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Table A.1. Identification of each phase for the different ABS composed of PEG 2000 + IL at 323 (± 1) K.
	Ionic Liquid
	Top
	Bottom

	[amim]Cl
	IL
	PEG

	[OHC2mim]Cl
	PEG
	IL

	[C1im]Cl
	PEG
	IL

	[C1mim]Cl
	PEG
	IL

	[C2mim]Cl
	IL
	PEG

	[C2mim][CH3CO2]
	IL
	PEG

	[C2mim][CH3SO3]
	PEG
	IL

	[C2mim][HSO4]
	PEG
	IL

	[C2mim][DMP]
	PEG
	IL



Table A.2. Partition coefficients (Kalk) and extraction efficiencies (EEalk / %) for nicotine, caffeine and xanthine in the ABS composed of PEG 2000 (≈ 53 wt%) + IL (≈ 27 wt%), at 323 (± 1) K. The average uncertainty associated to the alkaloids’ partition coefficients and extraction efficiencies is within ± 5%. The percentage extraction efficiency (EEalk / %) of each alkaloid corresponds to the ratio between the weight of the alkaloid in the IL-rich phase to the total an initial weight of alkaloid.
	Ionic Liquid
	Knic 
	EEnic / %
	Kcaf
	EEcaf / %
	Kxant
	EExant / %

	[amim]Cl
	1.64
	52.2
	0.37
	20.0
	1.14
	43.1

	[OHC2mim]Cl
	2.67
	62.8
	0.27
	14.4
	1.87
	54.2

	[C1im]Cl
	1.57
	31.4
	1.46
	56.7
	1.07
	24.0

	[C1mim]Cl
	2.19
	58.2
	2.35
	61.7
	1.28
	32.2

	[C2mim]Cl
	1.31
	55.8
	0.24
	16.1
	1.98
	62.8

	[C2mim][CH3CO2]
	1.29
	51.9
	0.20
	14.8
	3.85
	76.5

	[C2mim][CH3SO3]
	1.98
	47.0
	0.43
	15.9
	1.17
	34.3

	[C2mim][HSO4]
	2.53
	56.6
	0.44
	18.2
	0.95
	32.9

	[C2mim][DMP]
	1.60
	46.9
	0.25
	12.7
	1.31
	42.1




[bookmark: _GoBack]Table A.3. Partition coefficients (Kalk) and extraction efficiencies (EEalk / %) of nicotine and caffeine in the ABS composed of PEG 2000 (≈ 53 wt%) + [C2mim]Cl (≈ 27 wt%) and at different temperatures ( 1 K). The average uncertainty associated to the alkaloids’ partition coefficients and extraction efficiencies is within ± 5%. 
	Temperature ( 1) / K
	Knic 
	EEnic  / %
	Kcaf 
	EEcaf / %

	323
	1.31
	55.8
	0.24
	16.1

	333
	1.82
	60.7
	0.26
	18.1

	343
	1.87
	61.4
	0.26
	17.6

	353
	2.37
	65.9
	0.28
	19.2

	363
	2.45
	65.4
	0.31
	20.8
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Figure A.1. Speciation curve of caffeine as a function of pH. This content was adapted from the Chemspider chemical database [36].
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Figure A.2. Speciation curve of nicotine as a function of pH. This content was adapted from the Chemspider chemical database [36].



[image: ]

Figure A.3. Speciation curve of xanthine as a function of pH. This content was adapted from the Chemspider chemical database [36].
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Figure A.4.  Representation of ln Kalk versus 1/T.
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