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Table S1. Selected bond lengths [A] and angles [°] for 1-6[

Compound 1
Cu(1)-N(2) 1.945(6) Cu(1)-N(2)#3
Cu(1)-0(1wW) 2.013(7) Cu(1)-0(AW)#3
Cu(2)-N(8)#4 1.986(6) Cu(2)-N(8)#5
Cu(2)-N(6)#6 1.988(6) Cu(2)-0(5)
Cu(2)-O(5)#6 2.675(6) Cu(2)-0(6)
N(1)#3-Cu(1)-N(1) 180 N(1)#3-Cu(1)-O(1W)
N(1)-Cu(1)-0(1W) 92.3(3) N(1)#3-Cu(1)-O(1W)#3
N(1)-Cu(1)-O(1W)#3 87.7(3) O(AW)-Cu(1)-O(1W)#3
N(8)#4-Cu(2)-N(8)#5 180 N(8)#4-Cu(2)-N(6)
N(8)#5-Cu(2)-N(6) 89.5(2) N(8)#4-Cu(2)-N(6)#6
N(8)#5-Cu(2)-N(6)#6 90.5(2) N(6)-Cu(2)-N(6)#6
O(5)-Cu(2)-0(5)#6 180 N(6)-Cu(2)-0(5)
O(5)-Cu(2)-N(8)#5 98.99(5) 0O(5)-Cu(2)-N(8)#4

Compound 2
Cu(1)-N(6)#4 1.911(7) Cu(1)-0(2)
Cu(1)-0(10) 2.359(6) Cu(1)-N(2)
Cu(2)-0(1w) 1.7623(13) Cu(2)-N(2)
Cu(2)-N(9)#5 1.914(6)
N(6)#4-Cu(1)-N(1) 165.7(3) N(6)#4-Cu(1)-O(1)
N(1)-Cu(1)-O(1) 88.9(2) N(6)#4-Cu(1)-O(10)
N(1)-Cu(1)-O(10) 100.4(2) 0O(1)-Cu(1)-0(10)
O(IW)-Cu(2)-N(9)#5 69.1(2) O(AW)-Cu(2)-N(2)
N(9)#5-Cu(2)-N(2) 169.4(3)

Compound 3
Cu(1)-N(9) 1.878(10) Cu(1)-N(3)#2
Cu(2)-N(6) 1.893(8) Cu(2)-N(12)
Cu(3)-N(15) 1.882(8) Cu(3)-N(21)
Cu(3)-0(2) 2.527(8) Cu(4)-N(18)
Cu(4)-N(24)#3 1.900(8)
N(9)-Cu(1)-N(3)#2 174.9(9) N(12)-Cu(2)-N(6)
N(21)-Cu(3)-N(15) 173.1(4) N(18)-Cu(4)-N(24)#3
O(1)-Cu(3)-N(21) 90.71(4) 0O(1)-Cu(3)-N(15)

Compound 4
Ni(1)-N(9)#4 2.067(4) Ni(1)-N(6)#1
Ni(1)-N(1) 2.074(5) Ni(1)-O(2W)
Ni(1)-O(3W) 2.086(4) Ni(1)-O(1W)
N(1)-Ni(1)-N(9)#4 92.77(18) N(1)-Ni(1)-N(6)#1
N(9)#4-Ni(1)-N(6)#1 93.01(18) N(1)-Ni(1)-O(2W)
N(9)#4-Ni(1)-O(2W) 92.54(15) N(6)#1-Ni(1)-O(2W)

N(1)-Ni(1)-O(3W) 88.69(19) N(9)#4-Ni(1)-O(3W)
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N(6)#1-Ni(1)-O(3W) 85.50(18) O(2W)-Ni(1)-0O(3W)
N(1)-Ni(1)-0O(1W) 89.75(19) N(9)#4-Ni(1)-O(1W)
N(6)#1-Ni(1)-O(1W) 91.27(17) O(2W)-Ni(1)-0(1W)
O(3W)-Ni(1)-0O(1w) 91.34(17)

Compound 5
Zn(1)-N(8)#4 1.968(3) N(1)-Zn(1)
Zn(1)-0(1W) 2.050(4) Zn(1)-N(6)#1
Zn(1)-0(5) 2.773(4)
N(1)-Zn(1)-N(8)#4 146.10(15) N(1)-Zn(1)-0(1W)
N(8)#4-Zn(1)-0O(1W) 95.88(14) N(1)-Zn(1)-N(6)#1
N(8)#4-Zn(1)-N(6)#1 103.66(14) O(1W)-Zn(1)-N(6)#1
O(5)-Zn(1)-N(1) 78.29(2) O(5)-Zn(1)-0(1W)
O(5)-Zn(1)-N(6)#1 162.68(2) O(5)-Zn(1)-N(8)#4

Compound 6
Ag(1)-N(9)#2 2.107(9) Ag(1)-N(3)
Ag(1)-0(10)#2 2.671(9) Ag(2)-N(6)#1
Ag(2)-0(3) 2.670(9) Ag(2)-N(2)
Ag(2)-N(8) 2.577(10)
N(9)#2-Ag(1)-N(3) 171.9(4) N(6)#1-Ag(2)-N(2)
N(6)#1-Ag(2)-N(8) 90.0(4) N(2)-Ag(2)-N(8)
N(9)#2-Ag(1)-O(10y#2  91.51(4) N(3)-Ag(1)-O(10)#2
N(8)-Ag(2)-0(3) 85.98(4) N(6)#1-Ag(2)-0O(3)
N(2)-Ag(2)-0(3) 87.57(4)

85.66(16)
90.44(16)
176.89(16)
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2.091(4)
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79.55(4)

Symmetry codes For 1: #3 -X-2,-y+1,-z-1; #4 -X,-y+1,-z; #5 Xx,y-1,z; #6 -Xx,-y,-z; For 2: #4

x+1y-1,z; #5 xy,z+1. For 3: #2 x-l1yy,z; #3 X\y,z-1. For 4: #1 -x+1,-y,-z+2; #4

x+1/2,-y+1/2,z-1/2. For 5: #1 -x+2,-y,-z+1; #4 x-1/2,-y+1/2,z+1/2. For 6: #1 -x+1,-y,-z; #2

-X,-Y,-Z+1.

Table S2. Hydrogen-bond geometries for compound 4(A, °©)

D-HA D-H HA DA <D-HA
[A] [A] [A] ]
O(BW)-H(5A)...0(13)#1 0.85(6)  1.90(7) 2.676(6) 150(6)
0(2W)-H(2B)...0(7) 0.85(3)  1.93(2) 2.759(5) 167.5(18)
O(1W)-H(LA)...0(4W) 0.85(5)  2.14(6) 2.681(9) 121(6)

Symmetry codes for 4: #1 -x+1,-y,-z+2.
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Fig. S1 (a) View of the 2D sheet in 1. (b) 1D tubular channels along the a-axis of 1
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Fig. S2 View of the 2D single sheet in 2.
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Fig. S3 (a) View of a 1D tubular chain in 3. (b) Perspective view of the 2-fold

interpenetrating net of 2.



Fig. S4 Schematic view of the (4'-8%), topology of 4
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Fig. S5 Coordination fashion of the ttb ligand in 6.
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Fig. S6 The IR spectra of compounds 1-6
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Fig. S7 The calculated and experimental PXRD patterns of compounds 1-6.
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Fig. S8 TGA spectra for 1-6
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Fig. S9. EPR spectrum of 1



