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Scheme I.  
 
 
 
 
 
 
 
 

Hybrid inorganic-metalorganic compounds 

M: 
Na+ → K2[{SiW11O39Cu(H2O)}{Cu2(bpy)2(H2O)2(ox)}2]·14H2O (1) 
K+ → K14[{SiW11O39Cu(H2O)}{Cu2(bpy)2(ox)}]2[SiW11O39Cu(H2O)]·55H2O (2) 
NH4

+ → (NH4)4[{SiW11O39Cu(H2O)}{Cu2(bpy)2(ox)}]·10H2O (3)  
Rb+ → Rb4[{SiW11O39Cu(H2O)}{Cu2(bpy)2(ox)}]·10H2O (4)  

100 °CHAc/MAc 

Metal-organic block (MOB)Inorganic block (POM) 

[{Cu(bpy)(H2O)}2(µ-ox)]2+[SiW11O39Cu(H2O)]6—

2 CuCl2 + 2 bpy + 1 ox 1 CuCl2 + 1 K8[SiW11O39]

H2O/MeOH

2 



Table S1. Intermolecular π interactions (Å, °) for compounds 1 - 4. 
  

 
Compound  DZ ANG DC DXY 

1 CgN1'-CgN12 (i) 3.52(5) 4.8(9) 3.77(5) 1.37(5) 

 CgN12'-CgN1 (i) 3.47(5) 4.8(9) 3.77(5) 1.48(5) 

 CgN32-CgN32' (ii) 3.41(5) 0.0(9) 3.64(5) 1.28(5) 

2 CgN1-CgN12' (iii) 3.50(2) 1.0(6) 3.95(2) 1.83(2) 

 CgN12-CgN1' (iii) 3.49(2) 1.0(6) 3.95(2) 1.85(2) 

3 CgN1-CgN12' (iv) 3.45(1) 1.3(4) 3.96(1) 1.94(1) 

 CgN12-CgN1' (iv) 3.49(1) 1.3(4) 3.96(1) 1.86(1) 

 CgN21-CgN32' (v) 3.44(1) 1.9(4) 3.97(1) 1.98(1) 

 CgN32-CgN21' (v) 3.46(1) 1.9(4) 3.97(1) 1.95(1) 

4 CgN1-CgN12' (iv) 3.47(1) 1.7(5) 3.91(1) 1.81(1) 

 CgN12-CgN1' (iv) 3.51(1) 1.7(5) 3.91(1) 1.72(1) 

 CgN21-CgN32' (v) 3.49(1) 1.0(5) 3.98(1) 1.91(1) 

 CgN32-CgN21' (v) 3.48(1) 1.0(5) 3.98(1) 1.95(1) 

 

Symmetry codes. (i) 1-x, -y, -z; (ii) -x, -y, 1-z; (iii) 1-x, 1/2-y, 1/2-z; (iv) 3-x, -y, -z; (v) 1-x, 1-y, -z. 

Cgi: ring i centroid, which contains the following atoms: i = N1: N1, C2, C3, C4, C5, C6; i = N12: C7, C8, C9, C10, 
C11, N12; i = N21: N21, C22, C23, C24, C25, C26; i = N32: C27, C28, C29, C30, C31, N32. 
DZ: Distance between planes (Å) defined as the perpendicular distance from Cgi to the ring j plane; ANG: angle (°) 
between the planes of ring i and ring j; DC: Distance (Å) between the centroids Cgi y Cgj; DXY: Lateral 
displacement (Å) between rings defined as the distance between Cgj and the proyection of centroid Cgi on the plane 
j. 
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Fig. S1. Thermal evolution of the magnetic susceptibility and χmT product for 

compounds 2 and 4. 
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