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SUPPLEMENTAL FIGURE LEGENDS

SUPPLEMENTAL FIG. 1S. Product ion spectra of LGMFL*Y““IEY adduct (P6) [M+2H]** at m/z
616.5 of SA modified with N-acetoxy-AaC (upper panel) and LGMFL*Y“*“JEY adduct (P6) [M+2H]*
at miz m/z 619.5 of SA modified with N-acetoxy-["*Cs]JAaC (lower panel), following trypsin-
chymotrypsin digestion of SA.

SUPPLEMENTAL FIG. 2S. UPLC-ESI/MS? chromatograms AaC-peptide adducts from commercial
SA (A) and plasma SA (B) modified with 1 mole equivalent N-acetoxy-AaC following digestion with
trypsin/chymotrypsin: LQQ*C"*“IPF sulfenamide ([M+2H]*" at m/z 458.7), LQQ*CB°**““IPF sulfinamide
(IM+2H]* at m/z 466.7), LQQ*CF%*“IpE  gsulfonamide ([M+2H]* at m/z 474.7),

LQQ*C°A““IPFEDHVK sulfinamide ([M+3H]** at m/z 514.2), LQQ*CF°2*““IPFEDHVK sulfonamide

([IM+3H]** at m/z 519.6), L*Y"“IEIAR ([M+2H]* at m/z 473.3), F*Y“CIPELL ([M+2H]* at m/z 517.3)
and full scan spectrum of AaC ([M+H]" at m/z 184.1) were used to construct the ion chromatograms.

SUPPLEMENTAL FIG. 3S. Product ion spectra of (A) LQQ*C“““JPF sulfenamide ([M+2H]** at m/z
458.7, upper level) and LQQ*CI%A““IpE sylfenamide m/z 461.7, lower panel), (B) LQQ*CIS**“IpF

sulfinamide ([M+H]* at m/z 932.4, upper panel) and LQQ*C!S°**CeA“IpE gylfinamide ([M+H]" at m/z
938.4, lower panel); and (C) LQQ*CE°**“IPFEDHVK sulfinamide ([M+3H]*" at m/z 514.2, upper panel)
and LQQ*CI°™CeACIPEFEDHVK  sulfinamide ([M+3H]** at m/z 516.2, lower panel) obtained from

trypsin/chymotrypsin digest of SA obtained from human hepatocytes treated with 50 uM of an equimolar
mixture of AaC and [**Cg]-AaC.

SUPPLEMENTAL FIG. 4S. Product ion spectra of (A) LQQ*CE2HIPFEDHVK sulfinic acid [M+2H]**
at m/z 688.3, (B) LQQ*C[SO3H]PFEDHVK sulfonic acid [M+2H]*" at m/z 696.3, (C) DVFLGM°F

[M+H]+ at m/z 844.3 obtained from trypsin/chymotrypsin digest of SA of human hepatocytes treated with
50 uM of an equimolar mixture of AaC and [**Cs]AaC.
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Supplemental Fig. 2S
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Supplemental Fig. 3S
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