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Fig. S1 Local coordination environments of Cu" ions in 1 (H atoms were omitted for clarity, symmetry codes: A
=—x,1-y,2-z;B=x,y-1,2;C==-x,y-05,1.5-z;D=1-x,1 -y, 2 —2).
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Table S1. Hydrogen-bonding parameters (A, ©) for 2—4

D-H-A d(D-H) d(H-A) d(D-A) «DHA

2
09-H9A- 02° 0.84 1.877 2.702 166.86
09-H9B-- 07" 0.84 1.977 2.716 146.14
010-H10A06° 0.84 1.907 2.720 162.65
O11-HI1A- 04°¢ 0.88 1.930 2.755 155.53
O12-HI12B-- 011 0.84 2.208 2.998 155.67

3
0(8)-H(8A)-0(2)* 0.85 1.857 2.704 174.82
N(4)-H(4")--0(5)" 0.90 2.294 3.175 166.49
N(4)-H(4") --0(6)¢ 0.90 2.280 2.945 130.64
N(8)-H(8')0(6)" 0.90 2.103 2.957 158.19

4
N(8)-H(8A)--O(5)“ 0.89 2.116 3.000 172.35
0(15)-H(15B)--0(9)" 0.85 2.001 2.754 147.02

. C

Symmetry codes for 2: “ 1 —x, 1 —y,—z;bx—l, 1+y,2z,°2—x, l—y,—z;dx—l,y,z. For3:“1-x,1-y,1-z
bx—y,—zx=1Ly-1,z% y,z+ 1. ford:“12—x,y—1/2,z1/2; 12— x,y + 1/2, 1/2 - z.
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Fig. S2 3D supramolecular network of 2 by non-covalent O—H---O interactions.
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Fig. S3 3D supramolecular aggregate of 3 by inter-molecular O-H--O and N-H:--O hydrogen-bonding

interactions.
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Fig. S4 3D supramolecular architecture of 4 by inter-molecular hydrogen-bonding interactions.
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Fig. S5 TG curves for complexes 1-4.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2012

—— Simulated
Experimental
0 20 30 40 50

20/°

Fig. S6 Simulated (red) and experimental (blue) X-ray powder diffraction patterns for 1.
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Fig. S7 Simulated (red) and experimental (blue) X-ray powder diffraction patterns for 2.
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Fig. S8 Simulated (red) and experimental (blue) X-ray powder diffraction patterns for 3.
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Fig. S9 Simulated (red) and experimental (blue) X-ray powder diffraction patterns for 4.
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Fig. S10 Temperature dependence of yy for 1.
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Fitting equations for magnetic data
For 1
Il =Koy T/N=(2J " 20 | Ng*B)]
e - LA
Cui kT B
A = Sexp(—E/kT) + exp(=E2/kT) + exp(—Es/kT) + exp(—E4/kT)
B = Sexp(—E\/kT) + 3exp(—=E»/kT) + 3exp(—E3/kT) + 3exp(—E4/kT) + exp(—=Es/kT) + exp(—Es/kT)
Ei=—J1 —Jy/2 - J3
Ey=J, -2+ Js
Es=J/2+ )" + (Js = )]
Ey=D0R2 [+ (=)
Es=J, +J5 +Jo/2 + [4(Ji% + J5D) + Jo* — 4J1J5 — 20ad5 — 2J105] M2
E¢=Jy +J5 +Jo/2 — [4(J2 + JD) + 2 — 4015 — 200J5 — 2115]

For 2

Aol = “gpr

2 n2 —2J/kT J/ kT 2 n2
Ng’f3 (1+ eiszT+10erT J+S(S+1)Ng B
1+ e +2¢ 3kT

ZMT = lCu_%U—CU{]T M- (ZJ';(C“.Q*'C“}[ / Ngzﬂz J

For 3
Ng*B* (1+ e/ +10e”""
Finarcal = g7 (1+ e T 10" j
Il = X T 1= (2" o | NE* )]
For 4

Ztriangularcul; - AkT 1+ eS.//kT

~ Ng2ﬂ2 (1_1_ 563J/kTJ

ZMT chuélT/[l_(ZJ'ZCugl /Ngzﬂz)]
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