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van Krevelen diagrams and mass-edited H/C ratios of CHO components of the 0.2 µm filtered water samples with the detailed slopes values 
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Figure S1: van Krevelen diagrams of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.
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Figure S2: Mass-edited H/C ratios of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.

van Krevelen diagrams and mass-edited H/C ratios of CHNO components of the 0.2 µm filtered water samples 
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Figure S3: van Krevelen diagrams of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.
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Figure S4: Mass-edited H/C ratios of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.

van Krevelen diagrams and mass-edited H/C ratios of CHOS components of the 0.2 µm filtered water samples 
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Figure S5: van Krevelen diagrams of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.
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Figure S6: Mass-edited H/C ratios of median slope values (triplicates of filter level 0.2 µm) over the cumulated global radiation. In all four figures different rs ranges (a: p<0.001 b: p<0.01 and c: p<0.05) are shown. Figure (d) shows the range of −0.478 to 0.478 and describes the photo inactive FT-ICR MS components.


DOC, SUVA254, HIX and BIX

[image: ]
Figure S7: Mean values and the standard deviations of the DOC (a), SUVA254 (b), the humification index (c) and the biology or freshness index (d) vs. cumulated global radiation of the 2 µm filtered water of each time sample point. The circular red points represent the averages of the three replicates of RMU 1 - 3 and the triangular blue ones the replicates of RMU 4 - 5. The dotted line in (a) represents a regression line.


fluorescence index (FI)
The FI showed no significantly decrease or increase but the values are about 1. This means that all of the fluorescent material has a terrestrial and not a microbial source. 
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Figure S8: Mean values and the standard deviations of the fluorescence index (FI) vs. cumulated global radiation of the 0.2 µm filtered water (a) and the 2 µm filtered water (b) of each time sample point. The circular red points represent the averages of the three replicates of RMU 1 - 3 and the triangular blue ones the replicates of RMU 4 - 5. The dot marked with * are median of the water samples and had no standard deviations, because there were only 2 instead of 3 replicates.


PARAFAC model with the Scores of the 2 µm filtered water 
[image: ]
Figure S9: PARAFAC components of the experiments. Both components are humic-like. The first component (a) has its emission maximum at 410 nm and two excitation maxima at 250 nm (peak A) and 310 nm (peak B). The second component (b) has its emission maximum at 480 nm and two excitation maxima at 260 nm (peak C) and 360 nm (peak D).
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Figure S10: Results of the split half validation of Mode 2 and Mode 3 of the PARAFAC model. The accordance of the halves is 99.2% and the model is valid.
Scores of the first and second component 
In the experiment with a filter level of 2 µm the first component decreased totally over 70% and the second component nearly 90% (Figure S7).
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Figure S11: Scores of the first and second component (filter level 2 µm) of the calculated PARAFAC model depended on the cumulated global radiation. The blue points are the scores of the first and the green of the second component.

[image: ]
Figure S12: Fluorescence difference spectra of the median of the different samples (0.2 µm) from one measurement to the next measurement (e.g. a: t=00 to t=01; b: t=01 to t=02 etc.). The white bar results from the correction of Rayleigh scattering.
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Figure S13:  Spearman`s rank correlation of the SUVA254 (a) and the HIX (b) with the Scores of the two calculated PARAFAC components.
[image: ]
Figure S14: Spearman`s rank correlation of SUVA254 (a) and HIX (b) with the normalized intensities of two specific FT-ICR MS components. 
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Figure S15: Comparison of the Spearman`s rank correlation coefficient of both filter levels (0.2 µm on x-axis and 2 µm on y-axis)

Table S1: Sampling plan for the photochemical experiment with all time sampling points. For DOC, 2D fluorescence and the bacterial production 20 ml and for the FT-ICR MS 50 ml were collected. Red x are the replicates RMU 1-3 and black x are the replicates RMU 4-6.

	time sample point
	t = 00
	t = 01
	t = 02
	t = 03
	t = 04
	t = 05
	t = 06
	t = 07
	t = 08
	t = 09
	t = 10
	t = 11
	t = 12

	time
	5:30 am
	7:30 am
	9:30 am
	1:30 pm
	9:00 pm
	5:30 am
	7:30 am
	9:30 am
	1:30 pm
	9:00 pm
	1:30 pm
	5:30 pm
	6:30 am

	hours
	0 h
	2 h
	4 h
	8 h
	15,5 h
	24 h
	26 h 
	28 h
	32 h
	39,5 h
	56 h
	84 h
	145 h

	global radiation (kW/m²)
	0
	1.8
	10.0
	43.3
	83.3
	83.3
	84.9
	87.8
	119.8
	156.3
	168.7
	282.6
	436.2

	DOC
	x 
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x

	2D fluorescence
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x

	FT-ICR-MS
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x
	x

	bacterial production
(0.2 µm)
	x
	
	
	
	
	
	
	
	
	
	
	
	x

	bacterial production
(2 µm)
	x
	
	x
	x
	x
	
	
	
	x
	x
	x
	x
	x






Table S2: DOC concentration, fluorescence index (FI), humification index (HIX), freshness index (BIX) and SUVA of the different water samples.
	date
	time 
point
	treatment
	replicate
	DOC (mg/l)
	FI
	HIX
	BIX
	SUVA254 
(L mg C-1 m-1)

	31.07.2018
	t = 00
	filtered 0.2µm
	RMU 1
	8.37
	1.15
	14.55
	0.52
	3.79

	
	t = 00
	filtered 0.2µm
	RMU 2
	8.18
	1.11
	14.55
	0.54
	3.91

	
	t = 00
	filtered 0.2µm
	RMU 3
	7.33
	1.11
	13.67
	0.53
	4.32

	
	t = 00
	filtered 2.0µm
	RMU 1
	8.2
	1.17
	13.44
	0.49
	4.36

	
	t = 00
	filtered 2.0µm
	RMU 2
	8.2
	1.16
	14.24
	0.51
	4.62

	
	t = 00
	filtered 2.0µm
	RMU 3
	7.68
	1.14
	14.84
	0.53
	4.78

	
	t = 01
	filtered 0.2µm
	RMU 4
	7.49
	1.12
	14.57
	0.50
	4.98

	
	t = 01
	filtered 0.2µm
	RMU 5
	7.32
	1.13
	13.88
	0.52
	4.35

	
	t = 01
	filtered 0.2µm
	RMU 6
	8.01
	1.11
	11.56
	0.53
	4.02

	
	t = 01
	filtered 2.0µm
	RMU 4
	7.78
	1.15
	13.07
	0.54
	4.21

	
	t = 01
	filtered 2.0µm
	RMU 5
	7.66
	1.16
	16.45
	0.49
	4.89

	
	t = 01
	filtered 2.0µm
	RMU 6
	7.48
	1.13
	17.26
	0.49
	5.02

	
	t = 02
	filtered 0.2µm
	RMU 1
	7.33
	1.08
	11.51
	0.49
	4.35

	
	t = 02
	filtered 0.2µm
	RMU 2
	7.28
	1.13
	11.96
	0.52
	4.36

	
	t = 02
	filtered 0.2µm
	RMU 3
	7.04
	1.11
	10.65
	0.52
	4.49

	
	t = 02
	filtered 2.0µm
	RMU 1
	7.56
	1.09
	12.73
	0.52
	4.87

	
	t = 02
	filtered 2.0µm
	RMU 2
	7.65
	1.11
	14.34
	0.50
	4.83

	
	t = 02
	filtered 2.0µm
	RMU 3
	7.94
	1.13
	15.53
	0.48
	4.66

	
	t = 03
	filtered 0.2µm
	RMU 4
	7.01
	1.05
	8.48
	0.53
	4.35

	
	t = 03
	filtered 0.2µm
	RMU 5
	7.22
	1.04
	10.50
	0.52
	4.20

	
	t = 03
	filtered 0.2µm
	RMU 6
	7.15
	1.07
	9.33
	0.52
	4.26

	
	t = 03
	filtered 2.0µm
	RMU 4
	7.89
	1.09
	12.50
	0.48
	4.48

	
	t = 03
	filtered 2.0µm
	RMU 5
	7.46
	1.04
	10.76
	0.49
	4.72

	
	t = 03
	filtered 2.0µm
	RMU 6
	7.52
	1.01
	9.97
	0.48
	4.69

	
	t = 04
	filtered 0.2µm
	RMU 1
	7.59
	1.03
	8.06
	0.53
	3.71

	
	t = 04
	filtered 0.2µm
	RMU 2
	6.95
	0.95
	7.24
	0.55
	4.10

	
	t = 04
	filtered 0.2µm
	RMU 3
	6.54
	1.11
	7.93
	0.53
	4.35

	
	t = 04
	filtered 2.0µm
	RMU 1
	7.22
	1.08
	8.82
	0.47
	4.57

	
	t = 04
	filtered 2.0µm
	RMU 2
	7.22
	1.06
	9.51
	0.50
	4.58

	
	t = 04
	filtered 2.0µm
	RMU 3
	7.75
	1.04
	9.79
	0.48
	4.22

	01.08.2018
	t = 05
	filtered 0.2µm
	RMU 4
	6.6
	1.12
	5.95
	0.52
	4.25

	
	t = 05
	filtered 0.2µm
	RMU 5
	6.44
	1.05
	6.37
	0.53
	4.38

	
	t = 05
	filtered 0.2µm
	RMU 6
	6.65
	1.09
	5.93
	0.52
	4.28

	
	t = 05
	filtered 2.0µm
	RMU 4
	7.08
	1.06
	6.90
	0.50
	4.59

	
	t = 05
	filtered 2.0µm
	RMU 5
	7.16
	1.08
	6.70
	0.49
	4.53

	
	t = 05
	filtered 2.0µm
	RMU 6
	7.24
	1.10
	6.74
	0.47
	4.58

	
	t = 06
	filtered 0.2µm
	RMU 1
	6.72
	1.09
	5.56
	0.55
	4.23

	
	t = 06
	filtered 0.2µm
	RMU 2
	6.94
	1.04
	6.03
	0.52
	4.12

	
	t = 06
	filtered 0.2µm
	RMU 3
	6.87
	1.06
	5.75
	0.51
	4.22

	
	t = 06
	filtered 2.0µm
	RMU 1
	7.24
	1.08
	6.30
	0.48
	4.75

	
	t = 06
	filtered 2.0µm
	RMU 2
	6.91
	1.11
	6.44
	0.49
	4.91

	
	t = 06
	filtered 2.0µm
	RMU 3
	7.04
	1.06
	7.00
	0.46
	4.78


	
	t = 07
	filtered 0.2µm
	RMU 4
	7.15
	1.16
	5.37
	0.54
	0.30

	
	t = 07
	filtered 0.2µm
	RMU 5
	7.41
	1.09
	5.85
	0.55
	0.29

	
	t = 07
	filtered 0.2µm
	RMU 6
	7
	1.10
	5.66
	0.55
	0.29

	
	t = 07
	filtered 2.0µm
	RMU 4
	7.18
	1.09
	6.20
	0.48
	0.33

	
	t = 07
	filtered 2.0µm
	RMU 5
	7.43
	1.16
	6.04
	0.49
	0.33

	
	t = 07
	filtered 2.0µm
	RMU 6
	6.86
	1.03
	6.78
	0.47
	0.33

	
	t = 08
	filtered 0.2µm
	RMU 1
	6.96
	1.11
	5.12
	0.53
	0.27

	
	t = 08
	filtered 0.2µm
	RMU 2
	6.79
	1.08
	4.78
	0.55
	0.27

	
	t = 08
	filtered 0.2µm
	RMU 3
	6.96
	1.14
	4.84
	0.57
	0.28

	
	t = 08
	filtered 2.0µm
	RMU 1
	7.68
	1.02
	5.57
	0.50
	0.32

	
	t = 08
	filtered 2.0µm
	RMU 2
	7.6
	1.07
	6.61
	0.50
	0.31

	
	t = 08
	filtered 2.0µm
	RMU 3
	7.55
	1.01
	4.43
	0.37
	0.31

	
	t = 09
	filtered 0.2µm
	RMU 4
	6.77
	1.12
	4.59
	0.57
	3.86

	
	t = 09
	filtered 0.2µm
	RMU 5
	6.44
	1.17
	4.74
	0.53
	4.05

	
	t = 09
	filtered 0.2µm
	RMU 6
	7.14
	1.04
	4.45
	0.59
	3.72

	
	t = 09
	filtered 2.0µm
	RMU 4
	6.7
	1.18
	5.81
	0.50
	4.35

	
	t = 09
	filtered 2.0µm
	RMU 5
	6.65
	1.14
	5.04
	0.50
	4.45

	
	t = 09
	filtered 2.0µm
	RMU 6
	8.3
	1.07
	5.92
	0.52
	3.54

	02.08.2018
	t = 10
	filtered 0.2µm
	RMU 1
	6.67
	1.00
	3.67
	0.58
	2.24

	
	t = 10
	filtered 0.2µm
	RMU 2
	6.8
	1.01
	3.85
	0.60
	3.33

	
	t = 10
	filtered 0.2µm
	RMU 3
	7.15
	1.09
	3.60
	0.60
	2.97

	
	t = 10
	filtered 2.0µm
	RMU 1
	6.76
	1.05
	4.11
	0.54
	3.47

	
	t = 10
	filtered 2.0µm
	RMU 2
	6.49
	0.99
	4.51
	0.58
	3.50

	
	t = 10
	filtered 2.0µm
	RMU 3
	6.76
	1.10
	4.77
	0.52
	3.65

	03.08.2018
	t = 11
	filtered 0.2µm
	RMU 5
	6.06
	0.93
	3.68
	0.63
	3.10

	
	t = 11
	filtered 0.2µm
	RMU 6
	6.21
	1.01
	2.94
	0.70
	2.85

	
	t = 11
	filtered 2.0µm
	RMU 4
	5.95
	0.99
	3.90
	0.57
	3.26

	
	t = 11
	filtered 2.0µm
	RMU 5
	6.8
	1.11
	3.49
	0.58
	2.83

	
	t = 11
	filtered 2.0µm
	RMU 6
	6.53
	1.12
	4.41
	0.56
	3.21

	06.08.2018
	t = 12
	filtered 0.2µm
	RMU 1
	5.29
	1.20
	2.13
	0.31
	1.66

	
	t = 12
	filtered 0.2µm
	RMU 2
	5.86
	1.03
	3.12
	0.39
	2.69

	
	t = 12
	filtered 0.2µm
	RMU 3
	6.14
	1.20
	3.02
	0.32
	2.42

	
	t = 12
	filtered 2.0µm
	RMU 1
	5.86
	1.19
	3.16
	0.33
	2.45

	
	t = 12
	filtered 2.0µm
	RMU 2
	5.1
	1.17
	3.96
	0.30
	2.84

	
	t = 12
	filtered 2.0µm
	RMU 3
	6.2
	1.01
	4.30
	0.37
	2.40







Table S3: Calculated ranks for DOC, the fluorescence indices (FI, HIX, BIX), SUVA and the two PARAFAC components for both filter levels (green 0.2 µm and white 2 µm).
	time

	DOC
	FI
	HIX
	BIX
	SUVA
	Comp 1
	Comp 2
	DOC
	FI
	HIX
	BIX
	SUVA
	Comp 1
	Comp 2

	t = 00
	1
	13
	6
	39
	57
	19
	4
	3
	6
	12
	54
	26
	73
	6

	 
	5
	25
	7
	19
	54
	10
	3
	3
	8
	9
	43
	15
	24
	1

	 
	25
	27
	11
	26
	33
	12
	5
	11
	16
	4
	30
	9
	23
	2

	t = 01
	20
	24
	5
	52
	2
	17
	7
	9
	12
	13
	20
	40
	5
	11

	 
	27
	17
	10
	41
	30
	20
	10
	13
	9
	2
	58
	4
	15
	9

	 
	6
	32
	17
	24
	51
	8
	12
	21
	20
	1
	57
	1
	72
	8

	t = 02
	25
	45
	18
	53
	31
	18
	17
	17
	39
	14
	37
	5
	11
	72

	 
	28
	18
	16
	32
	27
	14
	16
	14
	26
	8
	48
	6
	13
	14

	 
	41
	28
	20
	34
	21
	16
	18
	7
	19
	3
	63
	13
	22
	15

	t = 03
	43
	56
	27
	23
	32
	39
	23
	8
	37
	15
	62
	22
	26
	20

	 
	31
	61
	21
	33
	41
	41
	73
	22
	59
	19
	59
	11
	30
	21

	 
	36
	50
	25
	38
	35
	42
	22
	19
	71
	22
	66
	12
	35
	19

	t = 04
	16
	64
	28
	29
	59
	47
	40
	31
	47
	26
	69
	19
	40
	31

	 
	47
	76
	30
	13
	48
	45
	41
	31
	52
	24
	47
	18
	38
	27

	 
	64
	29
	29
	25
	29
	44
	44
	10
	62
	23
	64
	39
	37
	29

	t = 05
	63
	22
	43
	42
	36
	32
	37
	40
	55
	32
	50
	16
	7
	26

	 
	67
	58
	38
	28
	25
	31
	35
	35
	46
	35
	60
	20
	6
	28

	 
	61
	38
	44
	36
	34
	34
	36
	29
	36
	34
	68
	17
	3
	25

	t = 06
	58
	41
	51
	15
	37
	33
	39
	29
	48
	39
	61
	10
	1
	30

	 
	48
	60
	42
	40
	45
	29
	34
	49
	33
	37
	55
	3
	4
	24

	 
	50
	53
	48
	44
	38
	25
	38
	41
	54
	31
	70
	8
	2
	74

	t = 07
	36
	11
	52
	18
	43
	28
	42
	34
	43
	40
	65
	14
	9
	32

	 
	24
	40
	46
	17
	53
	27
	43
	23
	10
	41
	56
	24
	71
	75

	 
	44
	35
	49
	16
	47
	36
	45
	51
	65
	33
	67
	7
	21
	33

	t = 08
	45
	31
	53
	22
	55
	48
	76
	11
	67
	50
	45
	42
	77
	47

	 
	54
	44
	56
	14
	50
	49
	49
	15
	51
	36
	49
	44
	43
	46

	 
	45
	14
	55
	11
	52
	50
	50
	18
	70
	62
	73
	46
	66
	69




	t = 09
	55
	23
	59
	9
	56
	54
	52
	59
	4
	47
	51
	28
	52
	77

	 
	67
	5
	58
	27
	49
	55
	54
	61
	15
	54
	46
	23
	51
	51

	 
	39
	63
	61
	5
	58
	74
	53
	2
	49
	45
	35
	61
	46
	48

	t = 10
	60
	73
	70
	7
	76
	59
	61
	56
	57
	65
	21
	63
	56
	56

	 
	52
	72
	68
	3
	64
	75
	58
	66
	75
	60
	8
	62
	57
	57

	 
	36
	42
	71
	4
	68
	58
	59
	56
	34
	57
	31
	60
	53
	55

	t = 11
	72
	77
	69
	2
	67
	64
	62
	73
	74
	67
	10
	65
	62
	63

	 
	69
	68
	76
	1
	69
	63
	66
	52
	30
	72
	6
	71
	61
	64

	
	
	
	
	
	
	
	
	65
	21
	63
	12
	66
	60
	60

	t = 12
	76
	2
	77
	76
	77
	70
	13
	74
	3
	73
	74
	73
	69
	71

	 
	74
	66
	74
	71
	72
	65
	65
	77
	7
	66
	77
	70
	76
	68

	 
	71
	1
	75
	75
	74
	68
	67
	70
	69
	64
	72
	75
	66
	69



Table S4: Example for calculation of the intra-sample ranks of all 13 time points.
	time point
	time rank
	intra-sample  rank

	t = 00
	13
	13

	t = 01
	12
	12

	t = 02
	11
	11

	t = 03
	10
	10

	t = 04
	9
	9

	t = 05
	8
	7

	t = 06
	7
	6

	t = 07
	6
	8

	t = 08
	5
	5

	t = 09
	4
	4

	t = 10
	3
	3

	t = 11
	2
	2

	t = 12
	1
	1




Table S5: Example for the error uncertainties and the used Spearman´s ran correlation coefficients
	level of significance
	correlation
	Spearman group  rs

	0.001
	Positive
	> 0.7912

	
	negative
	< -0.7912

	0.01
	Positive
	0.6429 - 0.7912

	
	negative
	 -0.7912 – -0.6429

	0.05
	Positive
	0.478 - 0.6429

	
	negative
	 -0.6429 – -0.478





Table S6: Calculation of inter-sample rankings for comparison of all 13 time points for photo products (grey), photo degraded components (white) and intermediate products (green).
	time points
	Median
	Comp
	Intra-sample rank
	AuVal 2000-rank
	Inter-sample  rank

	t = 00
	0,00673805
	C9 H12 O2
	1920
	80
	12

	t = 01
	0,00630602
	C9 H12 O2
	1939
	61
	13

	t = 02
	0,0072865
	C9 H12 O2
	1890
	110
	10

	t = 03
	0,00737525
	C9 H12 O2
	1863
	137
	9

	t = 04
	0,00831165
	C9 H12 O2
	1817
	183
	6

	t = 05
	0,00840011
	C9 H12 O2
	1805
	195
	5

	t = 06
	0,00696506
	C9 H12 O2
	1912
	88
	11

	t = 07
	0,00768191
	C9 H12 O2
	1840
	160
	7

	t = 08
	0,00794083
	C9 H12 O2
	1840
	160
	7

	t = 09
	0,00934794
	C9 H12 O2
	1716
	284
	4

	t = 10
	0,0099557
	C9 H12 O2
	1643
	357
	3

	t = 11
	0,00960679
	C9 H12 O2
	1619
	381
	2

	t = 12
	0,0097199
	C9 H12 O2
	1565
	435
	1

	t = 00
	0,1820063
	C15 H16 O2
	941
	1059
	2

	t = 01
	0,16891468
	C15 H16 O2
	983
	1017
	4

	t = 02
	0,14722621
	C15 H16 O2
	1007
	993
	6

	t = 03
	0,11831705
	C15 H16 O2
	970
	1030
	3

	t = 04
	0,10539949
	C15 H16 O2
	992
	1008
	5

	t = 05
	0,10602448
	C15 H16 O2
	922
	1078
	1

	t = 06
	0,10071762
	C15 H16 O2
	1029
	971
	7

	t = 07
	0,09754554
	C15 H16 O2
	1128
	872
	11

	t = 08
	0,09059981
	C15 H16 O2
	1058
	942
	8

	t = 09
	0,08024046
	C15 H16 O2
	1060
	940
	9

	t = 10
	0,06524754
	C15 H16 O2
	1133
	867
	12

	t = 11
	0,0482704
	C15 H16 O2
	1122
	878
	10

	t = 12
	0,03779025
	C15 H16 O2
	1175
	825
	13

	t = 00
	0,15515268
	C15 H16 O7
	72
	1928
	13

	t = 01
	0,15993701
	C15 H16 O7
	67
	1933
	12

	t = 02
	0,16769853
	C15 H16 O7
	52
	1948
	9

	t = 03
	0,18229855
	C15 H16 O7
	43
	1957
	7

	t = 04
	0,19956298
	C15 H16 O7
	36
	1964
	3

	t = 05
	0,19945155
	C15 H16 O7
	34
	1966
	2

	t = 06
	0,20594889
	C15 H16 O7
	32
	1968
	1

	t = 07
	0,19255697
	C15 H16 O7
	39
	1961
	4

	t = 08
	0,19364747
	C15 H16 O7
	40
	1960
	5

	t = 09
	0,1972625
	C15 H16 O7
	41
	1959
	6

	t = 10
	0,1763857
	C15 H16 O7
	51
	1949
	8

	t = 11
	0,16958117
	C15 H16 O7
	57
	1943
	10

	t = 12
	0,16888426
	C15 H16 O7
	63
	1937
	11





Table S7: Sum parameter like H/C, O/C, NOSC, Mass or DBE of the FT-ICR MS results of both filter level (0.2 µm green and 2 µm white). NOSC: nominal oxidation state of carbon
	Time points
	H/C
	O/C
	NOSC
	Mass
	DBE
	C
	H
	O
	N
	S

	t = 00
	1.16
	0.431
	-0.269
	362.1
	8.56
	18.03
	21.05
	7.6
	0.117
	0.04

	t = 01
	1.162
	0.434
	-0.267
	360.8
	8.51
	17.92
	20.93
	7.6
	0.113
	0.045

	t = 02
	1.162
	0.436
	-0.263
	360
	8.49
	17.86
	20.85
	7.61
	0.115
	0.044

	t = 03
	1.161
	0.435
	-0.262
	359.5
	8.49
	17.84
	20.81
	7.6
	0.113
	0.042

	t = 04
	1.16
	0.438
	-0.257
	357.8
	8.46
	17.74
	20.68
	7.59
	0.114
	0.038

	t = 05
	1.16
	0.436
	-0.261
	355.8
	8.42
	17.66
	20.58
	7.53
	0.11
	0.038

	t = 06
	1.168
	0.441
	-0.26
	360.4
	8.42
	17.81
	20.9
	7.68
	0.111
	0.04

	t = 07
	1.171
	0.441
	-0.261
	360.9
	8.4
	17.82
	20.95
	7.7
	0.113
	0.037

	t = 08
	1.188
	0.437
	-0.286
	356.5
	8.2
	17.64
	20.98
	7.54
	0.112
	0.047

	t = 09
	1.196
	0.438
	-0.292
	355.2
	8.1
	17.55
	21.03
	7.51
	0.112
	0.05

	t = 10
	1.23
	0.442
	-0.312
	354.7
	7.8
	17.43
	21.38
	7.52
	0.125
	0.064

	t = 11
	1.279
	0.432
	-0.38
	350.3
	7.35
	17.27
	21.97
	7.29
	0.133
	0.075

	t = 12
	1.296
	0.429
	-0.404
	347.6
	7.16
	17.18
	22.16
	7.21
	0.12
	0.065

	t = 00
	1.171
	0.43
	-0.284
	359.7
	8.43
	17.92
	21.09
	7.53
	0.108
	0.044

	t = 01
	1.16
	0.436
	-0.26
	362.6
	8.55
	17.98
	20.97
	7.67
	0.116
	0.041

	t = 02
	1.153
	0.437
	-0.252
	360.8
	8.57
	17.9
	20.78
	7.64
	0.117
	0.038

	t = 03
	1.149
	0.441
	-0.238
	359.8
	8.57
	17.79
	20.54
	7.68
	0.117
	0.037

	t = 04
	1.148
	0.442
	-0.237
	357.2
	8.52
	17.67
	20.41
	7.62
	0.112
	0.034

	t = 05
	1.16
	0.442
	-0.248
	359.8
	8.47
	17.77
	20.71
	7.68
	0.112
	0.04

	t = 06
	1.16
	0.441
	-0.251
	355.2
	8.38
	17.56
	20.49
	7.57
	0.109
	0.036

	t = 07
	1.16
	0.442
	-0.25
	357.9
	8.42
	17.68
	20.63
	7.64
	0.112
	0.036

	t = 08
	1.172
	0.444
	-0.256
	359
	8.34
	17.69
	20.81
	7.68
	0.114
	0.041

	t = 09
	1.181
	0.446
	-0.26
	360.7
	8.29
	17.73
	21
	7.74
	0.118
	0.043

	t = 10
	1.227
	0.441
	-0.313
	354.8
	7.83
	17.45
	21.37
	7.53
	0.121
	0.055

	t = 11
	1.254
	0.437
	-0.348
	352
	7.56
	17.35
	21.7
	7.41
	0.124
	0.055

	t = 12
	1.311
	0.425
	-0.429
	345.7
	7
	17.13
	22.38
	7.12
	0.119
	0.063





Table S8: Levels of significance as function of N and rs. (N: number of samples and 0.001; 0.005; 0.01; 0.025; 0.05; 0.01: levels of significance)
	N
	0.001
	0.005
	0.01
	0.025
	0.05
	0.1

	5
	1
	1
	0.9
	0.9
	0.8
	0.7

	6
	1
	0.9429
	0.8857
	0.8286
	0.7714
	0.6

	7
	0.9643
	0.8929
	0.8571
	0.745
	0.6786
	0.5357

	8
	0.9286
	0.8571
	0.8095
	0.6905
	0.5952
	0.4762

	9
	0.9
	0.8167
	0.7667
	0.6833
	0.5833
	0.4667

	10
	0.8667
	0.7818
	0.7333
	0.6364
	0.5515
	0.4424

	11
	0.8455
	0.7545
	0.7
	0.6091
	0.5273
	0.4182

	12
	0.8182
	0.7273
	0.6713
	0.5804
	0.4965
	0.3986

	13
	0.7912
	0.6978
	0.6429
	0.5549
	0.478
	0.3791

	14
	0.767
	0.6747
	0.622
	0.5341
	0.4593
	0.3626

	15
	0.7464
	0.6536
	0.6
	0.5179
	0.4429
	0.35

	16
	0.7265
	0.6324
	0.5824
	0.5
	0.4265
	0.3382

	17
	0.7083
	0.6152
	0.5637
	0.4853
	0.4118
	0.326

	18
	0.6904
	0.5975
	0.548
	0.4716
	0.3994
	0.3148

	19
	0.6737
	0.5825
	0.5333
	0.4579
	0.3895
	0.307

	20
	0.6586
	0.5684
	0.5203
	0.4451
	0.3789
	0.2977

	21
	0.6455
	0.5545
	0.5078
	0.4351
	0.3688
	0.2909

	22
	0.6318
	0.5426
	0.4963
	0.4241
	0.3597
	0.2829

	23
	0.6186
	0.5306
	0.4852
	0.415
	0.3518
	0.2767

	24
	0.607
	0.52
	0.4748
	0.4061
	0.3435
	0.2704

	25
	0.5962
	0.51
	0.4654
	0.3977
	0.3362
	0.2646

	26
	0.5856
	0.5002
	0.4564
	0.3894
	0.3299
	0.2588

	27
	0.5757
	0.4915
	0.4481
	0.3822
	0.3236
	0.254

	28
	0.566
	0.4828
	0.4401
	0.3749
	0.3175
	0.249

	29
	0.5567
	0.4744
	0.432
	0.3685
	0.3113
	0.2443

	30
	0.5479
	0.4665
	0.4251
	0.362
	0.3059
	0.24
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