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Table S1  Relative energies (Ee) (kJ mol) of the 27 adrenaline conformers considered in this work.  The AG1a energy is used as the reference.  The MP2/6-31+G* and MP2/aug-cc-pVDZ (aVDZ) energies were evaluated at the B3LYP/6-31+G* optimised geometries, whereas the MP2/DZPi energies are from full MP2/DZPi geometry optimisations.  Relative energies (E0) corrected for zero-point vibration (B3LYP/6-31+G* zero-point energies, scaled by a factor of 0.976, for the relative energies evaluated at the B3LYP-optimised geometries; unscaled MP2/DZPi zero-point energies for the relative energies calculated with MP2/DZPi) are listed in parentheses.  

	
	
	at B3LYP/6-31+G* geometry

	
	B3LYP/6-31+G*
	MP2/6-31+G*
	MP2/aVDZ

	AG1a
	0.00
	(0.00)
	0.00
	(0.00)
	0.00
	(0.00)

	GG1a
	2.43
	(3.00)
	0.43
	(1.00)
	0.49
	(1.06)

	GG1c
	4.07
	(4.36)
	2.35
	(2.64)
	2.04
	(2.33)

	AG1c
	2.29
	(2.12)
	2.62
	(2.45)
	2.41
	(2.24)

	AG1b
	3.36
	(2.99)
	3.80
	(3.43)
	2.92
	(2.54)

	GG1b
	5.61
	(5.57)
	4.12
	(4.08)
	3.10
	(3.05)

	GG1d
	5.99
	(5.98)
	4.35
	(4.34)
	3.35
	(3.34)

	AG1d
	4.16
	(3.76)
	4.60
	(4.20)
	3.85
	(3.45)

	AG3a
	4.27
	(2.83)
	5.36
	(3.91)
	5.40
	(3.95)

	AG3c
	5.88
	(4.32)
	7.13
	(5.57)
	6.84
	(5.27)

	AG3b
	5.83
	(4.25)
	7.17
	(5.59)
	7.10
	(5.52)

	AG3d
	6.26
	(4.69)
	7.57
	(6.00)
	7.33
	(5.77)

	GAa
	15.02
	(13.47)
	13.66
	(12.10)
	10.70
	(9.14)

	GAc
	16.79
	(15.01)
	15.62
	(13.83)
	12.66
	(10.88)

	GAb
	17.23
	(15.39)
	16.28
	(14.43)
	12.78
	(10.94)

	GAd
	17.95
	(16.07)
	16.86
	(14.98)
	13.59
	(11.71)

	AG3b-2
	12.97
	(10.94)
	16.42
	(14.39)
	14.35
	(12.31)

	GG2a
	23.41
	(21.47)
	19.68
	(17.75)
	16.63
	(14.70)

	GG2c
	23.83
	(21.87)
	20.61
	(18.64)
	17.13
	(15.17)

	GG2b
	24.09
	(22.05)
	20.64
	(18.60)
	17.42
	(15.38)

	AG3c-2
	16.14
	(14.72)
	20.31
	(18.88)
	17.59
	(16.16)

	GG2d
	24.70
	(22.79)
	21.42
	(19.52)
	17.85
	(15.94)

	AG3d-2
	17.07
	(15.56)
	21.32
	(19.81)
	18.05
	(16.54)

	AG2a
	18.27
	(16.15)
	20.26
	(18.14)
	18.61
	(16.49)

	AG2c
	19.53
	(17.33)
	21.80
	(19.59)
	20.09
	(17.88)

	AG2b
	19.91
	(17.59)
	22.16
	(19.83)
	20.18
	(17.85)

	AG2d
	20.61
	(18.29)
	22.92
	(20.60)
	20.96
	(18.63)


Table S2  Relative energies (Ee) (kJ mol) of the 28 pseudoadrenaline conformers considered in this work.  The PA(AG1a) energy is used as the reference.  Relative energies (E0) corrected for B3LYP/6-31+G* zero-point vibration (scaled by a factor of 0.976) are listed in parentheses.  The first row shows the relative energy of PA(AG1a) with respect to A(AG1a).  

	
	
	at B3LYP/6-31+G* geometry

	
	B3LYP/6-31+G*
	MP2/6-31+G*
	MP2/aVDZ

	EPA-EA (AG1a)
	-0.78
	(-1.07)
	0.07
	(-0.22)
	0.81
	(0.52)

	
AG1a
	0.00
	(0.00)
	0.00
	(0.00)
	0.00
	(0.00)

	
GG1a
	9.52
	(10.59)
	4.87
	(5.93)
	2.20
	(3.27)

	
AG1c
	2.24
	(2.10)
	2.57
	(2.42)
	2.39
	(2.25)

	
AG1b
	3.44
	(3.10)
	3.76
	(3.41)
	2.94
	(2.60)

	
AG1d
	4.28
	(3.93)
	4.62
	(4.26)
	3.96
	(3.61)

	
GG1c
	11.22
	(12.08)
	6.94
	(7.80)
	4.02
	(4.88)

	
GAa
	10.06
	(8.90)
	7.90
	(6.74)
	5.25
	(4.09)

	
GG1b
	12.94
	(13.47)
	8.94
	(9.47)
	5.43
	(5.96)

	
GG1d
	13.38
	(13.95)
	9.19
	(9.76)
	5.65
	(6.23)

	
GAd
	11.40
	(10.24)
	9.19
	(8.02)
	6.53
	(5.37)

	
GAb
	11.70
	(10.38)
	9.77
	(8.44)
	6.82
	(5.49)

	
GG3a
	9.71
	(8.50)
	8.52
	(7.32)
	7.22
	(6.02)

	
GAc
	12.17
	(10.80)
	10.31
	(8.93)
	7.46
	(6.09)

	
AG2a
	9.55
	(8.50)
	10.13
	(9.07)
	7.68
	(6.62)

	
AG2c
	10.94
	(9.75)
	11.69
	(10.51)
	9.16
	(7.98)

	
AG2b
	11.25
	(9.99)
	12.07
	(10.81)
	9.21
	(7.95)

	
AG2d
	12.00
	(10.75)
	12.85
	(11.60)
	10.01
	(8.75)

	
GG3c
	13.92
	(13.01)
	12.54
	(11.63)
	11.51
	(10.60)

	
GG3b
	14.52
	(13.40)
	13.22
	(12.10)
	11.51
	(10.39)

	
GG3d
	15.21
	(13.84)
	14.10
	(12.73)
	12.73
	(11.36)

	
GG2a
	20.47
	(20.14)
	16.68
	(16.35)
	13.83
	(13.50)

	
AG3a
	15.92
	(14.63)
	15.91
	(14.62)
	14.09
	(12.80)

	
GG2b
	21.37
	(20.25)
	17.91
	(16.80)
	15.04
	(13.92)

	
GG2c
	21.37
	(20.460
	18.07
	(17.16)
	15.05
	(14.14)

	
GG2d
	21.95
	(20.86)
	18.72
	(17.62)
	15.57
	(14.48)

	
AG3b
	17.65
	(16.20)
	17.86
	(16.42)
	15.68
	(14.24)

	
AG3c
	17.51
	(16.14)
	17.76
	(16.39)
	15.82
	(14.45)

	
AG3d
	17.97
	(16.60)
	18.20
	(16.83)
	16.11
	(14.74)
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