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Fig. SI 1 A Extracted ion chromatogram (m/z 286.0600) in full scan mode and B mass spectra of HETETE-Cys

Table SI 1 The measured and the calculated isotope distribution of HETETE-Cys

m/z (Calc) m/z Height % (Calc) Height % Diff (ppm) Diff (mDa)
286.0600 286.0600 100 100 0.14 0
287.0625 287.0625 12.81 10.07 -0.01 0
288.0566 288.0562 14.8 11.54 -1.52 -04
289.0590 289.0589 1.72 1.34 -0.35 -0.1
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Fig. SI 2 A Extracted ion chromatogram (m/z 389.0692) in full scan mode and B mass spectra of Cys-ETETE-Cys.

Table SI 2 The measured and the calculated isotope distribution of Cys-ETETE-Cys

m/z (Calc) m/z Height % (Calc) Height % Diff (ppm) Diff (mDa)
389.0692 389.0692 100 100 -0.01 0
390.0716 390.0717 17.31 14.23 0.27 0.1
391.0659 391.0661 20.13 15.25 0.45 0.2

392.0681 392.674 3.17 2.04 -1.76 0.7
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Fig. SI 3 A Extracted ion chromatogram (m/z 472.1240) in full scan mode and B mass spectra of HETETE-GSH

Table SI 3 The measured and the calculated isotope distribution of HETETE-GSH

m/z (Calc) m/z Height % (Calc) Height % Diff (ppm) Diff (mDa)
472.1240 472.1240 100 100 -0.1 0
472.1267 473.1268 21.38 19 0.19 0.1
474.1218 474.1217 17.04 12.49 -0.17 -0.1
475.1238 475.1229 3.21 2.06 -1.93 -0.9
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Fig. SI 4 A Extracted ion chromatogram (m/z 761.1973) in full scan mode and B mass spectra of GSH-ETETE-GSH.

Table SI 4 The measured and the calculated isotope distribution of GSH-ETETE-GSH

m/z (Calc) m/z Height % (Calc) Height % Diff (ppm) Diff (mDa)
761.1973 761.1973 100 100 0.09 0.1
762.1999 762.2010 34.45 32.65 1.43 11
763.1960 763.1955 26.13 22.73 -0.59 -0.5
764.1975 764.1957 7.5 6.15 -2.44 -1.9
765.1949 765.1923 2.89 2.33 3.40 2.6




Table SI 5 Product ions of single protonated HETETE-GSH

Mass Mass
Elemental Mass Mass
Structure composition (Measured) (Calculated) Error Error
[ppm]  [mDa]
[+H]* Ci6H30N307S3 472.1240 472.1240 -0.19 -0.09
NH: ]
HO NI\S/\/S\/\S/\/OH
°© UN"So
Hom)
O
[M+H-H.O]* Ci16H2sN306S3 454.1129 454.1135 -1.35 -0.61
+ Ci14H25N,05S 397.0920 397.0920 -0.03 -0.01
-H 14M25N2Us593
o oojV TR
HOJ\(\/[LN S\/\S/\/S\/\OH
NH, M
a;= neutral loss of glycine from [M+H]*
[ai-H20]* Ci14H23N204S3 379.0821 379.0815 1.72 0.65
[+H]* Ci11H23N204S3 343.0818 343.0815 1.13 0.39
OH i NH, ]
OJ\/NW)\/S\/\S/\/S\/\OH
(e}
a,= neutral loss of pyroglutamic acid from [M+H]*
[az-H20]* C11H21N205S5 325.0712 325.0709 0.94 0.31
[H]* Ci10H16N306S 306.0749 306.0754 -1.88 -0.57
HS ]
O y O (0}
Ho)l\/N NWOH
o H NH,
[-HT* CoH17N>03S3 297.0396 297.0396 0.12 0.04
OH i NH, _|
OJ\/N S\/\S/\/SH
o
[-H]* CoH17N203S, 265.0677 265.0675 0.57 0.15
OH y NH, _|
)\/N S e
o S
(0]
_H]* CgH14N304S 248.0406 248.0410 -1.27 -0.32




Table SI 5 (continued)

Mass Mass
Elemental Mass Mass
Structure composition (Measured) (Calculated) Error Error
[ppm]  [mDa]
[-H* CsH1sNOS3 240.0548 240.0545 1.44 0.35
HZN\/\S/\/S\/\S/\/OH
OH i NH; _|[-H]+ C7H13N:0:S, 237.0361 237.0362 -0.40  -0.10
(0]
o O _|[-H]+ CoH1NO3S 216.0684 216.0689 231 -0.50
~
OA/\)LNJ/\/S\
H
o o [-HI" CrH13N,058 205.0640 205.0641 077 -0.16
HOWN/\/SH
NH, H
_I[_H]+ CeH130S3 197.0124 197.0123 0.35 0.07
HS/\/S\/\S/\/OH
as;= HETETE-S=neutral loss of y-glu-ala-glc from [M+H]*
[-H]* C;H10NO3S 188.0378 188.0376 1.24 0.23
O (0} _|
HS\/\NJ\/\/U\OH
H
o —|[-H]+ CsHgN203S 177.0332 177.0328 1.95 0.35
OH
HS N
NH,H O
a,= cysteinylglycine
_|[_H]+ CesH130S, 165.0403 165.0402 0.30 0.05
\/S\/\S/\/OH
as=HETETE=neutral loss of GSH from [M+H]*
—|[-H]+ C7H10NO3 156.0654 156.0655 -0.49 -0.08
0] o)
HOJ\/\/U\N/\
H
[-HT* CsHgN2O3 145.0612 145.0608 2.84 0.41
o) o |
iAo~ on
NH,
_|[-H]+ C,Hs0S, 137.0093 137.0089 2.74 0.38
HS\/\S/\/OH

as= HETE-S




Table SI 5 (continued)

El Mass Mass
emental Mass Mass
Structure composition (Measured) (Calculated) Error Error
P [ppm]  [mDa]
_HT* CsHsNO3 130.0502 130.0499 2.21 0.29
o e
HO)WO
NH,
[-H]+ CsHoN202 129.0661 129.0659 1.74 0.22
q ol
|
(0]
[-H]* C4H7S:2 118.9985 118.9984 1.23 0.15
+\/S\AS
+ C4sHoOS 105.0372 105.0369 3.61 0.38

[-H]
/\S/\/OH_|
a;= HETE




Table SI 6 Product ions of single protonated GSH-ETETE-GSH

Mass Mass
Elemental Mass Mass
Structure e Error Error
composition (Measured) (Calculated) [ppm]  [mDa]
—|[+H]+ Ca26HasNeO12S4  761.1971 761.1973 -0.25 -0.19
HO o OH
)
H,N NH,
O
0o NH
HN
o S/\/S\/\S/\/S/_gzo
NH H=N2
(o)
o)
HO OH
[M+H]*
[M+H-H2OJ* C26H4sNeO1:1S4  743.1867 743.1867 -0.01 -0.01
[M+H-2H,0]* C26HaiN6O10Sa  725.1745 725.1762 -2.28 -1.66
[-HT C24H40NsO10S4  686.1645 686.1653 -1.06 -0.73
oH |
HO 0
0
H,N NH;
)
N <
Ozgﬂs/\/s\/\s/\/s =0
NH
0
HO
b;= neutral loss of glycine from [M+H]*
[b1-H.0]* C24H3sNsO9Ss  668.1536  668.1547 -1.65 -1.10
—|[+H]+ C21H38NsO9Sa  632.1550 632.1547 0.43 0.27
OH
O
NH,
H2N © NH
(e} S S
W ~ g \/\S/:Ngzo
S0 2
HO *=oH
b,= neutral loss of pyroglutamic acid from [M+H]*
[b2-H20]* C21H36NsOsSa  614.1445 614.1441 0.63 0.39




Table SI 6 (continued)

Mass Mass
Elemental Mass Mass
Structure e Error Error
composition (Measured) (Calculated)
[ppm]  [mDa]

C20H33N4O7Ss 569.1221  569.1227 -1.07 -0.61

_HT*
on 17

(0]

NH»
(0]
o) NH
\NJ\=/S\/\S/\/S\/\S/_%=O
H HN
(¢]
OH
—|[-H]+ C19H33NsO7Ss  557.1227 557.1227  0.03 0.01
OH
0}
NH,
0}
NH, NH
OWS\/\S/\,S\/\S/_g:O
HN
(0}
OH
bs= neutral loss of pyroglutamic acid and glycine from
[M+H]"
[b3-H20]* Ci9H31N4O6Ss  539.1108 539.1121 -2.34 -1.26

Ci16H31N4OsSs4  503.1124 503.1121 0.69 0.34

[+H]"
NH2_|

H,N
O)gﬂs/\,s\/\s/\,s o]
NH HN

(o}
)
HO OH
b,= neutral loss of two pyroglutamic acid from [M+H]*

on |

(0]
NH,

Ci16H2sN3OeSs  486.0859  486.0855 0.78  0.38

)
NH
HS\/\S/\/S\/\S 0
HN
o
OH
bs= neutral loss of y-glu-ala-glc from [M+H]*




Table SI 6 (continued)

Elemental Mass Mass Mass Mass
Structure " Error Error
composition (Measured) (Calculated) [ppm] [mDa]
—|[_H]+ C16H2sN30sS4  470.0911  470.0906 1.06 0.50
0=CH
NH,
05
NH
HS\/\S/\/S\/\S/_g:O
HN
o~/
OH
—l[.H]+ C16H2sN30sSs  454.1137  454.1135 049 0.22
OH
(6]
NH,
)
NH
\/S\/\S/\/S (0]
HN
)
OH
bs= neutral loss of GSH from [M+H]*
o ooj\/ _|[_H]+ C1aH2sN204Ss  413.0689  413.0692 -0.65 -0.27
HOJ\(\)LN S\/\S/\/S\/\SH
NH, M
o] [-HI* Ci13H23N203Ss  383.0588 383.0586 044 0.17
HO\[I/\N)\/\S/\/S\/\S/\/S\/_l
o M NH,
OH 1 NH, —|[+H]+ C11H23N203S4  359.0593 359.0586 191 0.69
OJ\/N\'I)\/S\/\S/\/S\/\SH
O
OH 1y NH, e CuH2N20sSs  325.0714  325.0709  1.60  0.52
OJ\/N)‘)\/S\/\S/\/SV
o
—|[—H]+ C10H16N30sS  306.0756  306.0754 0.55 0.17
O

o .,
Ho PN NJ\/\(U\OH
o H NH,




Table SI 6 (continued)

Elemental Mass Mass Mass Mass
Structure composition (Measured) (Calculated) Error Error
[ppm]  [mDa]
_|[-H]+ C10H13N206S 289.0487 289.0489 -0.74 -0.21
o) Sty o)
H
oSN A IS Aoy
o H
e CoH17N203S2 2 265.0675 473 1.2
NHz,, OH oH17N20sS2  265.0688  265.0675 4.73  1.25
/\S/\/S\)\“/N o
o
TR C10H13N20
o o Hoo 10H13N206 257.0772 257.0768 1.65 0.42
HOJ\/\/ILHJ\WN\)LOH
o)
oH | e CoH1aNOsS2 ~ 248.0409  248.0410 -0.22 -0.05
O)\/N\n/\/s\/\s/\
0
OH |y NH, —|[-H]" C7H13N203S> 237.0367 237.0362 2.00 0.47
O)\/Nm)\/s\/\SH
0
o —|[-H]* CoH14NO3S 216.0680 216.0689 -3.92 -0.85
O =z
O&\/\)J\NJ/\/S\
H
o —l[_H]+ C7H13N203S 205.0645 205.0641 1.66 0.34
HO\n/\N S/\
o H nNH,
o o [-HI* CsH11N204 199.0710 199.0713 -1.53 -0.30
Ho-Con AN AN NH:
H o
o o [-H]* C7H10NO3sS 188.0379 188.0376 1.48 0.28
HOJ\/\/U\”/\/SH
[-HI* CsHoN203S 177.0331 177.0328 1.67 0.30
o 4 SH_|
HOJ\/Nj‘)iNHZ
(0]

b7= cysteinylglycine




Table SI 6 (continued)

Elemental Mass Mass Mass Mass
Structure composition (Measured)  (Calculated) [Egr?{] [Eeroa(]
[H]* C7H10NOs 156.0661 156.0655 3.59 0.56
0 o ]
HOJ\/\/U\N/\
H
[-H]* CsHoN20s3 145.0609 145.0608 0.90 0.13
Sl
HO NH.,
0]
[-H]* CsHoN202 129.0657 129.0659 -0.89 -0.12
o ]
gt
NH»,
(6]
CaHeS2 121.0142 121.0140 1.88 0.23

[-HI*
\/S\/\;|




Table SI 7 Product ions of single protonated HETETE-Cys

Mass Mass
Elemental Mass Mass
Structure composition (Measured)  (Calculated) Error Error
[ppm] [mDa]
Q e
S OH
Ho)vs/\/ g CoHoNOsSs ~ 286.0600  286.0600  0.01 0
NH,
[M+H]*
[M+H-Hz0]" CoH1eNO2Ss  268.0494  268.0494  -0.02 0
(0] +
s —|[-H]
HO)K@S/\/ ~"sH C7H1NO.Ss  240.0177 240.0181 -1.62  -0.39
NH,
o _|[_H]+
Ho*ﬁs/\/sv C7Hu1NO.S,  208.0459 208.0460 -0.52  -0.11
NH,
—I[-Hr
Hs™ NS g ™\ OH CeH130Ss  197.0119 197.0123 -2.07  -0.41
cs= HETETE-S
o —|[-Hr
HOJ\(\S/\/SH CsH10NO.S>  180.0146  180.0147 -0.69  -0.12
NH,
—|[-Hr
S-S g~OH CeH130S2 165.0397 165.0402 -3.34  -0.55
cs= HETETE=neutral loss of cysteine from [M+H]*
o —|[-H]*
HO N CsHioNO2S  148.0426  148.0427 -0.44  -0.06
NH,
—|[-H]*
HS o~ g~ OH CsHeNO2S  137.0091 137.0089  0.94 0.13
c;= HETE-S
o —|[-H]
J\ﬁ C4Hs0S: 120.0115 120.0114  1.38 0.17
HO SH
NH,
—|[-Hr
g ~OH C4Hs0S 105.0368 105.0369 -0.12  -0.01

Co= HETE




Table SI 8 Product ions of single protonated Cys-ETETE-Cys

Mass Mass
Elemental Mass Mass
Structure composition (Measured) (Calculated) Error Error
[ppm]  [mDa]
o) NH, _|[+H]
Ho)\As/\/S\/\s/\/SV\I(OH Ci2H2sN204Ss  389.0692  389.0692  0.17  0.07
NH, o)
[M+H]"
0 —|[+H]+
Ho)‘\ps/\/s\/\s/\/s\/\n/OH Ci2H2NO4S.  372.0421  372.0426 -1.45 -0.54
NH, 0]
o —|[+H]+
Ho*ﬁs/\/s\/\s/\/s\/\mz CuiH2sN202S.  343.0635  343.0637 -0.45 -0.16
NH,
o —|[-H1*
Ho)‘\/\s/\/s\/\s/\/SH CoH1sNO2Ss  300.0218  300.0215 1.17  0.35
NH,
o [-H]"
HOJ\/\S/\/S\/\S/\ CoH1sNO.Ss  268.0494  268.0494 -0.08 -0.02
NH,
d;= neutral loss of cysteine from [M+H]*
o _|[-H]+
Ho)‘\As/\/S\/\SH C7H1aNO2Ss  240.0179  240.0181 -0.92 -0.22
NH,
0 e
HoJ\ﬁs/\/sv C7H1aNO2S2,  208.0459  208.0460 -0.93 -0.19
NH,
o —|[-H]+
HOJ\(\S/\/SH CsHi0NO2S2  180.0146  180.0146 -0.78 -0.14
NH,
o [-HI"
HO)K(\S/\ CsH10NO2S 148.0427 148.0426 -0.11 -0.02
NH,
[+H]*
_| CsH10NS2 136.0249 136.0249 -0.09 -0.01

HS ™S~ NH,




Table SI 8 (continued)

Elemental Mass Mass l\élass '\élfrZ‘:‘
Structure composition (Measured) (Calculated) [pgr?”lr] [mDal

o LA
HOJ\(\SH C3HeNO2S 120.0115 120.0116 0.73 0.09

NH,
[-HI*
~S A \H C4HsNS 102.0369 102.0372 -251 -0.26
o _|[-H]+

C3HsNO2 88.0392 88.0393 -1.17 -0.1




