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Figure S1 Assessment of QC samples.
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Figure S2 Analysis of metabolic profiling variation. a. Score plot of OPLS-DA model of serum metabolic profiling between cancer and control in the discovery group. b. 200 permutation tests of the OPLS-DA model in the discovery group. c. Score plot of OPLS-DA model of serum metabolic profiling between cancer and control in the validation group. d. 200 permutation tests of the OPLS-DA model in the validation group. e. Chemical subclass classification pie chart of differential metabolites.
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Figure S3 MS2 spectra of 7 metabolites (a) Guanosine, (b) Tyr Ser, (c) Phe Thr, (d) His Ile Gly, (e) Histidinyl-Tryptophan, (f) L-Histidine, (g) Urocanic acid
	[bookmark: OLE_LINK2]Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	Guanosine
	2.69_283.0923n
	HMDB0000133
	M+H, M+Na
	C10H13N5O5
	52	
	69.8
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	Tyr Ser
	1.60_268.1064n
	METLIN238143
	M+H, M+Na
	C12H16N2O5
	49.6	
	56
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	Phe Thr
	2.94_267.1343m/z
	METLIN23662
	M+H
	C13H18N2O4
	49.6	
	56.8
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	His Ile Gly
	2.37_326.1828m/z
	METIN2033
	M+NH4
	C14H23N5O4
	55.7	
	87.5
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	Histidinyl-Tryptophan
	2.94_341.1496n
	METLIN85802
	M+H-H2O, M+Na, M+H
	C17H19N5O3
	
48.5
	
50.7
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	L-Histidine
	1.21_156.0771m/z
	METLIN21
	M+H
	C6H9N3O2
	49.2	
	51.3
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	Metabolite
	Compound
	Compound ID
	Adducts
	Formula	
	Score
	Fragmentation Score

	Urocanic acid
	1.20_138.0432n
	METLIN298
	M+H-H2O, M+H
	C6H6N2O2
	52
	64.6
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Top 10 Differential Metabolite Sub-Classes (Bright Morandi Palette)
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