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Scheme. S1

TH- and 3C-NMR Spectra of compound 4-chloro-2-formylphenyl acrylate, 2 and
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Fig. S1 The fluorescence intensity of 2 (30 uM) as a function of Cys concentration, in

PBS buffer (10 mM, pH = 7.4, 30% DMSO), A.x =400 nm, A, = 558 nm.

Mass Spectrum List Report

Analysis Info

Analysis Name  [hi00079.d Acquisition Date 09/23/14 16:21:56
Method XQ Default.ms Operator Administrator
Sample Name Default Instrument Esquire-LC_00136
Comment 174

Acquisition Parameter

lon Source Type ESI lon Polarity Negative Alternating lon Polarity nia

Mass Range Mode Std/Normal Scan Begin 50.00 m/z Scan End 300.00 miz
Capillary Exit -93.3 Volt Skim 1 -24.1 Volt Trap Drive 282

Accumulation Time 45337 ps Averages 8 Spectra Auto MS/MS Off
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Fig. S2 Mass spectral in DMSO after probe 2 reacted with Cys (1 equiv.).
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Fig. S3 Fluorescence intensity of 1 (30 uM) at 558 nm in PBS buffer (10 mM, pH =

7.4) with different DMSO volume fraction, A, = 400 nm, Ae, = 558 nm.
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Fig.S4 Fluorescence intensity of 1 (30 pM) at 558 nm in PBS buffer (10 mM, 30%

DMSO) with different pH, Ao, = 400 nm, Aey, = 558 nm.
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Mass Spectrum List Report

Analysis Info

Analysis Name  1hl00081.d Acquisition Date 09/23/14 16:25:57

Method XQ Default.ms Operator Administrator

Sample Name  Default Instrument Esquire-LC_00136

Comment 464

Acquisition Parameter .

lon Source Type ESI lon Polarity Negative Alternating lon Polarity nia

Mass Range Mode Std/Normal Scan Begin 150.00 m/z Scan End 800.00 m/z
Capillary Exit -117.8 Volt Skim 1 -41.5 Volt Trap Drive 44.2
Accumulation Time 9412 ps Averages 8 Spectra Auto MS/IMS Off

Intens. ] OH 1h100081.d- -
o D:/
o
<« Ny

r
@y
<«
w =z
Q
Q
(o]
I
w
-~
o
~ w
w
~
B
sy
o)

343.7 419.4 6493 7032 7411
i :
4 247.6 | 4532 ,51*32 259 - Mt bbb L
200 300 400 500 600 700

Fig. S5 Mass spectral in DMSO after probe 2 reacted with Hey (1 equiv.).

Mass Spectrum List Report

Analysis Info

Analysis Name  |1hl00068.d Acquisition Date 09/22/14 16:19:17
Method XQ Default.ms Operator Administrator
Sample Name  Default Instrument Esquire-LC_00136
Comment 3

Acquisition Parameter

lon Source Type ESI lon Polarity Positive Alternating lon Polarity n/a
Mass Range Mode Std/Normal Scan Begin 500.00 m/z Scan End 900.00 m/z
Capillary Exit 129.6 Volt Skim 1 49.2 Volt Trap Drive 491
Accumulation Time 24536 ps Averages 8 Spectra Auto MS/MS Off
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Fig. S6 Mass spectral in DMSO after probe 2 reacted with GSH (1 equiv.).
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Fig. S7 Fluorescence response of 2 (30 uM) to FBS with or without pretreatment by
thiol-blocking reagent, NEM (500 uM) in PBS buffer (10 mM, pH = 7.4, 30%

DMSO), Aex = 400 nm.
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