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Table S1. Crystal Data for the complex 2.

2
empirical formula CeoHsoAu,P,S,
fw 1290.99
temp (K) 100(2)
AA) 0.71073
cryst syst Triclinic
space group P1
a(A) 11.6545(3)
b(A) 14.2494(4)
c(A) 17.3478(5)
a (deg) 67.1857(14
p(deg) 89.317(2)
y(deg) 74.500(2)
V(A% 2545.30(12)
Z 2
Peatle Mg/m?) 1.684
1(Mo Ka) (mm™) 5.941
No. reflns. 45035
Unique reflns. 38484
GOOF (F?) 1.057
Ripnt 0.1330
RI1* (I>20) 0.0462
wR2" (7> 20) 0.1092

“RI=3||F,|— |F/Z|F,. * wR2 = [E[w(F,* — FA)M/ Z[w(F,)* 1)
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Figure S1. 'H COSY spectrum (400 Mhz) of [(AuSPh),(1,4"-PPh,CsH4PPhy),] 1, CDCl3, 25°C
(* denotes residual benzene).
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Figure S2. 'H COsYy spectrum (400 Mhz) of [(AuSPh),(4,4"-PPh,(C¢H4),PPh;),] 2, CDCl;,
25°C (* denotes residual benzene).
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Figure S3. '"H Cosy spectrum (400 Mhz) of [(AuSPh),(4,4""-PPhy(CeH4);PPh,),] 3, CDCls,
25°C (* denotes residual benzene).

Figure §4. Solid state structure of 2. One of two independent molecules is shown.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2011

a.i. -1
E w w — [e)
o (s} =i =+
6.0e+07 - w© o by o
: o w o s}
3 (%3] oy [am] [
] <+ <+ o) W
(o2} (93 (s3] o
5.0e+07 ] ‘ ‘ |
4.0e+Q07 ]
3.0e+07 ':
2,0e+07 ]
1.0e+07 -
0.

J T x T T
951 953 m/z

1
947 949

Figure S5. ESI-MS spectrum of the [(AuZSPh)z(l,4-PPh2C6H4PPh2)2]2+ dication (4-2PFy).
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Figure S6. ESI-MS spectrum of the [(Au,SPh)(4,4"-PPhy(CeH4),PPhy),]*" dication (5-2PF).
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Figure S7. ESI-MS spectrum of the [(AuzSPh)»(4,4”"-PPhy(CeHa);sPPhy )] dication (6-2PFy).

Figure §8. "H COSY spectrum (300MHz) of [(Au,SPh)y(1,4-PPhyCeH4PPh,),](PF), 4, CD,Cl,,
25°C.
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Figure S9. 1H COSY spectrum (400MHZ) of [(AUQSPh)2(4,4’-Pth(C6H4)2PPh2)2](PF6)2 5,
CD,Cl,, 25°C.
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Figure S10. 1H COSY spectrum (400 MHZ) of [(AuQSPh)2(4,4"-Pth(C6H4)3PPh2)2](PF6)2 6,
CD,Cl,, 25°C.
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Figure S11. UV-vis absorption spectra of the complexes 1-6, 298 K, CH,Cl,.
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Figure S12. DRUYV spectra of the complex 1 and the diphosphpine Ph,PCsH4PPhs.

Geometry of the [(Au;SPh),(1,4-PMe,C¢H4PMe;),|(PFg), model for the complex 4 in xyz

format
Center Atomic Atomic Coordinates (Angstroms)
Number Number Type X Y Z
1 79 0 0.000000 0.000000 0.000000
2 79 0 0.000000 0.000000 3.012986
3 79 0 7.773884 0.000000 -0.532794
4 79 0 10.513532 -0.182182 -2.077624
5 16 0 -1.787045 0.055188 1.509712
6 16 0 8.490989 -1.332698 -2.316854
7 15 0 1.825062 -0.3429064 4.314273
8 15 0 7.181245 1.359435 1.188498
9 15 0 12.409268 1.033931 -1.843423
10 15 0 17.203025 -2.716381 0.239929
11 6 0 -2.552020 1.668420 1.388049
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