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Fig. S1 PXRD patterns for compounds 1 (a), 2 (b), 3 (c), 4 (d) and 5 (e). Simulated
(black) and single-phase polycrystalline sample (red).
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Fig. S2 TGA curves for compounds 1 (a), 2 (b), 3 (c), 4 (d) and 5 (e).
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Fig. S3 IR spectra of 1-5
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Fig. S4 '"H NMR spectrum of compounds 1 (a), 2 (b), 3 (¢), 4 (d) and 5 (e). The
benzene and toluene signals are marked for clarity.
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Fig. S5 View of the coordination environment of the Zn center in 1 (a) and 2 (b).
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Fig. S6 View of the topological (4,4)-connected structure of 1. The benzene molecules
are shown as space-filling model, which are stuck between the 2D layers.
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Fig. S7 View of the coordination environment of the Pb center in 3.

Fig. S8 View of a section of the 1D [Pb,(tpcb)]n chain extending along the ¢ axis.
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Fig. S9 View of the coordination environment of the Pb center in 4.
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Fig. S10 View of the coordination environment of the Pb center in 5.
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Fig. S11 Photoluminescence excitation and emission spectra of 1-5 in DMF.
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Table S1. Selected bond distances (A) and angles (°) for 1-5

Compound 1
Zn(1)-0(1)
Zn(1)-N(1)
N(1A)-Zn(1)-N(1)
N(1)-Zn(1)-O(1A)
Compound 2
Zn(1)-0(1)
Zn(1)-N(1)
N(2B)-Zn(1)-N(2C)
N(2B)-Zn(1)-0(1)
N(1)-Zn(1)-O(1A)
Compound 3
Pb(1)-N(1)
Pb(1)-O(1)
N(2A)-Pb(1)-N(1)
N(1)-Pb(1)-0O(5)
O(1)-Pb(1)-0(5)
Compound 4
Pb(1)-N(1)
Pb(1)-O(1)
N(4A)-Pb(1)-N(1)
N(4A)-Pb(1)-0(3)
N(4A)-Pb(1)-0(4)
N(1)-Pb(1)-0(6)
Compound 5
Pb(1)-0(4)
Pb(1)-0(7)
Pb(1)-0(4C)
O(7)-Pb(1)-O(4)
N(3B)-Pb(1)-0(4)
N(3B)-Pb(1)-0(7)
N(4A)-Pb(1)-N(1)
N(1)-Pb(1)-N(3B)

2.204(3)
2.182(4)
180.0

89.03(1)

2.184(3)
2.183(3)
180.0
85.2(1)
85.5(1)

2.549(7)
2.640(7)
75.2(2)
83.9(2)
146.2(2)

2.490(7)
2.608(8)
78.1(2)
112.3(2)
109.5(3)
73.12)

2.630(3)
2.660(4)
2.831(3)
77.9(1)
120.4(1)
146.5(1)
88.0(1)
82.7(1)

Zn(1)-0(1A)

N(1A)-Zn(1)-N(1B)
0(1)-Zn(1)-0(1A)

Zn(1)-0(1A)
Zn(1)-N(1A)
N(@2B)-Zn(1)-N(1)
N(2C)-Zn(1)-0(1)

Pb(1)-N(2A)
Pb(1)-0(5)

N(A)-Pb(1)-0(1)
N(2A)-Pb(1)-0(5)
N(2A)-Pb(1)-0(4)

Pb(1)-N(4A)
Pb(1)-0(3)
N(4A)-Pb(1)-0(1)
N(4A)-Pb(1)-0(6)
N(4A)-Pb(1)-0(7)
N(1)-Pb(1)-0(4)

Pb(1)-N(4A)
Pb(1)-N(3B)

N(4A)-Pb(1)-0(7)
N(4A)-Pb(1)-N(3B)
N(1)-Pb(1)-0(4)
N(1)-Pb(1)-O(7)
0(1)-Pb(1)-0(4)

2.204(3)

93.9(2)
180.0

2.184(3)
2.183(3)
94.2(1)
94.8(1)

2.597(7)
2.691(6)
76.5(2)
72.7(2)
114.6(2)

2.608(7)
2.859(8)
67.8(3)
66.7(2)
148.03)
79.8(3)

2.659(4)
2.671(4)

72.5(1)
82.1(1)
153.1(1)
75.2(1)
75.3(1)

Zn(1)-N(1B)

N(1)-Zn(1)-N(1B)

Zn(1)-N(2B)

N(2C)-Zn(1)-N(1)
N(1)-Zn(1)-0(1)

Pb(1)-0(4)
Pb(1)-0(7)

0(1)-Pb(1)-0(4)
O(1)-Pb(1)-0(7)
N(1)-Pb(1)-O(7)

Pb(1)-0(6)
Pb(1)-O(7)
N(1)-Pb(1)-0(1)
N(1)-Pb(1)-0(3)
0(6)-Pb(1)-0(7)

Pb(1)-N(1)
Pb(1)-0(5)

N(4A)-Pb(1)-0(1)
N(3B)-Pb(1)-0(1)
0(4C)-Pb(1)-N(1)
0(4C)-Pb(1)-N(3B)

2.182(4)

86.1(2)

2.168(2)

85.8(1)
94.5(1)

2.733(2)
2.762(7)
146.8(2)
117.22)
151.5(2)

2.960(9)
2.807(9)
82.3(2)
92.5(2)
109.2(2)

2.743(4)
2.827(3)

135.2(1)
76.8(1)

109.7(1)
139.6(1)

Zn(1)-N(1A)

N(1A)-Zn(1)-O(1A)

Zn(1)-N(2C)

N(1)-Zn(1)-N(1A)
0(1)-Zn(1)-0(1A)

Pb(1)-0(2)

N(2A)-Pb(1)-0(7)
0(5)-Pb(1)-0(7)
N(1)-Pb(1)-0(1)

Pb(1)-0(4)

0(6)-Pb(1)-0(1)
N(1)-Pb(1)-0(7)
O(1)-Pb(1)-0(7)

Pb(1)-0(1)
Pb(1)-0(2)

O(1)-Pb(1)-0(7)
O(1)-Pb(1)-N(1)
0(4C)-Pb(1)-N(4A)
N(4A)-Pb(1)-0(4)

2.182(4)

91.0(1)

2.168(2)

180.0
180.0

2.853(7)

83.12)
93.1(2)
75.7(2)

2.772(10)

131.6(3)
70.6(2)
100.8(3)

2.749(4)
2.905(5)

136.6(1)
127.1(1)
134.8(1)
82.3(1)

aSymmetry codes for 1 A, -x,y,-z+ 1; B, X, -y + 1,z for2A, x +3,-y + 1,-z+ I; B, x +1,y, 2, C, -x +2,-y + 1,-z+ 1; for 3 A, 14X, Y, z; for 4 A, X, -y —
1/2,2-1/2;for5 A, -x+2,-y,-z+ 1; B, -Xx+5/2,y—1/2,-z+ 1/2; C,-Xx+ 3,-y, -z + 2.
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