-a-b-m-w-i
	1008.04
	452.50
	903.50
	418.39
	M8*‒ζ-a-b-q-w-i
	1059.27
	474.41

	M8‒ε-a-b-m-w-h
	1010.27
	452.79
	902.88
	418.73
	M8*‒ζ-a-b-q-w-h
	1056.03
	476.10

	M8‒ε-b-w-x-u-e
	850.06
	369.47
	
	
	M8*‒ζ-a-q-r-e
	879.21
	399.44

	M8‒ε-b-m-w-y-e
	752.13
	308.25
	
	
	M8*‒ζ-a-p-r-k-e
	804.31
	346.57

	M8‒ε-b-n-w-x-e
	726.02
	298.07
	
	
	
	
	

	M8‒ε-c-n-r-x-e
	
	
	840.25
	390.97
	
	
	

	M8‒ε-c-m-r-y-e
	
	
	764.92
	340.83
	
	
	

	M8‒ε-c-n-w-x-e
	
	
	792.13
	326.06
	
	
	

	M8‒ε-c-m-w-y-e
	
	
	673.71
	281.36
	
	
	

	
	
	
	
	
	
	
	

	M9*‒ε-a-b-m-w-e
	907.97
	408.66
	861.05
	403.80
	M9-z-a-b-q-w-e
	939.94
	397.38

	M9*‒ε-a-b-m-w-g
	969.59
	435.04
	878.08
	411.44
	M9‒ζ-a-b-q-w-d
	1010.14
	406.97

	M9*‒ε-a-b-m-w-d
	967.78
	435.36
	879.16
	411.68
	M9‒ζ-a-b-q-w-f-g
	1038.91
	203.03

	M9*‒ε-a-b-m-w-f
	909.11
	413.15
	864.95
	408.56
	M9‒ζ-a-b-q-w-f
	940.09
	410.46

	M9*‒ε-a-b-m-w-h
	1000.31
	453.16
	905.60
	425.06
	M9‒ζ-a-q-r-e
	928.98
	371.41

	M9*‒ε-a-b-m-w-i
	1001.67
	453.78
	902.58
	425.46
	M9‒ζ-a-w-k-e
	914.73
	335.70

	M9‒ζ-b-q-w-v-u-e
	839.46
	369.35
	
	
	M9‒ζ-a-p-r-k-e
	851.39
	311.37

	M9*‒ε-b-n-w-x-e
	715.16
	331.07
	
	
	
	
	

	M9*‒ε-b-m-w-y-e
	741.19
	308.39
	
	
	
	
	

	M9*‒ε-c-n-r-x-e
	
	
	846.71
	405.26
	
	
	

	M9*‒ε-c-n-w-x-e
	
	
	755.77
	336.29
	
	
	

	M9*‒ε-c-m-r-y-e
	
	
	772.26
	354.47
	
	
	

	M9*‒ε-c-m-w-e
	
	
	684.53
	289.01
	
	
	

	
	
	
	
	
	
	
	

	M10‒ε-a-b-m-w-e
	903.32
	407.90
	853.76
	390.96
	M10*‒ζ-a-b-q-w-e
	885.93
	439.15

	M10‒ε-a-b-m-w-d
	965.26
	296.46
	870.16
	210.78
	M10*‒ζ-a-b-q-w-g
	892.41
	333.35

	M10‒ε-a-b-m-w-g
	962.16
	312.19
	870.92
	338.69
	M10*‒ζ-a-b-q-w-f
	908.48
	348.84

	M10‒ε-a-b-m-w-f
	908.13
	329.02
	860.47
	394.54
	M10*‒ζ-a-b-q-w-d
	825.81
	276.01

	M10‒ε-a-b-m-w-i
	999.11
	452.89
	896.75
	412.46
	M10*‒ζ-a-q-r-e
	807.92
	411.02

	M10‒ε-a-b-m-w-h
	997.90
	453.87
	894.73
	412.69
	M10*‒ζ-a-p-r-e
	719.98
	353.73

	M10‒ε-b-w-x-e
	866.88
	361.21
	
	
	
	
	

	M10‒ε-c-n-r-x-e
	
	
	856.93
	394.54
	
	
	

	M10‒ε-c-n-w-x-e
	
	
	767.99
	325.47
	
	
	

	M10‒ε-b-n-w-x-e
	
	
	717.59
	301.14
	
	
	



















c)	Redshifts of the OH groups in the calculated conformers of the grandinol molecule, in terms of the acyl group of the acceptor 


	Acceptor in AC-isb 
	Acceptor in AC-ald

	
Conformers
	
Redshifts (cm-1)

	
Conformers 

	
Redshifts (cm-1)


	
	O12H17
	
	O10H16
	O12H17

	
	
DFT
	
HF

	
	
DFT
	
HF

	
DFT
	
HF


	a-b-q-w-e
	900.91
	410.58
	a-b-q-w-e
	714.19 / 734.97
	334.11
	
	

	a-b-q-w-g
	970.31
	439.36
	a-b-q-w-g
	717.99 / 737.67
	335.66
	
	

	a-b-q-w-d
	970.30
	439.30
	a-b-q-w-d
	718.00 / 737.67
	335.69
	
	

	a-b-q-w-f
	900.56
	417.82
	a-b-q-w-f
	717.47 / 737.02
	334.75
	
	

	a-b-q-w-h
	1005.94
	458.69
	a-b-q-w-h
	719.59 / 740.45
	337.52
	
	

	a-b-q-w-i
	1005.92
	458.84
	a-b-q-w-i
	719.58 / 740.44
	337.51
	
	

	a-q-r-e
	839.61
	384.27
	c-p-r-v-e
	
	
	616.20
	272.18

	a-p-r-e
	768.46
	333.24
	c-p-r-z-e
	
	
	618.72
	271.04










d)	Ranges of the redshifts of the OH groups in the calculated conformers of the considered euglobals, in terms of the acyl group to which the acceptor belongs.
The ranges for the H17···O14 and H16···O18 IHBs consider only the conformers in which they are both present, because when only one of them is present the length increases considerably. 

	
Isomers’ pairs
	
IHB
	
Redshifts (cm-1)


	
	
	ε isomers
	ζ isomers

	
	
	
DFT
	
HF

	
DFT
	
HF


	Redshifts with the acceptor in the AC-ald group
	
	

	M1
	H17···O14
	860.46‒903.95
	392.28‒413.86
	
	

	
	H16···O18
	
	
	698.09‒1001.41
	318.14‒323.17

	
	H17···O18
	
	
	571.87–617.32
	248.04–264.89

	M2
	H17···O14
	850.89‒895.62
	403.76‒475.62
	
	

	
	H16···O18
	
	
	695.45‒723.73
	323.65‒324.46

	
	H17···O18
	
	
	550.70‒628.37
	243.84‒274.85

	M3
	H17···O14
	880.05‒925.64
	412.75‒471.13
	
	

	
	H16···O18
	
	
	690.59‒699.67
	312.92‒317.38

	
	H17···O18
	
	
	545.22‒615.94
	237.45‒267.42

	M4
	H17···O14
	857.22‒901.33
	385.65‒476.33
	
	

	
	H16···O18
	
	
	607.09‒614.50
	303.91‒306.39

	
	H17···O18
	
	
	596.74‒665.73
	247.26‒276.59

	M5
	H17···O14
	826.81‒908.37
	360.97‒433.38
	
	

	
	H16···O18
	
	
	521.30‒730.83
	320.95‒324.66

	
	H17···O18
	
	
	551.29‒623.04
	233.38‒266.14

	M6
	H17···O14
	865.66‒912.44
	403.10‒466.56
	
	

	
	H16···O18
	
	
	697.64‒704.13
	309.64‒311.99

	
	H17···O18
	
	
	643.48
	272.94

	M7
	H17···O14
	860.94‒903.17
	404.68‒472.35
	
	

	
	H16···O18
	
	
	941.11‒1053.67
	369.46‒476.32

	
	H17···O18
	
	
	556.63‒628.07
	234.95‒274.27

	M8
	H17···O14
	859.54‒903.50
	397.71‒447.95
	
	

	
	H16···O18
	
	
	702.20‒734.57
	317.54‒321.65

	
	H17···O18
	
	
	547.41
	232.29

	M9
	H17···O14
	861.05‒905.60
	403.80‒425.46
	
	

	
	H16···O18
	
	
	691.64‒696.57
	289.78‒293.21

	
	H17···O18
	
	
	522.69‒643.00
	216.56‒248.75

	M10
	H17···O14
	853.76‒894.73
	210.78‒412.69
	
	

	
	H16···O18
	
	
	681.59‒695.70
	302.88‒316.38

	
	H17···O18
	
	
	643.68
	278.81

	
	
	
	
	
	

	Redshifts with the acceptor in the AC-isb group
	
	

	M1
	H16···O18
	919.71‒1015.51
	462.95‒417.64
	
	

	
	H17···O18
	732.24‒840.04
	273.54‒385.63
	
	

	
	H17···O14
	
	
	918.58‒1059.71
	379.33‒467.97

	M2
	H16···O18
	1013.56‒1109.81
	399.35‒417.50
	
	

	
	H17···O18
	760.97‒854.35
	341.06‒413.11
	
	

	
	H17···O14
	
	
	916.17‒1021.21
	403.55‒426.42

	M3
	H16···O18
	905.48‒1000.54
	416.99‒440.62
	
	

	
	H17···O18
	704.54‒867.10
	290.67‒416.46
	
	

	
	H17···O14
	
	
	924.91‒1007.01
	342.31‒408.66

	M4
	H16···O18
	917.78‒1010.20
	394.60‒435.86
	
	

	
	H17···O18
	672.40‒890.97
	295.67‒364.44
	
	

	
	H17···O14
	
	
	883.52‒980.28
	346.23‒376.74

	M5
	H16···O18
	918.87‒1020.43
	395.26‒418.44
	
	

	
	H17···O18
	642.87‒853.61
	250.64‒369.22
	
	

	
	H17···O14
	
	
	694.69‒1036.32
	407.75‒426.85

	M6
	H16···O18
	909.50‒1006.00
	392.35‒450.18
	
	

	
	H17···O18
	687.32‒854.22
	285.85‒395.98
	
	

	
	H17···O14
	
	
	824.22‒1028.42
	355.97‒704.13

	M7
	H16···O18
	921.09‒1017.62
	401.22‒462.73
	
	

	
	H17···O18
	885.74
	421.52
	
	

	
	H17···O14
	
	
	941.11‒1053.67
	369.46‒476.32

	M8
	H16···O18
	914.51‒1010.27
	391.77‒452.79
	
	

	
	H17···O18
	673.71‒840.25
	281.36‒390.97
	
	

	
	H17···O14
	
	
	948.40‒1059.27
	415.93‒476.10

	M9
	H16···O18
	907.97‒1000.31
	408.66‒453.16
	
	

	
	H17···O18
	684.53‒846.71
	289.01‒405.26
	
	

	
	H17···O14
	
	
	939.94‒1038.91
	203.03‒410.46

	M10
	H16···O18
	903.32‒999.11
	296.46‒453.87
	
	

	
	H17···O18
	717.59‒856.93
	301.14‒394.54
	
	

	
	H17···O14
	
	
	825.81‒908.48
	276.01‒439.15

	
	
	
	
	
	

	Redshifts for the grandinol molecule
	
	

	H17···O14
	900.56‒1005.94
	410.58‒458.84
	

	H16···O18
	714.19 / 734.97‒719.59 / 740.45
	[bookmark: _GoBack]334.11‒337.52
	




