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General information for experiments

General synthetic materials and methods:

Chemicals or reagents were purchased from Sigma Aldrich., Acros, Dieckmann, J&K,
Alfa Aesar or TCI, and used as received. All solvents were used directly without further
treatment or distillation. Silica gel 60 (70-230 mesh, Merck) was used for column
chromatography. Thin Layer Chromatography (TLC) was performed using F»s4 silica

(aluminum sheet back plates, Merck).
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Instruments and spectroscopic methods:
NMR spectroscopy

NMR spectra were recorded from Bruker Advance-III 400 NMR spectrometer
operating at 400 MHz for 'H and 101 MHz for 3C{'H}, respectively. Chemical shifts
are quoted in ppm. 'H and '3C chemical shifts were referenced internally with solvent
residue chemical shift values (CDCls: 'H, 7.26 ppm; '3C, 77.16 ppm; CDs;OD: 'H, 3.31
ppm; 13C, 49.00 ppm; (CD3).CO: 'H, 29.84 ppm; 13C, 206.26 ppm). '*>Pt NMR spectra
were recorded on a Bruker Ascend™ 500 Fourier—transform NMR spectrometer with
chemical shifts reported relative to KoPtCls in DO (6 =—-1617 ppm). NMR data were

processed using MestReNova Software (Mestrelab).
Mass Spectrometry

High-resolution mass spectra were recorded on a Bruker Autoflex mass spectrometer
(MALDI-TOF) and a Thermo Fisher Scientific UPLC-Q exactive focus hybrid

quadrupole-orbitrap mass spectrometer in positive ion mode (ESI-MS).
Luminescent spectroscopy

Fluorescence spectra and UV-Vis absorption spectra were collected on a PTI QM-
4/2005 spectrometer and an Agilent Cary 8454 UV-Vis Diode Array System,
respectively. Solution samples were contained in quartz cuvettes with a volume of 1.5
mL, 1 cm of path length and 0.4 cm of slit length. All aqueous solutions were prepared
with Milli-Q water (18.2 MQ cm™). Briefly, stock DMF solution of PS (1 mM) and

stock analyte solutions (10 mM) were freshly prepared and added to aqueous solution
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according to the detection condition to form a final mixture with a volume of 1 mL.
The final concentration of PS is 5 uM, and the final concentration of analyte is 100 pM
(20 mol equiv.). The final reaction mixture was vortexed and incubated at ambient
condition for 6 h before emission measurement of cations and platinum salts; while the
final reaction mixture was vortexed and incubated at ambient condition for 6-24 h
before emission measurement of organoplatinum drugs. Absolute quantum yields were
measured on a Hamamatsu C9920-03 Absolute PL Quantum Yield Measurement

System.

Biological assays and cell imaging experiments:

Cell Culture

Human A549 (lung) cancer cells were obtained from American Type Culture Collection
(ATCC) and cultured in Dulbecco's modification of Eagle medium (DMEM)
supplemented with 10 % fetal bovine serum, 100 units/mL penicillin and 100 mg/mL
streptomycin. Cells were cultured at 37 °C in an atmosphere of 5 % CO2 and 95 %

humidity.

Cell proliferation assay

Cell proliferation was assessed by MTT [3-(4,5-dimethylthiazol-2-yl)-2,5-
diphenyltetrazolium] bromide assay. Briefly, cells were plated in 96-well plates (5 x10°

cells/well) and then treated with PS for 24 h. Afterward, cells were treated with MTT
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reagent and the absorbance at 570 nm was measured using a microplate reader. The

viability of control (untreated cells) was regarded as 100 %.

Confocal laser scanning microscopy

For cellular imaging experiments, A549 cells were seeded in 4—well cell culture slides
(SPL Life Sciences) and allowed to adhere overnight. Afterward, cells were incubated
with Pt(II) derivatives for 4 h, followed by addition of PS for 30 min at 37 °C. Cells
were then washed twice with PBS and fixed with methanol for 15 min at —20 °C. After
fixation, cells were washed three times with PBS. Coverslips were mounted
(Fluoroshield Mounting Medium with DAPI; Abcam) onto slides and sealed. Cells
were imaged with Leica SP8 confocal microscope using DAPI (for nucleus staining:
excitation at 405 nm, detection 440—480 nm) and Alexa 488 filters (excitation at 488
nm, detection 495-545 nm). Images were captured and analyzed with LAS AF software

(Leica, Germany).

Computational studies:

All the density functional theory (DFT) calculations were carried out with the Gaussian
09 suite of programs.! The ground-state geometries of PS and PS+Pt*" were fully
optimized in water by DFT with the hybrid Perdew, Burke, and Ernzerhof (PBEO)
functional,>* in conjunction with the conductor-like polarizable continuum model
(CPCM).> ¢ Regarding PS+Pt?*, three binding modes, namely, O*S"S"O, O"S"N"O

and O"S”"N”S, have been considered and the corresponding Pt(I) complexes have been
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optimized. Vibrational frequencies of all the stationary points have been calculated to
verify that each is a minimum (NIMAG = 0) on the potential energy surface (PES). The
Cartesian coordinates of the optimized ground-state geometries of PS and PS+Pt?* in
three binding modes are given in Tables S2—5. The Stuttgart effective core potentials
(ECPs) and the associated basis set were used to describe Pt 7 with f-type polarization
functions ({ = 0.993),® whereas the 6-31G(d,p) basis set’!! was applied for all other
atoms. A pruned (99,590) grid was used for numerical integration in the DFT

calculations.
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Synthetic scheme and preparation of compounds
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Synthesis of compound 7

Compound 7 was synthesized with a modified method from the literature.!?
Thiosalicylic acid (4 g, 26 mmol) was dissolved in 40 mL of MeOH, followed by 2 mL
of concentrated HoSO4 was added, and the mixture was heated to reflux overnight. The
mixture was diluted with ice and the diluted solution was neutralized by KoCOs. The
product was extracted with CH2Clz (100 mL x 3), the organic layer was washed with
brine and dried with anhydrous MgSOs. Solvent was removed to yield a yellow liquid.
Yield = 3.7 g, 85 %. 'H NMR (400 MHz, CDCl3, 298 K) & 8.01 (d, J = 8.0 Hz, 1H),
7.33 —7.30 (m, 2H), 7.16 (ddd, J="7.9, 5.3, 3.2 Hz, 1H), 4.68 (s, 1H), 3.92 (s, 3H). °C
NMR (101 MHz, CDCls, 298 K) & 167.30, 138.40, 132.61, 131.82, 131.03, 125.93,

124.79, 52.38.

OH OH

N

O

Synthesis of compound 8

Compound 8 was synthesized with a modified method from the literature.!’ A mixture
of aniline (10 g, 107 mmol), chloroethanol (40 g, 497 mmol), CaCO3 (47 g, 470 mmol)
and KI (2.7 g, 16.3 mmol) in 120 mL of H O/MeCN (v/v = 1:1) solution was refluxed

for 4 d. Then insoluble materials were filtered and the filtrate was collected. The filtrate
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was diluted with 100 mL of H>O and the product was extracted with CH>Cl> (100 mL
x3). The organic layer was concentrated and purified by silica column using
CH,Cl2/MeOH (v/v = 10:1) to give a white solid. Yield = 13.4 g, 69 %. '"H NMR (400
MHz, CDCls, 298 K, —OH proton signal missing) & 7.23 (dd, /= 8.9, 7.2 Hz, 2H), 6.73
(t, J=7.3 Hz, 1H), 6.67 (d, J = 8.0 Hz, 2H), 3.80 (t, J = 4.8 Hz, 4H), 3.53 (t, /= 4.8
Hz, 4H). BC NMR (101 MHz, CDCl3, 298 K) § 147.79, 129.39, 116.87, 112.51, 60.83,

55.52.

(o] Cl

N
&

Synthesis of compound 9

Compound 9 was synthesized with a modified method from the literature.! In brief, a
20 mL of POCIl; was added dropwise to 40 mL of DMF solution containing compound
8 (8.65 g, 47.7 mmol) at 0 °C for 2 h. The mixture was warmed to room temperature
with stirring overnight. The mixture was diluted with ice water, and the solution was
neutralized by K2COs. The product was then extracted with CH2Cl> (100 mL x 2). The
organic layer was washed with brine and concentrated by rotary evaporator. The
product was purified by silica column using EtOAc/hexane (v/v = 1:1) to give a pale
yellow solid. Yield = 10.1 g, 86 %. 'H NMR (400 MHz, CDCls, 298 K) 8 9.78 (s, 1H),
7.77 (d, J = 8.9 Hz, 2H), 6.74 (d, J=9.0 Hz, 2H), 3.84 (t, J = 6.9 Hz, 4H), 3.68 (t,J =

6.8 Hz, 4H). C NMR (101 MHz, CDCls, 298 K) & 190.32, 151.08, 132.44, 126.86,
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111.40, 53.41, 40.15. HRMS (MADLI-TOF): calculated for C11H14CLNO [M+H]* m/z

246.0449, found 246.2818.

o) o)

@fLOMe MeOJ\/©
S S
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Synthesis of compound 10

A mixture of compound 7 (1.5 g, 8.9 mmol), KoCO3 (3.3 g, 24 mmol) and compound 9
(1 g, 4.1 mmol) in 25 mL of MeCN was refluxed overnight. The insoluble material was
filtered and the filtrate was collected. The excess of solvent was removed by rotary
evaporator and residue was purified by silica column using EtOAc/hexane (v/v = 1:1)
to give a yellow liquid. Yield = 1.5 g, 69 %. 'H NMR (400 MHz, CDCl3, 298 K)  9.74
(s, 1H), 7.94 (dd, J=17.8, 1.6 Hz, 2H), 7.71 (d, J = 8.9 Hz, 2H), 7.40 (ddd, J = 8.1, 7.2,
1.6 Hz, 2H), 7.32 (dd, J = 8.2, 1.2 Hz, 2H), 7.19 (ddd, J = 8.2, 7.3, 1.2 Hz, 2H), 6.67
(d, J=9.0 Hz, 2H), 3.89 (s, 6H), 3.72 (t, J = 7.4 Hz, 4H), 3.17 (t, J = 7.3 Hz, 4H). 3C
NMR (101 MHz, CDCls, 298 K) 6 189.98, 166.61, 151.09, 139.50, 132.31, 132.11,
131.25,128.42, 126.08, 125.91, 124.54, 111.10, 52.09, 50.15, 29.26. HRMS (MALDI-

TOF): calculated for C27H27NOsS,Na [M+Na]* m/z 532.1223, found 532.1217.
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Synthesis of compound 11

Compound 11 (1.6 g, 3.1 mmol) and 2,4-dimethylpyrrole (0.6 g, 6.3 mmol) were
dissolved in 400 mL of degassed CH»Cl,, followed by addition of 10 drops of
trifluoroacetic acid with stirring at room temperature for 24 h. Then DDQ (0.8 g, 3.5
mmol) was added to the mixture and allowed to react for 4 h at room temperature. 6
mL of triethylamine was added to the mixture, followed by 6 mL of BF;-OEt, with
further stirring for 24 h at room temperature. The organic layer was washed with H,O
(300 mL x 3). The organic layer was concentrated by rotary evaporator and the product
was purified by silica gel column chromatography using EtOAc/hexane (v/v = 1:1) to
afford 11 as orange liquid. Yield = 0.26 g, 11 %. '"H NMR (400 MHz, CDCl3, 298 K)
0 7.96 (dd, J=17.9, 1.5 Hz, 2H), 7.41 (ddd, J= 8.1, 7.2, 1.6 Hz, 2H), 7.33 (dd, /= 7.9,
0.9 Hz, 2H), 7.20 (ddd, J= 7.7, 7.2, 1.2 Hz, 2H), 7.07 (d, /= 8.7 Hz, 2H), 6.74 (d, J =
8.8 Hz, 2H), 5.97 (s, 2H), 3.91 (s, 6H), 3.71 (t, /= 7.4 Hz, 4H), 3.18 (t, J=7.3 Hz, 4H),
2.54 (s, 6H), 1.48 (s, 6H).!3*C NMR (101 MHz, CDCl3, 298 K) 8 166.98, 155.06, 147.09,
143.19, 142.63, 140.19, 132.49, 132.19, 131.53, 129.45, 128.67, 126.29, 124.68,
123.30, 121.08, 112.48, 52.34, 50.62, 29.60, 14.90, 14.70. '°F NMR (377 MHz, CDCl;,
298 K) o -146.17 (q, J = 33.0 Hz, 2F). HRMS (MALDI-TOF): calculated for

C39H40BF2N304S;Na [M+Na]* m/z 750.2420, found 750.2386.
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Synthesis of PS

Compound 11 (0.26 g, 0.36 mmol) was dissolved in 60 mL of MeOH/H,O/THF mixture
(v/v/v =1:1:1). Then NaOH (0.19 g, 4.75 mmol) was added and the resulting mixture
was stirred at room temperature overnight. The excess of solvent was removed by rotary
evaporator and the residue was re-dissolved in water with the pH adjusted to around pH
3 by 2 M HCl solution. The precipitate was collected by suction filtration, washed with
50 mL of H20 and 50 mL of diethyl ether. The product was dried in air to give dark
green powder. Yield = 165 mg, 66 %. 'H NMR (400 MHz, CDs0D, 298 K, ~OH proton
signal missing) 6 11.43 (s, 2H), 7.89 (d, J = 7.9 Hz, 2H), 7.53 — 7.31 (m, 4H), 7.27 —
7.07 (m, 4H), 6.87 (d, J = 8.1 Hz, 2H), 6.34 (s, 2H), 3.80 (t, J = 6.1 Hz, 4H), 3.37 —
3.13 (m, 4H), 2.37 (s, 6H), 1.77 (s, 6H). 3*C NMR (101 MHz, (CD3).CO, 298 K) &
167.63, 155.41, 148.52, 144.00, 141.54, 133.26, 132.16, 130.02, 129.61, 127.15,
125.07, 123.23, 121.73, 121.70, 121.53, 113.49, 68.05, 51.11, 26.16, 14.96. '°F NMR
(377 MHz, CD;0D, 298 K) & -147.02 (q, J = 32.4 Hz, 2F). HRMS (+ESI): calculated

for C37H37BF2N304S2 [M]* m/z 700.2281, found 700.2274.
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Compound 12

Compound 12 was prepared according to the literature.!*

Synthesis of compound L

Compound 7 (3.89 g, 23.1 mmol), KoCOs3 (15 g, 0.11 mol) and compound 12 (3.2 g,
10.4 mmol) in 150 mL of MeCN was refluxed overnight. Insoluble materials were
filtered and the filtrate was collected. The filtrate was concentrated and purified by flash
column chromatography using EtOAc/hexane (v/v = 1:1) to afford a yellow liquid. The
yellow liquid was used directly by dissolving in 200 mL of EtOH with NaOH (10 g,
0.25 mol). The mixture was refluxed overnight and then acidified with concentrated
HCl to give pale yellow precipitate. The precipitate was collected by suction filtration,
washed with water and dried under vacuum to give a solid. The solid product was
further recrystallized in EtOH to afford a pale yellow powder. Yield = 4.1 g, 87 %. 'H
NMR (400 MHz, CD;0D, 298 K) 6 7.95 (dd, J="7.8, 1.6 Hz, 2H), 7.69 — 7.62 (m, 4H),
7.63 —7.54 (m, 1H), 7.49 (d, J= 7.8 Hz, 2H), 7.35 (d, /= 7.9 Hz, 2H), 7.30 (t, J="7.5

Hz, 2H), 3.83 (d, J=8.1 Hz, 4H), 3.07 (d, J= 8.1 Hz, 4H). *C NMR (101 MHz, CD;OD,
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298 K) 6 170.28, 138.44, 138.12, 133.81, 132.53, 132.06, 131.74, 131.12, 128.93,
126.84, 57.33, 28.37. HRMS (MALDI-TOF): calculated for C24H24NO4S, [M+H]" m/z

476.1141, found 476.0284.
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Table S1. Examples of small molecular fluorescence sensors for Pt** and Pt drugs in literature

Probe Detection
Fluorescent probes Concentration parameters Applications
O OH DMSO-pH 7 buffer Detection of total platinum
Cl Cl =1: i i
ﬁ\ O N O 12.5-300 uM (wvv=1:4) cogtent, dlfferent.plgtlnum
o o o species and cisplatin in serum
Aex =497 nm samples (Ref 1)
Fluorescein derivative 1
Air-saturated DMF
@N’D or degassed DMF Phosphorescence detection of
N Ho 10 uM Ao = 400 nm or 525 different Pt(Il) sources and
<5(°” x N cisplatin (Ref ')
nm
L3
o NN Detection of Pt(II) species
Sy Sen H,O/DMSO (v/v = including K,PtCly,
Me 9 Me S UM 99:1) solution Pt(COD)CL, PtCl, and
EtHN o NHEt H cisplatin in aqueous solution
o _ Aex =500 nm (Ref7)
Rhodamine-Triazole Conjugate 1
Sy mM, pH 7.4,50% | P pEcies 1n sever
100 uM DMF lines treated with cisplatin and
HO O - O oH a oxaliplatin (Caco-2, HT29 and
18
FDCPH dex = 516 nm A549) (Ref'®)
EtN o NEt, HEPES buffer (20 _ _ _
O O - mM, pH 7.4, 30 % Imaging of cisplatin and
O N.g~ S Ner 20-30 uM EtOH) several Pt(IV) prodrugs in
o S HeLa cells (Ref %)
Rho-DDTC hex =490 nm
HeLa cells treated with various
Pt(IV)
oo CH;CN/HEPES complexes.
Q ? o 20 uM bifgég S(S)l;t;\?[n (VH/V Buthionine-sulfoximine (BSO)
N—O’\—S)FNCN _ H - 7.4) P treated cells showed GSH is
s o _— 400 nm not the dominant cellular
NEt, * reductant of Pt(IV) prodrug
Roct complexes (Ref 2)
o o
@\)LOH HO
S S DMEF/HEPES buffer
A solution (v/v =3:7,
10 mM, pH 7.2) Imaging and detection of Pt>,
SN 510 uM organoplatinum drugs like
=N__ N4 K DMF/water solution cisplatin and nedaplatin in
F (ww=1:9,pH=7) A549 lung carcinomas
PS
«=500
This work he nm

S16




Absorbance

—Ps
——PS +Pt*
2 -
14
0 T T T T T T T T T
250 300 350 400 450 500 550 600 650 700

Wavelength (nm)

Figure S1. UV-visible absorption spectra of PS (5 uM) upon addition of Pt** (20 mol
equiv.). Conditions: DMF-HEPES (v = 3:7, 10 mM, pH = 7.2, 25 °C).
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Figure S2. (a) Emission spectra of PS (5 uM) upon reacting with Pt*>* (20 mol equiv.)

using different excitation wavelengths from 485 nm to 510 nm. Conditions: DMF—
HEPES buffer (v/v = 3:7, 10 mM, pH = 7.2). (b) Excitation spectrum and emission
spectrum of PS (5 uM) upon reacting with Pt>* (20 mol equiv.). Aex = 500 nm and Aem

=520 nm.
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Figure S3. Time dependent fluorescence response of PS (5 uM) upon addition of Pt**
(0-100 mol equiv.). Conditions: DMF-HEPES (v = 3:7, 10 mM, pH = 7.2, 25 °C),
)\'ex = 500 nm.
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Figure S4. Relative fluorescence response (1/1,) of PS (5 uM) to Pt>* in the presence of
various cations (20 mol equiv.). Conditions: DMF-HEPES buffer solution (v/v = 3.7,
10 mM, pH = 7.2, 25 °C), Aex = 500 nm, n = 3.
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Figure SS. Fluorescence response (I/1,) of PS (5 uM) in the presence of Pt(Il)
complexes (20 mol equiv.). Conditions: DMF-HEPES (v = 3:7, 10 mM, pH = 7.2,
25 °C), hex = 500 nm.
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Figure S6. Fluorescence titration of PS (5 uM) in the presence of Pt (0, 0.5, 1.0, 2.0,
3.0, 4.0, 5.0, 6.0, 7.0, 8.0, 9.0, 10.0, 11.0, 12.0, 13.0, 14.0, 15.0, 16.0, 17.0, 18.0, 19.0,
20.0, 22.0, 24.0, 26.0, 28.0, 30.0, 32.0, 34.0, 36.0, 38.0, 40.0, 42.0, 44.0, 46.0, 48.0,
50.0, 75.0, 100.0 mol equiv.). Inset: linear correlation between the fluorescence
intensity at 520 nm and concentration of Pt** (0-40 mol equiv.). Condition: DMF—
HEPES buffer (v/v =3:7, 10 mM, pH = 7.2), Lex = 500 nm.
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Figure S7. Effect of pH on the fluorescence intensity of PS (5 uM) in the absence or
presence of Pt** (20 mol equiv.). Conditions: DMF-water solution (v/v =3:7, pH= 0.0,
1.0, 2.0, 3.0, 4.0, 5.0, 5.5, 6.0, 6.5, 7.0, 7.5, 8.0, 9.0, 10.0, 11.0, 12.0, 13.0 and 14.0,
25 °C), hex = 500 nm. The pH of aqueous solution was tuned with HCI and NaOH.
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Figure S8. Job’s plot of PS responding to Pt**. The total concentration of PS and Pt**

is 10 uM. Conditions: DMF-HEPES buffer solution (v/v=3:7, 10 mM, pH 7.2, 25 °C),
Aex = 500 nm.
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Figure S9. Absolute photoluminescence quantum yields of PS (5 uM) upon addition

of different Pt complexes (20 mol equiv.). Conditions: DMF—water solution (v/v = 1:9,

pH = 7, 25 °C), incubation for 12 h, Aex = 500 nm. The corresponding complex

structures and names are shown in index for reference.

0.8 1

0.6 1

0.4 1

Absolute Quantum Yield (%)

0.2+

0.0 T
- P

+ P

Figure S10. Absolute photoluminescence quantum yields of PS (5 pM) in the absence
and the presence of Pt** (20 mol equiv.). Conditions: DMF-HEPES (v/v = 3:7, 10 mM,

pH =7.2, 25 °C), incubation for 6 h, Aex = 500 nm.
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Figure S11. HRMS (ESI) spectrum of platinum complex ensemble [L-H+Pt]" and [L—
2H+Pt+Na]" from reaction mixture of K»PtCls and compound L. Top: enlarged peaks

of the mass spectrum and bottom: scan of the mass spectrum.
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Figure S12. HRMS (MALDI-TOF) spectrum of platinum complex ensemble [L—
H+Pt]" and [L-2H+Pt+Na]" from reaction mixture of cisplatin and compound L. Top:
enlarged peaks of the mass spectrum with the isotopic patterns and bottom: scan of the

mass spectra.
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Figure S13. (a) Pt NMR spectra of compound L in CD;0D with the addition of 1
mol equiv. of KoPtCls in NaOD solution in D2O (8 =—1582 ppm); (b) Pt NMR spectra
of the sample in (a) with KoPtCls in DO (8 = —-1617 ppm) in sealed capillary tube as
external reference; (¢) !°>Pt NMR spectra of K,PtCls in D,0O.
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Figure S14. Schematic energy profile of the three conformations of PS+Pt?* obtained
at the PBEO level of theory.
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Figure S15. Spatial plots (isovalue = 0.03) of frontier molecular orbitals of the

fluorescent sensor PS at the optimized PBEO ground-state geometry.

HOMO-3 HOMO-2 HOMO-1

Figure S16. Spatial plots (isovalue = 0.03) of frontier molecular orbitals of PS+Pt?*,

in the OSSO binding mode, at the optimized PBEO ground-state geometry.
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Figure S17. MTT cytotoxicity assay of PS at different concentrations on A549 cells.

S27



Platinum Overlay

species  Brightfield PS with DAPI
a
K,PtCl, B
b _
Cisplatin .
c
Oxaliplatin
d
Nedaplatin ' 1
e \
Carboplatin |

Figure S18. Confocal laser scanning microscopic images (CLSM) of A549 cells. Cells
were exposed with different platinum species (10 uM) for 4 h and then incubated with
PS (10 uM) for 30 min at 37 °C. (a) KoPtCls; (b) cisplatin; (c) oxaliplatin; (d) nedaplatin
and (e) carboplatin. Scale bar represents 50 pm.
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Figure S19. Confocal laser scanning microscopic images (CLSM) of A549 cells. Cells
were exposed with different concentration of cisplatin (0.1-10 uM) for 4 h and then
incubated with PS (10 uM) for 30 min at 37 °C. (a) 0.1 uM; (b) 1 uM; (¢) 5 uM and (d)
10 uM of cisplatin. Scale bar represents 50 pm.

S29



NMR Spectra
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Figure S21. BC{'H} NMR spectrum (101 MHz, CDCl3, 298 K) of compound 7.
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Figure S22. '"H NMR spectrum (400 MHz, CDCls, 298 K) of compound 8.
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Figure S23. >C{'H} NMR spectrum (101 MHz, CDCls, 298 K) of compound 8.
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Figure S24. 'H NMR spectrum (400 MHz, CDCls, 298 K) of compound 9.
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Figure S25. *C{'H} NMR spectrum (101 MHz, CDCls, 298 K) of compound 9.
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Figure S27. C{'H} NMR spectrum (101 MHz, CDCls, 298 K) of compound 10.
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Figure S28. 'H NMR spectrum (400 MHz, CDCl3, 298 K) of compound 11.
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Figure S29. *C{'H} NMR spectrum (101 MHz, CDCls, 298 K) of compound 11.

S34



— $37CD30D

REIZ2AINZZIEE LEREE I -
| SN | VN b
OH OH
Sk
S S
]
]
1 |
! ]
A
T T TTT T T T 7T
1{’ 5 120 |: 5 H' o 108 15 0 9’5 9'0 3‘5 ![O "5 7'.0 5‘6 6‘0 5'5 S'D 4'5 A'O 3'5 3"0 2’5 2‘0 \'5 I'D 0'5 0‘
ppm
Figure S30. 'H NMR spectrum (400 MHz, CD3OD, 298 K) of PS.
2 S B8F £28:s9sRnNRARe 8 - ® 2
2 B 2:i: BEBERNNGERE 8 s 8 z
: 2NN SN s | Lo
o
Sadheps
S S
2‘10 2’00 TIQD 1'30 1‘70 1&0 f’50 120 Y‘SD 1‘20 |'|c |(’}0 9‘0 B‘D ?’0 .’:IO Sx'(l AID 3'0 2‘0 |'0 EI
ppm

Figure S31. *C{'H} NMR spectrum (101 MHz, (CD3).CO, 298 K) of PS.
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Figure S32. 'H NMR spectrum (400 MHz, CD3;0OD, 298 K) of compound L.
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Figure S33. BC{!H} NMR spectrum (101 MHz, CD30D, 298 K) of compound L.
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Figure S34. (a) ’F NMR spectrum (377 MHz, CDCl3, 298K) of compound 11 and (b)
F NMR spectrum (377 MHz, CD3;0D, 298K) of PS.
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Figure S38. HRMS (+ESI) spectrum of PS.
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Table S2. Cartesian coordinates of the optimized ground-state geometry of PS.
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Table S3. Cartesian coordinates of the optimized ground-state geometry of PS+Pt**

in the O"S”S”0 binding mode.
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Table S4. Cartesian coordinates of the optimized ground-state geometry of PS+Pt**

in the O"S”"N"O binding mode.
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Table S5. Cartesian coordinates of the optimized ground-state geometry of PS+Pt** in the
OMSAN”S binding mode.

-6.484525 -1.411549 0.253778 54 H 3.906375 -3.173497 -0.140925
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