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1. Crystallographic details

Table S1. Crystal data and structure refinement for complexes 1b and 1¢

Complex 1b lc
Formula Cs4sHi4Au,O5P> CssHso Au,O4P>
Fw 1180.76 1268.87
Temp(K) 293(2) 293(2)
Wavelength(A) 0.71073 0.71073
Crystal system Triclinic Triclinic
Space group P1 P1
a(A) 10.033 10.434(2)
b(A) 10.151 10.785(2)
c(A) 13.402 13.251(3)
a(®) 102.15 92.47(3)
S(°) 106.83 110.71(3)
7(°) 111.15 110.25(3)
V(A?) 1140.0 1285.2(6)
Z 1 1
Density (calculated)(Mg/m?) 1.720 1.639
Absorption coefficient(mm-') 6.538 5.809
F(000) 572 620
6 Range(®) 3.061-24.999 6.394-49.994
-11<=h<=11 -12 <=h<=12
Index ranges -11<=k<=12 -11<=k<=12
-15<=1<=15 -15<=I<=15
Reflections collected 8962 9554

Independent reflec.
Data / restraints / parameters
Goodness-of-fit on F?

Final R indices [[>2sigma(I)]

3987 [R(int) = 0.0694]

3987/0/272
1.028
R, =0.0456,

4431 [R(int) = 0.0936]

1.036
R] = 00709, WR2 =



wR; =0.1069 0.1812

R,=0.0474, R, =0.0992, wR, =
R indices (all data)
wR,=0.1082 0.2190
Largest diff. peak and hole 2.56 and -2.30 e. A3 1.28 and -2.07 e. A3

Table S2. Selected bond lengths (A) and angles (deg) for complexes 1b and 1¢

complex 1b complex ¢
Au(1)-P(1) 2.2821(15) Au(1)-P(1) 2.274(4)
Au(1)-C(1) 2.012(7) Au(1)-C(1) 2.035(17)
C(1)-C(2) 1.191(9) C(1)-C(2) 1.16(2)
C(9)-0(1) 1.408(11) C(6)-0(1) 1.386(18)

C(1)-Au(1)-P(1) 173.22(18) C(1)-Au(1)-P(1) 175.1(3)

C(2)-C(1)-Au(1) 174.1(6) C(2)-C(1)-Au(1) 169.0(12)

2. NMR and MS spectra
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Fig. S1 '"H NMR spectra of complex 1a in CDCl;
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Fig. S3 3'P NMR spectra of complex 1a in CDCls
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Fig. S4. MS spectra of complex 1a.
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Fig. S5 'H NMR spectra of complex 1b in CDCls
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Fig. S6 3C NMR spectra of complex 1b in CDCl;
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Fig. S7 3'P NMR spectra of complex 1b in CDCl;



+ESI Scan (0.348-0.400 min, 4 scans) Frag=135.0V 1+.d

1.74 591.1144
1.6
1.5
1.4
1.3
1.2
1.1+
1,
0.9
0.8
0.7
0.6 592.1164
0.5
0.4
0.3
0.2
0.1
07 T T T T T T T T T T T T T
588.5 589 589.5 590 590.5 591 591.5 592 592.5 593 593.5 594 594.5
Counts (%) vs. Mass-to-Charge (m/z)
Fig. S8. MS spectra of complex 1b.
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Fig. S9 'H NMR spectra of complex 1¢ in CDCl;
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Fig. S10 '3C NMR spectra of complex 1¢ in DMSO
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Fig. S12. MS spectra of complex 1c.
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Fig. S13 '"H NMR spectra of complex 1d in CDCl;
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Fig. S14 3C NMR spectra of complex 1d in CDCls
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Fig. S15 3P NMR spectra of complex 1d in CDCl;
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Fig. S16. MS spectra of complex 1d.
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Fig. S17 '"H NMR spectra of complex 2a in CDCl;
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Fig. S18 3C NMR spectra of complex 2a in CDCl;
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Fig. S19 3P NMR spectra of complex 2a in CDCls
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Fig. S20. MS spectra of complex 2a.
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Fig. S21 '"H NMR spectra of complex 2b in CDCl;
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Fig. S22 3C NMR spectra of complex 2b in CDCls
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Fig. S23 3P NMR spectra of complex 2b in CDCl;
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Fig. S24. MS spectra of complex 2b.
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Fig. S25 '"H NMR spectra of complex 2¢ in CDCls
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Fig. S26 '3C NMR spectra of complex 2¢ in CDCl;

Ph,
@—P-AU‘QOCH?CH?OCHg
Fe
@—P-AU%<}OCHQCHQOCH3
Ph,

—36.85

50 -30
1 (ppm)

Fig. S27 3P NMR spectra of complex 2¢ in CDCl;
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Fig. S28. MS spectra of complex 2b.
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Fig. S29 '"H NMR spectra of complex 2d in CDCl;
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Fig. S30 '3C NMR spectra of complex 2d in CDCls
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Fig. S31 3'P NMR spectra of complex 2d in CDCl;
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Fig. S32 MS spectra of complex 2d.
3. Antiproliferative activity
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Fig. S33 Antiproliferative activity of PPh;AuCl, mono gold(I) complexes 1a~1d, dppf(AuCl),,
digold(I) complexes 2a~2d, and cisplatin against A549 and Hela (24 h, CCK-8 assays, ICsy, mean

+ SD [uM]).
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Fig. S34 Antiproliferative activity of 1a, 1¢, and 1d against A549 and Hela (48 h, CCK-8 assays,

1Csp, mean = SD [uM]).

4. Inhibition of TrxR
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Fig. S35 Inhibition to the activity of purified TrxR by complexes 1a, 1c and 1d



