21L_20200918074502 #2960 RT: 556 AV: 1 NL: 481E4
F: FTMS + p ESId Full ms2 263.2371@hcd30.00 [50.0000-290.0000]
81.07

: 95,0863
A C::‘;:;"-"s” C7H11=95.0855 62 211 mo (o]
100 0199ppm 78483 ppm o
95
NG P
% Hc—sT OH
85 )
o 8195 105
75
70
65
109.1018
g 60 CsH13=109.1012
g 6.1209 ppm
8 55 PP
H 123.1174
% 50 620194 CgH15=123.1168 211.9802
£ 45]C2Hes=620185 4.7867 ppm c 18;.1_646 CsHgeO5S=211.9774
s 14.9803 ppm 1" :‘::5326_9139-1671 13.2745 ppm
T 40 -13.3269 ppm 226.9474
1919778
35 1351172
30 C1oH15=135.1168 [M.|.H]+
25548 ppm 168.9619
2 CeHO4S =168.9590 265.1104
17.2129 ppm C11H21 05 S =265.1104
20 \ -0.0314 ppm
15 163.1485 2452258
10 2279665
289.0449
e I 01 | | il ll
L R A T R A e B L L I B o B e e e R S M E e n ey |
50 60 70 80 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 290
mz
31S #3754 RT: 708 AV: 1 NL: 480E4
F: FTMS + p ESId Full ms2 251.1277@Ncd30.00 [50.0000-275.0000]
0709
C4He=57.0699
, 17.5925 ppm HO 0
100 61 o
N
95 Ho |195 [M+H]
251.0951
90 HSC —S C10H19 05 S =251.0948
OH 1.2820 ppm
85
80 195.1018
g 1771274 CgHi1g 03 S=195.1049
75 CgH210S=177.1308 -16.0687 ppm
81 177 18,8361 ppm
70
81.0708
65 Ce Hg =81.0699
10.8317 ppm
g 60
c
38 55
5
£ 50
é 45 59.0501
S C3H70=59.0491 109.1017
© 40 16,6589 ppm CaHi13=109.1012
43726 ppm
25 97.0655
CeHe O=97.0648
61.0117
30 C2Hs S =61.0106 7.0467 ppm
16.8 m
25 —16.8086 pp 149.0598
20 1250601 Co Hg ?2’; ”:;0597
C7Hg 02=125.0597 -5224 pp!
15 8.9849 2.8798 ppm
91.7046
10
‘ ‘s,ums ’ 2so.szoﬂ
50 60 70 80 %0 100 110 120 130 140 150 160 170 180 130 200 210 220 230 240 250 260 270
miz

Supplementary Figure S1. High resolution MS/MS spectra obtained in positive ionization of identified isomeric structures of sulphur-containing
dicarboxylic acids whose presence in Brachypodium was suggested by pathway enrichment analysis. (A) 6'-methylthiohexylmalic acid;

(B) 5'-methylthiopentylmalic acid. Main product ions and calculated chemical formulas have been indicated. Postulated structures with main
fragmentation schemes are shown representatively as 2-(6'-methylthio)hexylmalic and 2-(5'-methylthio)pentylmalic acid, however, precise

isomer identification requires further studies.



