[bookmark: _Toc131161916][bookmark: _GoBack]Table S2: Summary of analytical conditions of DI-LC-MS/MS and SBSE-GC-MS/MS methods
· DI-LC-MS/MS: direct injection liquid chromatography coupled with tandem mass spectrometry
	DI-LC-MS/MS
	Operating conditions

	Column
	XSelect HSS T3, 150 x 2.1 mm, 2.5 µm (Waters) with pre-column XSelect HSS T3, 5 x 2.1 mm, 2.5 µm (Waters)

	Oven temperature
	30°C

	Sample temperature 
	10°C

	Solvent flush 
	Water / mix 25% water, 25% MeOH, 25% AcN, 25% Isopropanol

	Injection volume
	100 μL

	Solvents
	Water + 0.1% formic acid (A) 
AcN + 0.1% formic acid (B)

	Gradient 
	90% A during 0.5 min, then 100% B at 8 min (0% A) until 10 min, 90% A at 10.5 min until 13 min
Total run time 13 min

	Flow
	300 μL/min

	Ionisation parameters
	Electospray ionisation: switch ESI+/ESI- 
Ion spray voltage: +5500V/-4500V
Source temperature: 300°C
Curtain gas flow: 35 au
Ion source gas 1: 40 au
Ion source gas 2: 50 au






Table A: MS/MS fragmentation parameters and retention times of the direct injection LC-MS/MS method for compounds analysed in MRM ESI+, first run 
	Transition
	RT (min)
	Q1
	Q3
	DP (V)
	EP (V)
	CE (V)
	CXP (V)

	13C-DEDIA-1
	2.8
	149.0
	105.8
	16
	10
	27
	14

	15N-DPC-1
	2.6
	148.0
	67.0
	81
	10
	49
	10

	2,6 dichlorobenzamide-1
	5.1
	190.1
	172.9
	50
	10
	25
	13

	2,6 dichlorobenzamide-2
	5.1
	190.1
	145.0
	50
	10
	40
	13

	6 chloronicotinic acid-1
	5.2
	157.9
	122.1
	81
	10
	25
	8

	6 chloronicotinic acid-2
	5.2
	157.9
	78.0
	81
	10
	33
	8

	Acetamiprid-1
	5.5
	222.9
	126.0
	51
	10
	29
	14

	Acetamiprid-2
	5.5
	222.9
	98.9
	51
	10
	53
	10

	Acetochlor-1
	8.4
	270.1
	223.9
	61
	10
	13
	16

	Acetochlor-2
	8.4
	270.1
	148.1
	61
	10
	27
	10

	Atrazine-1
	6.9
	216.1
	174.0
	86
	4.5
	23
	4

	Atrazine-2
	6.9
	216.1
	104.1
	86
	4.5
	39
	4

	Bentazon-methyl-1
	7.8
	254.9
	213.0
	61
	10
	17
	14

	Bentazon-methyl-2
	7.8
	254.9
	149.1
	61
	10
	29
	14

	Benzamide-1
	4.5
	122.0
	77.0
	95
	10
	33
	13

	Benzamide-2
	4.5
	122.0
	79.0
	95
	10
	19
	13

	Boscalid-1
	7.9
	343.0
	307.0
	111
	10
	29
	20

	Boscalid-2
	7.9
	343.0
	140.0
	111
	10
	29
	12

	Carbofuran-3-OH -1
	5.2
	237.9
	181.1
	41
	10
	15
	10

	Carbofuran-3-OH -2
	5.2
	237.9
	163.0
	41
	10
	21
	16

	CGA 37735-1
	5.4
	194.0
	136.1
	61
	10
	21
	12

	CGA 37735-2
	5.4
	194.0
	148.0
	61
	10
	21
	12

	CGA 50267-1
	6.4
	208.0
	135.0
	61
	10
	22
	13

	CGA 50267-2
	6.4
	208.0
	120.0
	61
	10
	41
	13

	Chloridazon-1
	5.3
	222.0
	104.0
	91
	10
	31
	8

	Chloridazon-2
	5.3
	222.0
	92.0
	91
	10
	33
	10

	Chlorotoluron-1
	6.7
	213.1
	72.0
	74
	6
	33
	4

	Chlorotoluron-2
	6.7
	213.1
	46.2
	74
	6
	27
	4

	Chlorpyrifos-Et-1
	9.9
	350.3
	96.9
	151
	10
	37
	12

	Chlorpyrifos-Et-2
	9.9
	350.3
	198.0
	151
	10
	25
	14

	Chlorthiamid-1
	6.4
	205.9
	118.9
	76
	10
	55
	6.5

	Chlorthiamid-2
	6.4
	205.9
	154.0
	76
	10
	45
	7

	Clothianidine-1
	5.2
	250.0
	169.0
	71
	10
	19
	14

	Clothianidine-2
	5.2
	250.0
	131.9
	71
	10
	23
	12

	D10-Simazine-1
	6.2
	212.0
	137.1
	66
	10
	29
	10

	D3-chlothianidin-1
	5.2
	252.9
	131.9
	116
	10
	23
	10

	D3-MeDPC-1
	3.7
	162.9
	88.0
	96
	10
	41
	8

	D3-thiamethoxam-1
	4.9
	295.0
	214.1
	81
	10
	19
	18

	D4-Boscalid-1
	7.9
	347.0
	311.1
	116
	10
	31
	22

	D4-imidacloprid-1
	5.4
	260.0
	213.1
	61
	10
	23
	14

	D5-Atrazine-1
	6.9
	221.1
	179.1
	121
	10
	25
	16

	D5-DIA-1
	4.7
	179.0
	100.9
	101
	10
	27
	10

	D6-chlorpyrifos Me-1
	9.1
	327.9
	130.9
	76
	10
	31
	10

	D6-DEA-1
	5.3
	194.1
	147.1
	66
	10
	27
	10

	D6-Dimethoate-1
	5.4
	235.9
	205.0
	61
	10
	15
	22

	D6-Isoproturon-1
	6.9
	213.1
	78.1
	86
	10
	25
	10

	D6-Metolachlor-1
	8.5
	290.1
	258.2
	171
	10
	21
	20

	D6-Omethoate-1
	3.7
	219.9
	189.0
	46
	10
	15
	10

	D6-Tebuconazole-1
	8.0
	314.1
	72.1
	101
	10
	53
	10

	DEA-1
	5.3
	188.1
	145.9
	100
	10
	25
	15

	DEA-2
	5.3
	188.1
	104.0
	100
	10
	33
	6.5

	DEA-OH 1
	2.6
	170.0
	128.0
	60
	10
	31
	13

	DEA-OH 2
	2.6
	170.0
	86.0
	60
	10
	23
	13

	DEDIA-1
	2.8
	146.0
	78.9
	106
	10
	25
	10

	DEDIA-2
	2.8
	148.1
	81.0
	106
	10
	25
	10

	Desmethyl isoproturon-1
	6.5
	193.0
	136.0
	40
	10
	22
	13

	Desmethyl isoproturon-2
	6.5
	193.0
	94.0
	40
	10
	32
	13

	DIA-1
	4.7
	174.0
	103.9
	106
	10
	31
	12

	DIA-2
	4.7
	174.0
	68.0
	106
	10
	37
	8

	DIA-OH-1
	2.1
	156.1
	69.0
	61
	10
	35
	32

	DIA-OH-2
	2.1
	156.1
	86.1
	61
	10
	21
	8

	Didesmethyl isoproturon-1
	6.1
	179.0
	137.1
	106
	10
	19
	10

	Didesmethyl isoproturon-2
	6.1
	179.0
	94.1
	106
	10
	31
	8

	Dimethachlor-1
	7.3
	256.0
	224.2
	64
	10.5
	19
	6.5

	Dimethachlor-2
	7.3
	256.0
	148.0
	64
	10
	33
	6

	Dimethenamid-1
	7.9
	275.9
	244.1
	16
	10
	19
	16

	Dimethenamid-2
	7.9
	275.9
	168.0
	16
	10
	35
	20

	Dimethoate-1
	5.5
	230.0
	198.9
	51
	10
	13
	14

	Dimethoate-2
	5.5
	230.0
	124.9
	51
	10
	29
	16

	DPC-1 
	2.2
	146.0
	117.0
	290
	10
	30
	8

	Fenthion oxon sulfone-1
	5.6
	295.0
	217.1
	101
	10
	27
	14

	Fenthion oxon sulfone-2
	5.6
	295.0
	78.0
	101
	10
	53
	10

	Fenthion oxon sulfoxide-1
	4.9
	279.0
	264.0
	76
	10
	25
	20

	Fenthion oxon sulfoxide-2
	4.9
	279.0
	104.0
	76
	10
	37
	10

	Fenthion oxon-1
	7.0
	262.9
	231.0
	116
	10
	23
	18

	Fenthion oxon-2
	7.0
	262.9
	216.0
	116
	10
	33
	14

	Fenthion sulfone-1
	7.2
	310.9
	125.0
	101
	10
	27
	10

	Fenthion sulfone-2
	7.2
	310.9
	139.0
	101
	10
	37
	10

	Fenthion sulfoxide-1
	6.4
	295.0
	280.0
	111
	10
	25
	20

	Fenthion sulfoxide-2
	6.4
	295.0
	109.0
	96
	10
	41
	14

	Fenthion-1
	8.8
	278.9
	246.9
	71
	10
	17
	18

	Fenthion-2
	8.8
	278.9
	169.1
	71
	10
	23
	12

	Flufenacet-1
	8.3
	364.0
	152.0
	91
	10
	27
	14

	Flufenacet-2
	8.3
	364.0
	194.1
	91
	10
	15
	16

	Imidacloprid olefin-1
	4.8
	254.0
	205.1
	56
	10
	21
	18

	Imidacloprid olefin-2
	4.8
	254.0
	171.0
	56
	10
	27
	18

	Imidacloprid urea-1
	4.8
	211.9
	127.9
	101
	10
	27
	10

	Imidacloprid urea-2
	4.8
	211.9
	125.9
	101
	10
	35
	14

	Imidacloprid-1
	5.4
	255.9
	175.1
	66
	10
	29
	14

	Imidacloprid-2
	5.4
	255.9
	209.1
	66
	10
	23
	14

	Isoproturon-1
	6.9
	207.2
	72.1
	86
	4
	29
	4

	Isoproturon-2
	6.9
	207.2
	165.2
	86
	10.5
	19
	6.5

	MeDPC-1
	3.7
	160.0
	87.9
	61
	10
	39
	10

	MeDPC-2
	3.7
	160.0
	130.0
	61
	10
	33
	12

	Metazachlor-1
	7.3
	278.1
	210.1
	58
	3.5
	15
	4

	Metazachlor-2
	7.3
	278.1
	134.2
	58
	3.5
	27
	4

	Metazachlor OXA-1
	5.1
	274.0
	134.3
	71
	10
	27
	8

	Metazachlor OXA-2
	5.1
	274.0
	162.0
	71
	10
	11
	10

	Metsulfuron-methyl-1
	6.4
	382.0
	167.0
	86
	10
	23
	14

	Metsulfuron-methyl-2
	6.4
	382.0
	141.0
	86
	10
	21
	10

	MMTA-1
	2.3
	140.9
	57.0
	66
	10
	25
	10

	MMTA-2
	2.3
	140.9
	85.0
	66
	10
	23
	10

	Omethoate-1
	3.7
	213.9
	183.0
	66
	10
	15
	16

	Omethoate-2
	3.7
	213.9
	108.9
	66
	10
	37
	14

	Prosulfocarb-1
	9.5
	252.3
	91.1
	71
	10
	35
	14

	Prosulfocarb-2
	9.5
	252.3
	128.1
	71
	10
	17
	14

	Metolachlor-1
	8.5
	284.1
	252.1
	101
	10
	21
	18

	Metolachlor-2
	8.5
	284.1
	176.2
	101
	10
	35
	14

	TCP-1
	7.1
	197.9
	107.0
	56
	10
	43
	8

	TCP-2
	7.1
	197.9
	134.0
	56
	10
	31
	10

	Tebuconazole-1
	8.0
	308.1
	70.1
	61
	10
	39
	4

	Tebuconazole-2
	8.0
	308.1
	125.0
	61
	10
	51
	4

	Terbumeton desethyl-1
	4.8
	198.1
	142.1
	36
	10
	23
	10

	Terbumeton desethyl-2
	4.8
	198.1
	86.0
	36
	10
	33
	10

	Terbumeton-1
	5.7
	226.0
	170.2
	56
	11.5
	23
	6.5

	Terbumeton-2
	5.7
	226.0
	114.0
	56
	10
	35
	6

	Terbuthylazine-desethyl-OH-1
	3.8
	184.0
	128.1
	81
	10
	21
	10

	Terbuthylazine-desethyl-OH-2
	3.8
	184.0
	86.1
	81
	10
	35
	10

	Terbuthylazine desethyl-1
	6.3
	202.0
	146.0
	46
	10
	23
	16

	Terbuthylazine desethyl-2
	6.3
	202.0
	103.9
	46
	10
	37
	12

	Terbuthylazine hydroxy-1
	4.7
	212.1
	156.1
	51
	10
	21
	12

	Terbuthylazine hydroxy-2
	4.7
	212.1
	69.0
	51
	10
	49
	8

	Terbuthylazine-1
	7.7
	230.1
	174.1
	81
	11.5
	23
	6.5

	Terbuthylazine-2
	7.7
	230.1
	104.1
	86
	7.5
	41
	4

	Terbutryn-1
	7.1
	242.0
	186.1
	41
	10
	27
	14

	Terbutryn-2
	7.1
	242.0
	68.0
	41
	10
	61
	8

	Thiamethoxam-1
	4.9
	292.0
	211.1
	66
	10
	17
	16

	Thiamethoxam-2
	4.9
	292.0
	180.9
	66
	10
	31
	22

	TZMU-1
	4.5
	205.9
	131.9
	61
	10
	23
	16

	TZMU-2
	4.5
	205.9
	174.9
	61
	10
	25
	18


RT: retention time (min) – Q1: parent ion – Q3: fragment ion – DP: declustering potential – EP: entrance potential – CE: collision energy – CXP: cell exit potential. Transition of quantification: -1; transition of confirmation: -2.

Table B: MS/MS fragmentation parameters and retention times of the direct injection LC-MS/MS method for compounds analysed in MRM ESI-, first run 
	ID
	RT (min)
	Q1
	Q3
	DP (V)
	EP (V)
	CE (V)
	CXP (V)

	13C-15N-Fipronil - 1
	8.5
	441.0
	336.0
	-30
	-10
	-24
	-17

	13C6-Saccharin - 1
	4.1
	187.9
	42.0
	-130
	-10
	-54
	-15

	Acetochlor OXA-1
	5.6
	264.0
	146.2
	-30
	-10
	-14
	-15

	Acetochlor OXA-2
	5.6
	264.0
	144.3
	-30
	-10
	-34
	-15

	Alachlor OXA-1
	5.6
	264.0
	159.9
	-15
	-10
	-16
	-15

	Alachlor OXA-2
	5.6
	264.0
	158.1
	-15
	-10
	-36
	-13

	Alachlor-acetochlor ESA-1
	5.4
	314.0
	80.0
	-135
	-10
	-52
	-15

	Alachlor-acetochlor ESA-2
	5.4
	314.0
	120.9
	-135
	-10
	-30
	-13

	Bentazon-1
	6.8
	239.0
	132.0
	-100
	-10
	-38
	-4

	Bentazon-2
	6.8
	239.0
	175.0
	-100
	-10
	-28
	-6

	CGA 357704-1
	5.5
	278.0
	206.0
	-45
	-10
	-18
	-15

	CGA 357704-2
	5.5
	278.0
	162.0
	-45
	-10
	-26
	-15

	CGA 368208-1
	4.7
	256.0
	79.8
	-145
	-10
	-58
	-11

	CGA 368208-2
	4.7
	256.0
	120.8
	-145
	-10
	-28
	-11

	CGA 50720-1
	5.4
	206.0
	134.1
	-60
	-10
	-14
	-11

	D3-2,4 D -1
	6.9
	221.9
	163.8
	-25
	-10
	-20
	-17

	D3-alachlor ESA-1
	5.4
	316.9
	79.8
	-55
	-10
	-66
	-11

	D3-alachlor OA-1
	5.6
	266.9
	160.0
	-45
	-10
	-16
	-13

	D3-Mecoprop-1
	7.3
	216.0
	144.0
	-60
	-10
	-18
	-11

	D5-acetochlor ESA-1
	5.4
	319.0
	79.9
	-135
	-10
	-66
	-11

	D5-acetochlor OA-1
	5.6
	269.0
	146.0
	-50
	-10
	-16
	-11

	D6-Bentazon-1
	6.8
	245.0
	131.9
	-40
	-10
	-36
	-15

	Dimethachlor ESA-1
	4.8
	300.0
	80.0
	-25
	-10
	-66
	-13

	Dimethachlor ESA-2
	4.8
	300.0
	120.9
	-25
	-10
	-30
	-15

	Dimethachlor OXA-1
	5.5
	250.0
	178.0
	-50
	-10
	-26
	-19

	Dimethachlor OXA-2
	5.5
	250.0
	146.0
	-50
	-10
	-22
	-15

	Dimethenamid ESA-1
	5.0
	319.9
	80.0
	-50
	-10
	-66
	-9

	Dimethenamid ESA-2
	5.0
	319.9
	120.7
	-50
	-10
	-30
	-17

	Dimethenamid OXA-1
	5.9
	269.9
	198.0
	-50
	-10
	-16
	-7

	Dimethenamid OXA-2
	5.9
	269.9
	166.0
	-50
	-10
	-24
	-11

	Fipronil desulfinyl-1
	8.6
	386.9
	350.9
	-110
	-10
	-20
	-23

	Fipronil desulfinyl-2
	8.6
	386.9
	281.9
	-110
	-10
	-44
	-19

	Fipronil sulfide-1
	8.9
	418.8
	261.9
	-120
	-10
	-40
	-17

	Fipronil sulfide-2
	8.9
	418.8
	382.8
	-120
	-10
	-18
	-27

	Fipronil sulfone-1
	8.8
	450.8
	414.9
	-65
	-10
	-24
	-21

	Fipronil sulfone-2
	8.8
	450.8
	281.9
	-65
	-10
	-38
	-19

	Fipronil-1
	8.5
	434.9
	329.9
	-110
	-10
	-22
	-21

	Fipronil-2
	8.5
	434.9
	249.9
	-110
	-10
	-38
	-17

	Flufenacet ESA-1
	4.9
	274.1
	121.0
	-25
	-10
	-28
	-11

	Flufenacet ESA-2
	4.9
	274.1
	79.9
	-25
	-10
	-54
	-29

	Flufenacet OXA -1
	5.1
	224.0
	152.0
	-20
	-10
	-15
	-10

	Flufenacet OXA -2
	5.1
	152.0
	136.0
	-90
	-8
	-17
	-10

	MCPA-1
	6.9
	199.0
	141.0
	-65
	-10
	-20
	-12

	MCPA-2
	6.9
	201.0
	143.0
	-65
	-10
	-20
	-12

	Metazachlor ESA-1
	4.8
	322.0
	77.0
	-65
	-10
	-52
	-11

	Metazachlor ESA-2
	4.8
	322.0
	79.6
	-65
	-10
	-76
	-19

	Metolachlor ESA-1
	5.3
	328.1
	79.8
	-135
	-10
	-72
	-11

	Metolachlor ESA-2
	5.3
	328.1
	121.0
	-135
	-10
	-30
	-13

	Metolachlor OXA-1
	6.7
	278.1
	206.1
	-65
	-10
	-14
	-13

	Metolachlor OXA-2
	6.7
	278.1
	174.1
	-65
	-10
	-22
	-15

	Saccharin-1
	4.1
	181.9
	41.9
	-150
	-10
	-58
	-19

	Saccharin-2
	4.1
	181.9
	105.9
	-150
	-10
	-26
	-13

	Metolachlor NOA-1
	5.1
	327.9
	205.9
	-30
	-10
	-22
	-17

	Metolachlor NOA-2
	5.1
	327.9
	256.0
	-30
	-10
	-28
	-21


RT: retention time (min) – Q1: parent ion – Q3: fragment ion – DP: declustering potential – EP: entrance potential – CE: collision energy – CXP: cell exit potential. Transitions of quantification: -1; transitions of confirmation: -2.

Table C: MS/MS fragmentation parameters and retention times of the direct injection LC-MS/MS method for compounds analysed in MRM ESI+, second run 
	ID
	RT (min)
	Q1
	Q3
	DP (V)
	EP (V)
	CE (V)
	CXP (V)

	13C-DEDIA-1
	2.6
	149.0
	105.8
	16
	10
	27
	14

	Acetamiprid-N-desmethyl-1
	5.1
	209.1
	126.0
	76
	10
	27
	22

	Acetamiprid-N-desmethyl-2
	5.1
	211.0
	128.0
	76
	10
	13
	22

	Alachlor-1
	8.1
	270.0
	238.0
	20
	10
	15
	12

	Alachlor-2
	8.1
	270.0
	162.0
	20
	10
	28
	12

	Atrazine-2-hydroxy-1
	4.6
	198.1
	156.0
	71
	10
	25
	12

	Atrazine-2-hydroxy-2
	4.6
	198.1
	114.0
	71
	10
	31
	20

	Carbofuran-1
	6.4
	222.1
	165.2
	56
	9.5
	17
	6.5

	Carbofuran-2
	6.4
	222.1
	123.0
	7
	10
	29
	2

	Carbofuran-3-keto-1
	5.9
	236.0
	179.0
	31
	10
	17
	14

	Carbofuran-3-keto-2
	5.9
	236.0
	161.1
	31
	10
	23
	14

	Chlorotoluron-desmethyl-1
	6.3
	199.0
	106.0
	66
	10
	55
	12

	Chlorotoluron-desmethyl-2
	6.3
	199.0
	107.0
	66
	10
	33
	12

	Chlorpyrifos-Me-1
	9.0
	323.9
	291.8
	31
	10
	23
	22

	Chlorpyrifos-Me-2
	9.0
	323.9
	125.1
	31
	10
	31
	8

	CPO-1
	7.8
	335.9
	279.8
	61
	10
	25
	20

	CPO-2
	7.8
	335.9
	199.9
	61
	10
	43
	14

	D10-Simazine-1
	6.3
	212.0
	137.1
	66
	10
	29
	10

	D3-chlothianidin-1
	5.2
	252.9
	131.9
	116
	10
	23
	10

	D3-MeDPC-1
	3.5
	162.9
	88.0
	96
	10
	41
	8

	D3-thiamethoxam-1
	4.9
	295.0
	214.1
	81
	10
	19
	18

	D4-Boscalid-1
	8.0
	347.0
	311.1
	120
	10
	47
	13

	D4-imidacloprid-1
	5.4
	260.0
	213.1
	61
	10
	23
	14

	D4-phtalimide-1
	5.2
	152.0
	106.1
	91
	10
	35
	12

	D5-Atrazine-1
	6.9
	221.1
	179.1
	121
	10
	25
	16

	D5-DIA-1
	4.7
	179.0
	100.9
	101
	10
	27
	10

	D6-chlorpyrifos Me-1
	9.1
	327.9
	130.9
	76
	10
	31
	10

	D6-DEA-1
	5.3
	194.1
	147.1
	66
	10
	27
	10

	D6-Dimethoate-1
	5.5
	235.9
	205.0
	61
	10
	15
	22

	D6-DMS-1
	2.4
	131.0
	114.0
	90
	10
	17
	8

	D6-Isoproturon-1
	6.9
	213.1
	78.1
	86
	10
	25
	10

	D6-metalaxyl-1
	6.9
	286.0
	198.5
	66
	10
	41
	16

	D6-Metolachlor-1
	8.5
	290.1
	258.2
	171
	10
	21
	20

	D6-Omethoate-1
	3.5
	219.9
	189.0
	46
	10
	15
	10

	D6-Tebuconazole-1
	8.0
	314.1
	72.1
	101
	10
	53
	10

	D7-DEET-1
	6.9
	199.0
	125.9
	81
	10
	25
	12

	DEET-1
	6.9
	192.0
	119.0
	41
	10
	25
	8

	DEET-2
	6.9
	192.0
	91.1
	41
	10
	39
	8

	DMS-1
	2.4
	125.0
	107.9
	81
	10
	15
	10

	DMS-2
	2.4
	125.0
	44.2
	81
	10
	41
	8

	DMST-1
	6.9
	215.0
	106.0
	116
	10
	21
	8

	DMST-2
	6.9
	215.0
	77.0
	116
	10
	59
	10

	Epoxyconazole-1
	7.8
	330.0
	121.1
	61
	10
	27
	6

	Epoxyconazole-2
	7.8
	330.0
	101.0
	61
	10
	65
	12

	Fipronil Carboxamide-1
	7.1
	455.9
	386.9
	120
	10
	47
	13

	Fipronil Carboxamide-2
	7.1
	455.9
	256.0
	120
	10
	47
	13

	IM-1-4 -1
	2.5
	156.9
	126.0
	71
	10
	21
	10

	IM-1-4 -2
	2.5
	156.9
	90.1
	71
	10
	35
	8

	Imidacloprid desnitro-1
	3.9
	210.9
	126.0
	161
	10
	33
	10

	Imidacloprid desnitro-2
	3.9
	210.9
	99.0
	161
	10
	55
	12

	IN-KF313-1
	5.4
	249.0
	124.1
	56
	10
	39
	10

	IN-KF313-2
	5.4
	249.0
	167.0
	56
	10
	19
	10

	Lenacile-1
	6.4
	235.0
	153.0
	74
	10
	21
	4

	Lenacile-2
	6.4
	235.0
	136.0
	74
	10
	43
	4

	LM2-1
	2.0
	214.1
	126.0
	91
	10
	31
	10

	LM2-2
	2.0
	214.1
	168.0
	91
	10
	23
	14

	LM3-1
	2.1
	199.0
	129.0
	91
	10
	27
	10

	LM3-2
	2.1
	199.0
	138.2
	91
	10
	27
	10

	LM4-1
	3.6
	242.1
	196.1
	96
	10
	25
	14

	LM4-2
	3.6
	242.1
	126.1
	96
	10
	33
	10

	LM5-1
	4.0
	185.0
	129.0
	86
	10
	17
	16

	LM5-2
	4.0
	185.0
	86.0
	86
	10
	33
	12

	LM6-1
	4.4
	199.0
	143.0
	111
	10
	19
	12

	LM6-2
	4.4
	199.0
	57.0
	111
	10
	29
	14

	Metalaxyl CGA 62826-1
	6.0
	266.0
	219.9
	71
	10
	17
	16

	Metalaxyl CGA 62826-2
	6.0
	266.0
	192.1
	71
	10
	23
	14

	Metalaxyl-1
	6.9
	280.0
	220.1
	66
	10
	19
	20

	Metalaxyl-2
	6.9
	280.0
	192.2
	66
	10
	25
	14

	Methabenzthiazuron-1
	6.6
	222.0
	150.0
	71
	10
	45
	10

	Methabenzthiazuron-2
	6.6
	222.0
	165.1
	71
	10
	25
	8

	Methabenzthiazuron-3
	6.6
	222.0
	95.9
	71
	10
	69
	12

	Pethoxamid MET101-1
	7.0
	310.0
	116.0
	71
	10
	29
	8

	Pethoxamid MET101-2
	7.0
	310.0
	162.0
	71
	10
	17
	12

	Pethoxamide-1
	8.3
	296.0
	131.0
	46
	10
	27
	12

	Pethoxamide-2
	8.3
	296.0
	91.0
	46
	10
	53
	8

	Phthalamic acid-1
	3.5
	166.0
	149.0
	65
	10
	15
	15

	Phthalamic acid-2
	3.5
	166.0
	93.0
	65
	10
	35
	12

	Phthalamic acid-3
	3.5
	166.0
	65.0
	65
	10
	42
	12

	Phthalic acid-1
	4.5
	167.0
	149.0
	86
	10
	13
	14

	Phthalic acid-2
	4.5
	167.0
	64.9
	86
	10
	39
	10

	Phthalic acid-3
	4.5
	167.0
	121.0
	86
	10
	27
	14

	Phthalic acid-4
	4.5
	167.0
	92.9
	86
	10
	33
	10

	Phthalimide-1
	5.5
	147.9
	102.0
	90
	10
	33
	14

	Phthalimide-2
	5.2
	147.9
	76.0
	90
	10
	60
	8

	Pinoxaden M3-1
	6.8
	333.1
	314.9
	76
	10
	17
	12

	Pinoxaden M3-2
	6.8
	314.9
	155.0
	156
	10
	65
	12

	Pinoxaden-1
	8.3
	401.2
	317.1
	66
	10
	29
	22

	Pinoxaden-2
	8.3
	401.2
	57.0
	66
	10
	55
	8

	Sulfoxaflor-1
	5.9
	278.0
	174.0
	96
	10
	15
	20

	Sulfoxaflor-2
	5.9
	278.0
	154.0
	96
	10
	39
	10

	Thiacloprid-1
	5.8
	253.0
	125.9
	121
	10
	29
	18

	Thiacloprid-2
	5.8
	253.0
	90.0
	121
	10
	55
	16

	THPI-1
	4.7
	151.9
	78.9
	120
	10
	47
	13

	THPI-2
	4.7
	151.9
	81.0
	120
	10
	47
	13

	X11519540-1
	6.0
	254.0
	175.1
	66
	10
	25
	14

	X11519540-2
	6.0
	254.0
	174.0
	66
	10
	39
	12

	X11579457-1
	4.9
	253.0
	174.0
	41
	10
	11
	18

	X11579457-2
	4.9
	253.0
	154.1
	41
	10
	35
	10

	X11719474-1
	5.1
	296.0
	174.0
	81
	10
	17
	14

	X11719474-2
	5.1
	296.0
	61.8
	81
	10
	45
	8


RT: retention time (min) – Q1: parent ion – Q3: fragment ion – DP: declustering potential – EP: entrance potential – CE: collision energy – CXP: cell exit potential. Transitions of quantification: -1; transitions of confirmation: -2.

Table D: MS/MS fragmentation parameters and retention times of the direct injection LC-MS/MS method for compounds analysed in MRM ESI-, second run 
	ID
	RT (min)
	Q1
	Q3
	DP (V)
	EP (V)
	CE (V)
	CXP (V)

	2,4-D-1
	6.8
	220.9
	163.0
	-65
	-10
	-20
	-14

	2,4-D-2
	6.8
	218.9
	161.0
	-65
	-10
	-20
	-14

	Boscalid M510F01-1
	6.6
	359.0
	246.0
	-160
	-10
	-26
	-17

	Boscalid M510F01-2
	6.6
	359.0
	243.9
	-160
	-10
	-28
	-19

	Chlorothalonil R417888-1
	4.6
	326.9
	219.8
	-35
	-10
	-34
	-15

	Chlorothalonil R417888-2
	4.6
	326.9
	283.8
	-35
	-10
	-26
	-21

	D3-2,4 D -1
	6.8
	221.9
	163.8
	-25
	-10
	-20
	-17

	D3-alachlor ESA-1
	5.5
	316.9
	79.8
	-55
	-10
	-66
	-11

	D3-alachlor OA-1
	5.7
	266.9
	160.0
	-45
	-10
	-16
	-13

	D3-Mecoprop-1
	7.4
	216.0
	144.0
	-60
	-10
	-18
	-11

	D5-acetochlor ESA-1
	5.5
	319.0
	79.9
	-135
	-10
	-66
	-11

	D5-acetochlor OA-1
	5.7
	269.0
	146.0
	-50
	-10
	-16
	-11

	D6-Bentazon-1
	6.8
	245.0
	131.9
	-40
	-10
	-36
	-15

	Dimethachlor CGA 369873-1
	4.4
	242.0
	80.0
	-140
	-10
	-54
	-9

	Dimethachlor CGA 369873-2
	4.4
	242.0
	121.0
	-140
	-10
	-26
	-9

	Meptyldinocap-1
	10.2
	295.0
	193.0
	-185
	-10
	-38
	-13

	Meptyldinocap-2
	10.2
	295.0
	209.0
	-185
	-10
	-42
	-13

	Fipronil 13C 15N- 1
	8.5
	441.0
	336.0
	-200
	-10
	-40
	-16

	IN-KE121-1
	4.9
	247.0
	151.0
	-180
	-10
	-30
	-11

	IN-KE121-2
	4.9
	247.0
	107.0
	-180
	-10
	-42
	-11

	Metalaxyl CGA 108906-1
	5.2
	294.0
	203.9
	-30
	-10
	-16
	-15

	Metalaxyl CGA 108906-2
	5.2
	294.0
	88.9
	-30
	-10
	-30
	-11

	Pethoxamid MET100-1
	4.9
	326.0
	120.8
	-60
	-10
	-28
	-11

	Pethoxamid MET100-2
	4.9
	326.0
	203.9
	-60
	-10
	-22
	-17

	Pethoxamid MET42-1
	5.6
	340.1
	79.9
	-155
	-10
	-68
	-9

	Pethoxamid MET42-2
	5.6
	340.1
	120.9
	-155
	-10
	-32
	-9

	Pinoxaden M2-1
	6.8
	315.1
	187.1
	-205
	-10
	-34
	-11

	Pinoxaden M2-2
	6.8
	315.1
	172.0
	-205
	-10
	-54
	-11

	Chlorothalonil R471811-1
	2.1
	344.8
	301.7
	-65
	-10
	-30
	-19

	Chlorothalonil R471811-2
	2.1
	346.8
	303.7
	-150
	-10
	-30
	-19

	Chlorothalonil R471811-3
	2.1
	344.8
	158.7
	-65
	-10
	-50
	-17

	Chlorothalonil R611965-1
	4.5
	265.8
	222.0
	-75
	-10
	-12
	-17

	Chlorothalonil R611965-2
	4.5
	265.8
	42.0
	-75
	-10
	-32
	-5

	Saccharin 13C6 - 1
	3.8
	187.9
	42.0
	-130
	-10
	-54
	-15

	Chlorothalonil SDS3701-1
	6.9
	244.8
	181.7
	-110
	-10
	-40
	-19

	Chlorothalonil SDS3701-2
	6.9
	244.8
	174.9
	-110
	-10
	-36
	-15

	Sedaxan-1
	8.0
	330.1
	131.1
	-155
	-10
	-28
	-7

	Sedaxan-2
	8.0
	330.1
	90.9
	-155
	-10
	-48
	-11

	Sedaxane M1-1
	4.7
	174.9
	90.9
	-45
	-10
	-26
	-11

	Sedaxane M2-1
	3.9
	160.9
	141.0
	-30
	-10
	-14
	-9

	Sedaxane M2-2
	3.9
	160.9
	66.0
	-30
	-10
	-28
	-9

	Chlorothalonil SYN507900-1
	4.7
	264.9
	221.8
	-45
	-10
	-28
	-17

	Chlorothalonil SYN507900-2
	4.7
	262.8
	219.8
	-180
	-10
	-28
	-15


RT: retention time (min) – Q1: parent ion – Q3: fragment ion – DP: declustering potential – EP: entrance potential – CE: collision energy – CXP: cell exit potential. Transitions of quantification: -1; transitions of confirmation: -2.


































· SBSE-GC-MS/MS: stir bar sorptive extraction gas chromatography coupled with tandem mass spectrometry
	SBSE-GC-MS/MS
	Operating conditions

	SBSE
	Stirring of a PDMS (Polydimethylsiloxane) bar (20mm x 1mm, Gerstel®) in 20 mL of sample, at 600 rpm during 2h00 at room temperature

	GC-MS/MS analysis
	TDU/CIS: 
· TDU mode: Splitless (30°C during 0.1 min, to 280°C at 60°C/min, hold time 8 min),
· CIS mode: Solvent vent (=Splitless)
 -35°C (cryogenic cooling) for 0.05 min, 12°C/s until 300°C, hold time 2 min

Column: VF-5ms 30 m x 0.25 mm, 0.25 µm (Agilent®)
Duration of the chromatographic run: 34 min
Column pressure (Helium): 71.3 kPa 

Oven temperature gradient: 65°C for min, 150°C with 25°C/min, 200°C with 3°C/min, 280°C with 8°C/min stay 2 min

Electronic ionisation: EI, 70 eV
Temperatures: Source: 250°C, transfer line: 280°C




Table E: MS/MS fragmentation parameters and retention times of the SBSE-GC-MS/MS method
	ID
	RT
	Q
	CE (V)
	q1
	CE (V)
	q2
	CE (V)

	2-Chlorophenol
	6.74
	128 - 65
	20
	128 - 100 
	10
	130 - 102
	10

	3-Chlorophenol
	6.97
	128 - 65
	20
	128 - 100 
	10
	 
	 

	4-Chlorophenol
	7.05
	128 - 65
	20
	128 - 100 
	10
	 
	 

	4-Chlorophenol-13C
	7.05
	137 - 70
	10
	 
	 
	 
	 

	2,3-Dichlorophenol
	8.67
	162 - 63
	25
	162 - 126
	10
	 
	 

	2,4-Dichlorophenol
	8.28
	162 - 63
	25
	164 - 63
	10
	164 - 63
	25

	2,4-Chlorophenol-D3
	8.26
	165 - 66
	25
	 
	 
	 
	 

	2,5-Dichlorophenol
	8.28
	162 - 63
	25
	164 - 63
	10
	164 - 63
	25

	2,6-Dichlorophenol
	8.02
	162 - 63
	25
	162 - 64
	10
	164 - 63
	25

	3,4-Dichlorophenol
	9.05
	162 - 99
	10
	162 - 63
	25
	 
	 

	3,5-Dichlorophenol
	8.43
	162 - 99
	10
	162 - 63
	25
	 
	 

	2,3-Dichloranisole
	8.03
	176 - 133
	20
	178 - 135 
	20
	 
	 

	2,4-Dichloroanisole
	7.64
	176 - 161
	10
	176 - 133
	20
	 
	 

	2,5-Dichloroanisole
	7.55
	176 - 133
	20
	176 - 161
	10
	 
	 

	2,6-Dichloroanisole
	6.82
	176 - 133
	20
	176 - 161
	10
	 
	 

	3,4-Dichloroanisole
	7.71
	176 - 133
	20
	176 - 146
	20
	178 - 163 
	10

	3,5-Dichoroanisole
	7.26
	176 - 146
	20
	178 - 148
	20
	178 - 148
	15

	Dichlobenil
	8.33
	171 - 100
	30
	171 - 136
	15
	173 - 100
	25

	Endosulfan I
	25.46
	195 - 159
	5
	239 - 204
	15
	 
	 

	Endosulfan I-D4
	25.38
	199 - 129
	15
	 
	 
	 
	 

	Endosulfan II
	27.55
	195 - 159
	5
	239 - 204
	15
	 
	 

	Endosulfan-ether
	18.70
	241 - 206
	15
	272 - 237
	15
	 
	 

	Endosulfan-lacton
	28.74
	321 - 263
	15
	277 - 242
	15
	 
	 

	Endosulfan-sulfate
	23.94
	272 - 237
	10
	387 - 289
	5
	 
	 


RT: retention time (min) – Q: MS/MS quantitative transition – q: MS/MS qualitative transitions – CE: collision energy
