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Fig. S1: Calculated atomic charges for 7-O-acetyllycopsamine (AcLy) and its N-oxide (AcLyN), performed using the web-based software tool “Atomic Charge Calculator II” (Raček et al., 2020) in automatic mode. Colours represent each atom’s relative charge, ranging from +1.3 to -1.3, and were calculated according to the split-charge equilibration with parametrized initial charges (SQE+qp) method and CCD parameters as published by Schindler et al. (2021). Hydrogen atoms were omitted for visual clarity. The tree-dimensional chemical structure of AcLy / AcLyN is given in the centre of the figure.
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SUPPLEMENTARY TABLE
Table S1. Sum levels of pyrrolizidine alkaloids (PAs) in samples of spices and herbs positive for acetylated PAs. In none of the listed samples acetylated PA N-oxides have been detected. The theoretical overestimation of PA35 sum levels is presented. Calculations were based on the assumption that 100% of acetylated PA N-oxides (7-O-acetylintermedine N-oxide, 7-O-acetyllycopsamine N-oxide) were transformed into the corresponding deacetylated PA N-oxides (intermedine N-oxide, lycopsamine N-oxide), which are covered by the PA35 analyte set.
	Sample No.b
	Matrix
	Concentration
[µg/kg]
	
	Theoretical overestimation of PA35 sum levels due to 
deacetylation (AcImN  ImN, AcLyN  LyN), 
considering theoretical sum levels (c(AcImN + AcLyN)) of:

	
	
	44 PAs
	PA35a
	AcIm + AcLy
	
	c(AcImN + AcLyN) =
1x c(AcIm + AcLy)
	c(AcImN + AcLyN) =
3x c(AcIm + AcLy)
	c(AcImN + AcLyN) =
5x c(AcIm + AcLy)

	B259/18
	Savory
	858.9
	858.6
	0.25
	
	0.0%
	0.1%
	0.1%

	B125/17
	Thyme
	218.5
	217.5
	1.07
	
	0.5%
	1.5%
	2.5%

	B444/18
	Thyme
	146.4
	144.7
	1.76
	
	1.2%
	3.8%
	6.5%

	B443/18
	Marjoram
	143.6
	143.3
	0.25
	
	0.2%
	0.5%
	0.9%

	B457/18
	Savory
	79.3
	78.9
	0.45
	
	0.6%
	1.7%
	2.9%

	B242/18
	Curry
	39.6
	39.2
	0.45
	
	1.2%
	3.6%
	6.1%

	B263/18
	Savory
	31.8
	31.4
	0.45
	
	1.5%
	4.5%
	7.7%

	B432/18
	Parsley
	0.78
	0.35
	0.43
	
	N.A.
	N.A.
	N.A.


a PA35 refer to the set of 21 + 14 potentially co-eluting PAs listed in Commission Regulation (EU) 2023/915. 
b Calculation: [c(PA35) / (c(PA35) – c(AcImN + AcLyN)) -1] x 100%. Given values were rounded. c Sample data taken from Kaltner et al. (2020), supplementary material. AcIm: 7-O-Acetylintermedine; AcImN: 7-O-Acetylintermedine N-oxide; AcLy: 7-O-Acetyllycopsamine; AcLyN: 7-O-Acetyllycopsamine N-oxide; ImN: Intermedine N-oxide; LyN: Lycopsamine N-oxide; N.A.: not applied (unrealistic overestimations due to very low PA35 sum levels smaller than the sum of AcIm and AcLY)
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Atom No. | Charge | Atom No. | Charge Atom No.  Charge | Atom No. | Charge
1 -0.0281 14 04361 1 -0.0563 14 04296
2 0.0595 15 08833 2 0.0842 15 08825
3 0.1774 18 1.2751 3 0.1835 16 1.2795
4 -0.6062 17 0.7482 4 -0.2850 17 0.7536
5 0.1877 18 0.3401 5 02034 18 0.3367
6 -0.0538 19 0.3559 6 -0.0591 19 03576
7 0.4701 20 0.3327 7 0.4605 20 03314
8 0.0011 21 0.3310 7-O-Acetyllycopsamine N-oxide 8 -0.0207 21 0.3327
9 -0.9401 22 -0.0269 9 -0.9409 22 0.0281
10 1.2846 23 00338 10 1.2868 23 0.0347
1 -0.7370 24 0.0094 11 -0.7364 24 00114
2 -0.0855 25 00443 12 -0.0372 25 -0.0456
13 02691 13 0.2829 26 0.2894





