[bookmark: _GoBack]Table S2: Results of the validation experiments for hay: correlation and precision of the LC-MS/MS measurement and analytical limits of the method
	
	Hay matrix standard
	Hay5

	Analyte
	Correlation r1
	inter-day precision (n=5)2
	LOD3 (ng ml-1)
	LOQ4
(ng ml-1)
	LOD3 (µg kg-1)
	LOQ4 (µg kg-1)

	Erucifoline
	0.9971
	8.5%
	0.8
	2.7
	16.2
	54.1

	Erucifoline-N-oxide
	0.9989
	7.7%
	0.6
	2.0
	11.8
	39.2

	Echimidine
	0.9996
	6.2%
	1.0
	3.2
	19.4
	64.5

	Echimidine-N-oxide
	0.9990
	13.0%
	1.7
	5.6
	33.3
	111.1

	Europine
	0.9995
	8.4%
	0.1
	0.2
	1.3
	4.4

	Europine-N-oxide
	0.9994
	12.6%
	0.1
	0.4
	2.6
	8.7

	Heliotrine
	0.9996
	3.5%
	0.1
	0.2
	1.2
	3.8

	Heliotrine-N-oxide
	0.9993
	8.2%
	0.1
	0.4
	2.2
	7.5

	Intermedine
	0.9993
	2.6%
	0.4
	1.3
	8.0
	26.7

	Intermedine-N-oxide
	0.9989
	9.0%
	0.2
	0.5
	3.3
	11.0

	Jacobine
	0.9974
	10.8%
	1.8
	5.9
	35.3
	117.6

	Jacobine-N-oxide
	0.9996
	10.8%
	0.6
	2.1
	12.5
	41.7

	Lycopsamine
	0.9992
	2.9%
	0.4
	1.3
	8.0
	26.7

	Lycopsamine-N-oxide
	0.9982
	15.1%
	0.2
	0.8
	4.8
	16.0

	Lasiocarpine
	0.9990
	4.7%
	0.1
	0.4
	2.3
	7.5

	Lasiocarpine-N-oxide
	0.9986
	3.8%
	0.2
	0.5
	3.1
	10.4

	Monocrotaline
	0.9979
	4.1%
	0.4
	1.4
	8.2
	27.4

	Monocrotaline-N-oxide
	0.9993
	17.1%
	1.2
	3.8
	23.1
	76.9

	Retrorsine
	0.9998
	8.6%
	0.4
	1.3
	7.5
	25.0

	Retrorsine-N-oxide
	0.9990
	18.5%
	0.5
	1.6
	9.7
	32.3

	Senecionine
	0.9987
	6.8%
	1.4
	4.5
	27.3
	90.9

	Senecionine-N-oxide
	0.9982
	13.6%
	0.4
	1.3
	7.5
	25.0

	Seneciphylline
	0.9996
	5.1%
	0.5
	1.5
	9.1
	30.3

	Seneciphylline-N-oxide
	0.9999
	13.7%
	0.6
	2.0
	12.0
	40.0

	Senkirkine
	0.9998
	5.4%
	0.5
	1.8
	10.5
	35.1

	Trichodesmine
	0.9988
	6.5%
	0.9
	3.1
	18.8
	62.5


1) Linear regression, matrix-matched calibration with five calibration points. Linearity was given up to 200 ng ml-1 (Mandels F-Test); 2) Measurement of 100 ng ml-1 matrix standard on five different days; 3) limit of detection, signal-to-noise ratio = 3; 4) limit of quantification, signal-to-noise ratio = 10; 5) dilution factor from ng ml-1 to µg kg-1 = 20, levels related to dry matter
2

