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Table S1. Scan and SIM groups used in the DER-LLE-PTV-GC-qMS method
	Mode
	Initial time/min
	Characteristics

	scan
(m/z 40-500)
	4.00
	scan s-1
	3.15

	
	6.30
	
	5.92

	
	7.88
	
	10.59

	SIM
	4.00
Alanine
Glycine
Valine
	m/z selected*
(dwell time 1 ms)
	

	
	
	
	116, 44, 72, 117

	
	
	
	102, 74, 103, 130

	
	
	
	144, 55, 72, 116

	
	6.10
Leucine
Isoleucine
Proline
Asparagine
	
	

	
	
	
	158, 44, 101, 102

	
	
	
	158, 102, 129, 130

	
	
	
	142, 70, 98, 114

	
	
	
	141, 42, 56, 69

	
	7.50
Glutamine
Serine
Methionine
Phenylalanine
	
	

	
	
	
	84, 56, 110, 156

	
	
	
	114, 60, 86, 102

	
	
	
	129, 61, 101, 175

	
	
	
	176, 91, 102, 120

	
	8.65
4-chlorophenylalanine (IS)
Ornithine
Lysine
Histidine
Tyrosine
Tryptophan
	
	

	
	
	
	102, 74, 125, 210

	
	
	
	142, 70, 98, 258

	
	
	
	156, 56, 84, 128

	
	
	
	81, 154, 238, 254

	
	
	
	107, 102, 135, 192

	
	
	
	130, 103, 131, 143



*m/z in bold correspond to the ones selected for quantification purposes





Table S2. m/z variables selected in the PLS1 models by the Martens uncertainty criterion for the studied amino acids
	Analyte
	m/z variables selected by Martens uncertainty criterion

	Alanine
	42, 59, 60, 61, 63, 64, 67, 87, 97, 101, 102, 105, 107, 114, 116-118, 127, 130, 131, 142, 146, 156, 158, 159, 164, 173, 176, 180, 181, 190, 194, 201, 226, 228, 238, 239, 247, 272, 319

	Glycine
	40, 46, 49, 50-52, 54, 56, 62, 66, 79, 84-86, 101, 104, 106-108, 110, 113, 116, 117, 120, 123, 124, 128, 130, 132, 135, 136, 138, 139, 141, 142, 144, 149, 154, 155, 157, 158, 160, 166, 168-172, 179, 181, 182, 184, 186, 187, 191, 196, 199, 200, 213, 215, 227, 232, 238, 243, 247, 248, 252, 254, 305, 318, 320, 335, 336, 362-364, 379, 412

	Valine
	46, 69, 81, 100, 107, 114, 116, 126, 128, 129, 141, 148, 174, 185, 188, 191, 192, 194, 264, 288, 304, 342

	Leucine
	46, 47, 69, 86, 100, 107, 114, 115, 118, 120, 126, 128, 129, 141, 148, 174, 179, 180, 184, 191, 192, 194, 221, 249, 251, 264, 267, 268, 288, 304, 309, 324, 342, 393

	Isoleucine
	46, 71, 86, 90, 92, 100, 107, 115, 118, 120, 126, 128, 132, 148, 174, 176, 179, 180, 184, 191, 192, 194, 201, 209, 221, 248, 249, 251, 264, 267, 268, 287, 309, 323, 342, 393, 428, 429, 436

	Proline
	45, 59, 60, 61, 63, 70, 72, 84, 86, 87, 101, 103, 105, 107, 114, 115, 129, 131-134, 142, 146, 148, 155, 157-161, 173-177, 180, 189, 198, 200, 201, 205, 207-209, 224, 226, 243, 254, 256, 284, 287, 301, 302, 304, 377, 389

	Asparagine
	45, 46, 55, 56, 60, 61, 63, 69, 71, 79, 84, 86, 98, 99, 101, 126, 129, 132, 141, 149, 156-160, 168, 171-176, 180, 185, 188, 192, 203, 250, 258, 259, 272, 273, 288, 304

	Glutamine
	40-44, 46, 47, 54-57, 60-62, 64-66, 68-70, 74, 77, 81-86, 88-95, 97, 100, 101, 104-111, 113, 115-117, 120-125, 127, 128, 130-132, 134-142, 144, 145, 147, 149-151, 154, 155, 157, 158, 160, 161, 163-166, 168-173, 176, 178-187, 190, 191, 193, 196, 198-200, 203, 210, 213, 215, 217, 221, 222, 227, 228, 232, 234, 235, 238, 241, 243, 247, 251, 252, 254, 255, 259, 264, 277, 279, 280, 295, 296, 298, 303-305, 308, 318-321, 327, 328, 336, 348, 349, 351, 352, 355-358, 360, 362, 364, 365, 369, 370, 379, 388, 394, 399-402, 405, 412, 413, 415, 416, 427, 429, 430-433, 443, 446, 453, 460-463, 475, 476, 482, 487, 489, 490

	Serine
	40-500

	Methionine
	40-500

	Phenylalanine
	40-500

	Ornithine
	41, 42, 46, 53, 56, 59, 64-66, 70, 71, 72, 76, 79, 84, 86, 98, 100, 101, 103-105, 107-109, 112, 126, 129, 132, 136, 141, 142, 144, 149-151, 156, 157, 163, 172, 173, 175, 178, 193, 195, 198, 201, 207-210, 234, 235, 249-251, 253, 255, 258, 259, 267-269, 272, 282, 283, 293, 308-311, 325, 341-343, 367, 377, 405, 482

	Lysine
	56, 79, 85, 98, 101, 103-105, 108, 111, 116, 129, 132, 153, 156, 157, 173, 175, 178, 207, 209, 210, 226, 253, 258, 272

	Histidine
	40-500

	Tyrosine
	43, 47, 56, 62-64, 70, 74, 83, 84, 86, 98, 100, 101, 105-108, 111, 113, 114, 116, 126, 127, 129, 134, 139, 140, 144, 145, 152, 153, 155-157, 162, 164, 167, 171, 172, 174, 175, 185, 192, 212-214, 220, 226, 258, 259, 264, 272, 273, 280, 303, 352, 405, 407, 456

	Tryptophan
	40, 41, 42, 44, 49-52, 54, 55, 57, 61, 62, 78-80, 83, 84, 86, 88, 97, 98, 100, 109, 115, 116, 126, 128, 130, 132, 136, 144, 151, 157, 158, 171, 172, 176, 177, 181, 188, 210, 217, 226, 238, 239, 272, 304, 336, 364, 365, 383, 409, 411, 412, 425



Table S3. Average relative predictive error (E %) and bias when the concentration of amino acids was predicted in the external validation set of saliva samples using the PLS1 models

	
	Prediction of the external validation set

	Analyte
	E %
	Bias/mg L-1

	Alanine
	43
	-0.162

	Glycine
	11
	0.337

	Valine
	2
	-0.002

	Leucine
	38
	-0.119

	Isoleucine
	32
	-0.040

	Proline
	10
	-0.022

	Asparagine
	20
	-0.021

	Glutamine
	5
	0.818

	Serine
	28
	0.171

	Methionine
	18
	-0.030

	Phenylalanine
	22
	0.039

	Ornithine
	48
	-0.282

	Lysine
	31
	-0.263

	Histidine
	24
	0.278

	Tyrosine
	40
	-0.457

	Tryptophan
	43
	-0.139



