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Table S2. Selected bond lengths [A] with e.s.d.’s in parentheses.

1-Cucl
Cul-P1
Cul-Cl1
Cul-CI2
Cul-CI3
Cu2-P2
Cu2-Cl1
Cu2-CI2
Cu2-Cl4
Cu3-P3
Cu3-Cl1
Cu3-CI3
Cu3-Cl4
Cu4-P4
Cu4-CI2
Cu4-CI3
Cu4-Cla
Cub-P6
Cu6-CI5
Cu6-Cl6
Cu5-P5
Cu5-CI5
Cu5-Cl6

3-CuCl
Cul-P1
Cul-Cl1
Cul-CI2

2.160(2)
2.356(2)
2.371(2)
2.490(2)
2.169(2)
2.442(2)
2.376(2)
2.449(2)
2.172(2)
2.392(2)
2.552(2)
2.349(2)
2.173(2)
2.559(2)
2.348(2)
2.382(2)
2.164(2)
2.249(2)
2.375(2)
2.176(2)
2.360(2)
2.589(2)

2.168(1)
2.417(1)
2.318(1)

Cul-Cl3
Cu2-P2

Cu2-Cl1
Cu2-CI2
Cu2-Cl4
Cu3-P3

Cu3-Cl1
Cu3-CI3
Cu3-Cl4
Cu4d-P4

Cu4-ClI2
Cu4-CI3
Cu4-Cl4
Cu5-P5

Cu5-Cl7
Cu5-CI5
Cu5-Cle
Cu6-P6

Cub6-ClI5
Cu6-Cle
Cub-ClI8
Cu7-P7

Cu7-CI5
Cu7-Cl7
Cu7-CI8
Cu8-P8

Cu8-Cl6

2.583(1)
2.181(2)
2.488(1)
2.407(1)
2.391(1)
2.174(1)
2.400(1)
2.400(1)
2.511(1)
2.188(1)
2.488(1)
2.402(1)
2.422(1)
2.184(1)
2.371(1)
2.479(1)
2.480(1)
2.178(1)
2.363(1)
2.398(1)
2.542(1)
2.182(1)
2.489(1)
2.382(1)
2.428(1)
2.174(1)
2.404(1)

Cu8-Cl7
Cu8-ClI8

1-Agcl

Agl-Cl1
Agl-P1
Agl-P2

3-AgCl

Agl-P1
Agl-Cl1
Agl-Cl2
Ag2-P2
Ag2-Cl1
Ag2-CI2
Ag2-Cl4
Ag3- P3
Ag3-Cl1
Ag3-CI3
Ag3-Cl4
Ag4-P4
Ag4-CI2
Ag4a-ClI3
Ag4-Cl4

3-CuOAc
Cul-Cu2

2.637(1)
2.321(1)

2.591(2)
2.456(2)
2.444(2)

2.799(2)

Cul-P1
Cul-01
Cul-02
Cu2-P2

Cu2-03
Cu2-04

3-AgOAc
Agl-Ag2
Agl-P1
Agl-01
Agl-03
Ag2-P2
Ag2-02
Ag2-04

2-AuCl
Aul-P1
Aul-Cl1
Au2-P2
Au2-CI2

3-AuCl
Au2-CI2
Au2-P2
Aul-Cl1
Aul-P1

2.236(4)
2.309(4)
2.235(4)
2.295(4)

2.294(3)
2.227(3)
2.300(3)
2.224(2)

Table S3. Selected bond angles [°] with e.s.d.’s in parentheses.



1-CuCl
P1-Cul-CI3
P1-Cul-Cl1
P1-Cul-Cl2
Cl1-Cul-CI2
Cl1-Cul-CI3
Cl2-Cu1-CI3
P2-Cu2-Cl2
P2-Cu2-Cl1
P2-Cu2-Cl4
Cl2-Cu2-Cl1
Cl2-Cu2-Cl4
Cl4-Cu2-Cl1
P3-Cu3-CI3
P3-Cu3-Cl1
P3-Cu3-Cl4
Cl1-Cu3-Cl4
CI3-Cu3-Cl1
CI3-Cu3-Cl4
P4-Cu4-ClI3
P4-Cu4-Cl2
P4-Cu4-Cl4
CI3-Cu4-CI2
Cl4-Cu4-CI2
Cl4-Cu4-CI3
P5-Cu5-CI5
P5-Cu5-Cl6
CI5-Cu5-Cl6
Cl6-Cu5-Cl6
P6-Cu6-Cl5
P6-Cu6-Cl6
CI5-Cu6-CI5
CI5-Cub-Cl6
Cul-Cl1-Cu2
Cu2-Cl1-Cu3
Cu3-Cl1-Cul
Cul-Cl2-Cu4
Cul-Cl2-Cu2
Cu2-Cl2-Cu4
Cul-CI3-Cu3

106.85(6)
124.84(7)
120.35(7)
99.70(6)
106.64(6)
93.61(6)
121.80(7)
120.85(7)
118.38(7)
97.15(6)
101.58(6)
90.93(6)
102.39(6)
115.61(7)
140.94(7)
94.68(6)
103.63(6)
93.01(6)
126.69(7)
110.41(6)
124.08(7)
92.41(6)
98.30(6)
97.55(6)
121.12(7)
104.40(6)
92.40(6)
98.19(6)
137.22(7)
120.31(7)
106.22(6)
101.26(6)
80.11(6)
85.13(6)
77.49(5)
83.20(5)
81.18(6)
78.94(5)
72.23(5)

Cu3-CI3-Cu4d
Cu4-CI3-Cul
Cu2-Cl4-Cu3
Cu3-Cl4-Cud
Cu4-Cl4-Cu2
Cu5-CI5-Cub
Cu6-CI5-Cub
Cu6-CI5-Cu5
Cu5-Cl6-Cu5
Cu5-Cl6-Cub
Cu6-Cl6-Cu5

3-CuCl
P1-Cul-Cl1
P1-Cul-CI2
P1-Cul-CI3
Cl1-Cul-CI2
Cl1-Cul-CI3
Cl2-Cu1-CI3
P2-Cu2-Cl1
P2-Cu2-CI2
P2-Cu2-Cl4
Cl1-Cu2-CI2
Cl1-Cu2-Cl4
Cl2-Cu2-Cl4
P3-Cu3-CI3
P3-Cu3-Cl1
P3-Cu3-Cl4
Cl1-Cu3-CI3
Cl1-Cu3-Cl4
Cl4-Cu3-CI3
P4-Cu4-CI2
P4-Cu4-CI3
P4-Cu4-Cl4
Cl2-Cu4-Cl4
CI3-Cu4-Cl4
Cl2-Cu4-CI3
P5-Cu5-CI5
P5-Cu5-Cl6
P5-Cu5-Cl7

116.23(4)
136.20(4)
106.69(3)
98.75(3)
97.31(3)
93.22(3)
111.58(3)
123.87(4)
129.47(4)
94.50(3)
95.19(3)
94.09(3)
120.04(3)
118.96(4)
120.79(4)
102.93(3)
94.35(3)
94.35(3)
123.47(4)
122.49(3)
121.53(4)
91.28(3)
96.59(3)
93.62(3)
118.80(3)
120.42(3)
124.70(3)

Cl5-Cu5-Cl6
Cl5-Cu5-Cl7
Cl6-Cu5-Cl7
P6-Cu6-Cl5
P6-Cu6-Cl6
P6-Cu6-Cl8
CI8-Cu6-CI5
Cl5-Cu6-Cl6
Cl6-Cu6-CI8
P7-Cu7-CI5
P7-Cu7-Cl7
P7-Cu7-CI8
Cl5-Cu7-Cl7
Cl5-Cu7-CI8
Cl7-Cu7-CI8
P8-Cu8-Cl6
P8-Cu8-Cl7
P8-Cu8-Cl8
Cl6-Cu8-Cl7
Cl6-Cu8-CI8
Cl7-Cu8-CI8
Cul-Cl1-Cu2
Cul-Cl1-Cu3
Cu2-Cl1-Cu3
Cul-Cl2-Cu2
Cul-Cl2-Cu4
Cu4-Cl2-Cu2
Cul-CI3-Cu3
Cu3-CI3-Cu4
Cu4-Cl3-Cul
Cu2-Cl4-Cu3
Cu2-Cl4-Cud
Cu3-Cl4-Cu4d
Cu5-Cl5-Cub
Cu5-CI5-Cu7
Cu6-Cl5-Cu7
Cu5-Cl6-Cub
Cu5-Cl6-Cu8
Cu6-Cl6-Cu8
Cu5-Cl7-Cu7

91.16(3)
93.87(3)
100.31(3)
123.53(4)
126.84(4)
113.08(3)
98.44(3)
96.12(3)
91.46(3)
112.99(3)
127.19(3)
121.39(3)
93.35(3)
98.18(3)
97.13(3)
120.89(3)
101.75(3)
137.19(4)
95.18(3)
97.00(3)
93.11(3)
81.35(3)
81.34(3)
84.73(3)
85.14(3)
88.02(3)
86.29(3)
78.02(3)
85.63(3)
84.10(3)
84.44(3)
88.14(3)
82.83(3)
86.24(3)
83.21(3)
82.87(3)
85.47(3)
83.61(3)
86.04(3)
87.89(3)

Cu5-Cl7-Cu8
Cu7-Cl7-Cu8
Cu6-Cl8-Cu7
Cu7-CI8-Cu8
Cu8-Cl8-Cub

1-AgCl

P1-Agl-Cl1
P1-Agl-P2
P2-Agl-Cl1
p2-Agl-Cl1

3-AgCl
P1-Agl-Cl1
Cl1-Ag1-Cl2
Cl2-Ag1-P1
P2-Ag2-Cl1
P2-Ag2-Cl2
P2-Ag2-Cl4
Cl2-Ag2-Cl1
Cla-Ag2-Cl1
Cla-Ag2-CI2
P3-Ag3-Cl1
P3-Ag3-CI3
P3-Ag3-Cl4
Cl1-Ag3-Cl4
CI3-Ag3-Cl1
CI3-Ag3-Cl4
P4-Ag4-Cl2
P4-Aga-Cl3
P4-Aga-Cl4
Cl2-Ag4-CI3
Cl2-Ag4-Cl4
CI3-Ag4-Cl4
Agl-Cl1-Ag3
Agl-Cl2-Ag2
Ag2-Cl1-Agl
Ag2-Cl1-Ag3
Ag2-Cl4-Ag3
Ag2-Cl2-Ag4

80.90(2)
81.39(2)
80.49(2)
87.28(3)
84.57(3)

106.16(4)
116.60(5)
99.44(4)

121.06(4)

110.20(2)
96.60(2)
153.17(2)
106.12(2)
113.36(2)
142.69(2)
89.45(2)
101.07(2)
91.69(2)
108.52(2)
141.03(2)
114.26(2)
95.29(2)
99.99(2)
88.25(2)
107.59(2)
129.27(2)
126.83(2)
105.60(2)
87.91(2)
91.30(2)
90.38(2)
88.42(2)
84.41(2)
80.93(2)
81.94(2)
84.51(2)

Ag3-Cl3-Aga
Ag3-Cla-Agd
Ag4-Cl2-Agl
Aga-Cl4-Ag2

3-CuOAc
Cul-Cu2-P2
Cul-Cu2-03
Cul-Cu2-04
Cu2-Cul-P1
Cu2-Cul-02
Cu2-Cul-01
P1-Cul-01
P1-Cul-02
P2-Cu2-03
P2-Cu2-04
01-Cul-02
02-Cul-02
03-Cu2-04

3-AgOAc
Agl-Ag2-P2
Agl-Ag2-04
Agl-Ag2-02
Ag2-Agl-03
Ag2-Agl-01
Ag2-Agl-P1
P1-Ag1-03
P1-Agl-01
01-Agl-03
P2-Ag2-02
P2-Ag2-04
02-Ag2-04

2-AuCl
Cl1-Aul-P1
Cl2-Au2-P2

3-AuCl
Cl1-Aul-P1
Cl2-Au2-P2

92.88(2)
84.78(2)
81.44(2)
93.51(2)

132.56(3)
78.87(8)
86.42(8)
90.97(3)
74.46(7)
84.35(8)
143.59(8)
113.65(7)
106.32(8)
130.44(8)
99.8(1)
82.88(9)
111.2(1)

97.08(2)
86.91(6)
66.91(5)
75.00(6)
92.27(6)

128.41(2)
97.00(7)

134.10(7)
115.65(9)
106.70(6)
154.68(7)
97.89(8)

178.8(1)
177.6(1)

176.92(9)
178.02(9)
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Figure S1. Thermal ellipsoid plot (40% probability level, hydrogen atoms are omitted for clarity)
of 3-AgOAc.
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Figure S2. Cyclic voltammograms of a 1 mM solution of 1-CuCl, 2-CuCl and 3-CuCl (scan rate
100 mVs1) (0.1 mol.dm3 of "BusN[PF¢] in 2:1 DCM:acetonitrile) at 298 K.
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Figure S3. Cyclic voltammograms of a 1 mM solution of 1-AgCl, 2-AgCl and 3-AgCl (scan rate
100 mVs) (0.1 mol.dm3 of "BusN[PF¢] in 2:1 DCM:acetonitrile) at 298 K.
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Figure S4. Cyclic voltammograms of a 1 mM solution of 3-CuOAc and 3-AgOAc (scan rate 100
mVs™) (0.1 mol.dm3 of "BusN[PFg] in 2:1 DCM:acetonitrile) at 298 K.
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Figure S5. Cyclic voltammograms (wide scan) of 1 mM solutions of 1-CuCl, 2-CuCl, 3-CuCl and 3-
CuOACc (scan rate 100 mVs™)(0.1 mol.dm3 of "BusN[PF¢] in 2:1 DCM:acetonitrile) at 298 K.



