
S2 Text. Identification of compounds without a reference KI Value
Seven compounds were identified without a reference standard or published Kovats retention index. In each case the mass spectrum matched the NIST reference data [1]. Three are unknowns whose structure could not be determined (compounds 53, 59 and 63).
15. 3-Isopentenyl thiol (15) KI 794
[image: ]C5H10S MW 102
The mass spectrum (MS) matched the NIST MS, and showed ions which are characteristic of this structure. Found m/z 102.2 M+ (100%), 104.1 [34S isotope ion] 2.6%, 87.1 [M-15]+, 22%, 47.1 [CH2SH]+ 40%. Note that the 34S isotope ion usually has an abundance about 4% of the corresponding 32S ion, for each sulfur atom in the molecule [2]. Supporting evidence is given by presence S-methyl homologue (compound no. 20) which eluted later (KI 896). The isopentyl/isopentenyl structure is found is four compounds (compounds 12, 15, 17, and 20).

35. Nonanal, branched (35) KI 1087
C9H11O MW 142
This compound had the same MS as n-nonanal (compound 37, KI 1101) but eluted 14 KI units earlier, indicating a branched carbon chain. A literature search found a KI 1058 for anteiso-nonanal (6-methyl octanal), demonstrating the effect of branching at this position. It is not possible to identify the position of the branch in compound 35.

46. 1-Phenylethyl methyl sulfide (46) KI 1196
[bookmark: _Hlk63763161][image: ]C9H12S MW 152
The MS showed characteristic ions at m/z 152.2 [M]+ (24%), 154.3 [34S isotope of M+] (5.5% of the abundance of 32S M+), 105.1 [M – SCH3]+ 100%. Also present was the corresponding thiol (38) at KI 1121.



51. 2-Phenylethyl methyl sulfide (51) KI 1280
[image: ] C9H12S MW 152
This compound is an isomer of compound 46 and its MS shows the same M+ ion and different fragmentations which are characteristic of the unbranched sidechain. Ions at m/z 152.2 [M]+ 88%, 154.4 [34S M+] 5.6% of 32S M+), 104.2 [M - (SCH3 + H)]+ 100%), 91.2 [M – (CH2SCH3)]+ 66%, 61.1 [CH2SCH3]+ 93%. Also present was the corresponding thiol (44) at KI 1174.

57. Decanoic acid, branched (57) KI 1348
C10H20O2 MW 172
This compound has the same MS as n-decanoic acid, which eluted at KI 1373, 25 units later. Branching causes fatty acids and other alkanes to elute earlier. This was not further investigated, but we have previously shown that by GC-MS analysis of the methyl esters of fatty acids the KI offsets from the value for the straight chain n-acids can in many cases enable the position of the methyl group to be assigned [3].

60. 2-Methylquinoline, 8-hydroxy- (60)
[image: ]C10H9O MW 159
This compound could be formed metabolically from 2-methylquinoline (compound 55, KI 1309). Its MS matched the NIST reference data. Ions at 159.2 M+ (100%), 131.3 (77%), 130 (33%), 129 (1.1%), 128 (7.8%). 
The 2-hydroxymethyl derivative (CAS 1780-17-2) is also a possible metabolite of 2-methylquinoline. Williams [4] showed that radiolabelled tryptophan was excreted in urine as 2-aminomethylquinoline (CAS 5760-20-3) that, as urine aged, degraded successively to 2-aminoquinoline and 2-hydroxymethylquinoline. However, its mass spectrum (from NIST) shows a set of ions at m/z 128-131 which do not match the mass spectrum of compound 60.
Another compound (which is unrelated to 2-methylquinoline) with a mass spectrum similar to that of compound 60 is 8-hydroxymethylquinolone (CAS 16032-35-2). However, it seems far less likely as it is comparatively rare with only 40 references in SciFinder compared to 1633 references to 8-hydroxy-2-methylquinoline. This compound has many uses including as an antimicrobial and has been found in landfill leachates [5] and is therefore considered likely to be compound 60.
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