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 (a)                                    (b) 

Fig. S1 The 3D structure through hydrogen bonding (marked in blue dot lines) in compound 1 (a) 

along c axis and 2 (b) along b axis. Solvent molecules are omitted for clarity.  
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    (a)                                       (b) 

Fig. S2 Simulated (red) and measured (blue) PXRD patterns of 1 (a) and 2 (b) 
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Fig. S3 Emission spectrum of 4-Hptt at room temperature under excitation of 290 nm. 
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                Area            Center            Width           Height     

        ---------------------------------------------------------------------

        1  8809651.1039828  763.28085848731  140.30116013068  50099.974906697

        2  28847845.242636  789.02437609909   223.9706220445  102769.06016253

      Statistics

        ------------------------------

                         Statistics   

        ------------------------------

                  DF               679

        COD (R^2)  0.99668235876883

        ReducedChiSq    9225683.613135

 

Fig. S4 Emission spectra of compound 2 and the fitted Gaussian profile excited by 360 nm at 

room temperature (Black: measured spectrum, Red: Gauss fitting result, Green: Gauss fitting 

peaks of 763 nm and 789 nm respectively.) 
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Fig. S5 Space-filling representations of supramolecule 1 (a) along c axis and 2 (b) with large 

hexagonal pores along c axis. Solvent molecules are omitted for clarity. 
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 Table S1. Selected bond lengths (Å) and angles (°) for 1
a
 

Bond lengths (Å) 

Cu1—N1 2.012 (3) S3—C15 1.745 (4) 

Cu1—S3 2.2281 (11) S2—C8 1.739 (4) 

Cu1—S2
i
 2.2644 (11) S2—Cu1

i
 2.2644 (11) 

Cu1—Cu2 2.8495 (7) S1—C1 1.742 (4) 

Cu2—N5 2.010 (3) S1—Cu2
i
 2.2487 (12) 

Cu2—S3 2.2368 (10) N9—C15 1.345 (4) 

Cu2—S1
i
 2.2487 (12) N9—C16 1.378 (5) 

Cu2—Cu3 2.9500 (7) N11—C16 1.312 (5) 

Cu3—N9 1.981 (3) C2—N3 1.322 (5) 

Cu3—S1 2.2465 (11) C2—N1 1.368 (5) 

Cu3—S2 2.2705 (10) N1—C1 1.341 (4) 

N10—C15 1.335 (5) N3—N2 1.362 (4) 

N10—N11 1.369 (5) N2—C1 1.338 (5) 

N6—C8 1.343 (5) N5—C9 1.370 (5) 

N6—N7 1.365 (4) C9—N7 1.319 (5) 

N5—C8 1.348 (4)   

Angles (
o
) 

N1—Cu1—S3 120.58 (10) S3—Cu2—Cu3 82.70 (3) 

N1—Cu1—S2
i
 107.43 (10) S1i—Cu2—Cu3 126.32 (3) 

S3—Cu1—S2
i
 128.57 (4) Cu1—Cu2—Cu3 64.177 (18) 

N1—Cu1—Cu2 141.27 (10) N9—Cu3—S1 124.82 (11) 

S3—Cu1—Cu2 50.48 (3) N9—Cu3—S2 122.97 (11) 

S2i—Cu1—Cu2 101.10 (3) S1—Cu3—S2 108.96 (4) 

N5—Cu2—S3 120.64 (10) N9—Cu3—Cu2 82.15 (10) 

N5—Cu2—S1
i
 107.24 (10) S1—Cu3—Cu2 124.82 (3) 

S3—Cu2—S1
i
 127.91 (4) S2—Cu3—Cu2 82.20 (3) 

N5—Cu2—Cu1 144.31 (10) C15—S3—Cu1 104.25 (13) 

S3—Cu2—Cu1 50.21 (3) C15—S3—Cu2 100.62 (13) 

S1
i
—Cu2—Cu1 100.01 (3) Cu1—S3—Cu2 79.32 (3) 
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N5—Cu2—Cu3 81.04 (9) C8—S2—Cu1
i
 102.31 (14) 

C15—N10—N11 110.9 (3) C8—S2—Cu3 101.85 (12) 

C16—N11—N10 102.9 (3) Cu1
i
—S2—Cu3 96.91 (4) 

N10—C15—N9 108.8 (3) C1—S1—Cu3 106.56 (13) 

N10—C15—S3 124.7 (3) C1—S1—Cu2
i
 102.45 (15) 

N9—C15—S3 126.5 (3) Cu3—S1—Cu2
i
 98.35 (4) 

N3—C2—N1 113.9 (3) C15—N9—C16 103.5 (3) 

N3—C2—C3 122.2 (3) C15—N9—Cu3 122.9 (3) 

N1—C2—C3 123.8 (3) C16—N9—Cu3 133.6 (3) 

N11—C16—N9 114.0 (4) N2—C1—N1 108.8 (3) 

C1—N1—C2 103.7 (3) N2—C1—S1 124.5 (3) 

C1—N1—Cu1 119.2 (2) N1—C1—S1 126.8 (3) 

C2—N1—Cu1 133.9 (2) C8—N6—N7 110.4 (3) 

C2—N3—N2 102.8 (3) C8—N5—C9 103.8 (3) 

C1—N2—N3 110.9 (3) C8—N5—Cu2 121.6 (3) 

N6—C8—N5 108.7 (3) C9—N5—Cu2 132.1 (2) 

N6—C8—S2 125.1 (3) C9—N7—N6 103.3 (3) 

N5—C8—S2 126.1 (3) N7—C9—N5 113.7 (3) 

a
Symmetry codes: (i) 1/2-x, 3/2-y, 1-z; (ii) 1/2-x, 1/2-y, 1-z; (iii) -x, y, 3/2-z. 
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Table S2. Selected bond lengths (Å) and angles (°) for 2
 a

 

Bond lengths (Å) 

Cu1—N1
i
 2.004 (3) N2—C1 1.320 (5) 

Cu1—S1 2.2140 (11) N2—N3 1.359 (5) 

Cu1—S1
ii
 2.3121 (12) N3—C2 1.336 (5) 

N1—Cu1
i
 2.004 (3) N1—C1 1.349 (4) 

S1—Cu1
iii

 2.3121 (12) N1—C2 1.361 (5) 

S1—C1 1.749 (4) C3—C2 1.478 (5) 

Angles (
o
) 

N1
i
—Cu1—S1 130.63 (11) C1—N1—C2 103.7 (3) 

N1
i
—Cu1—S1

ii
 107.87 (11) C1—N2—N3 111.8 (3) 

S1—Cu1—S1
ii
 118.68 (6) C2—N3—N2 102.1 (4) 

C1—S1—Cu1 107.47 (14) N2—C1—N1 108.7 (3) 

C1—S1—Cu1
iii

 96.80 (14) N2—C1—S1 124.1 (3) 

Cu1—S1—Cu1
iii

 92.85 (5) N1—C1—S1 126.8 (3) 

C1—N1—Cu1
i
 122.5 (3) N3—C2—N1 113.7 (3) 

C2—N1—Cu1
i
 132.6 (2) N3—C2—C3 121.7 (4) 

a
Symmetry codes: (i) -x+y, y, 1/2-z; (ii) -x+y, 1-x, z; (iii) 1-y, 1+x-y, z. 
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Table S3. Hydrogen bonding distances (Å) and angle (
o
) data for 1

a
-2

b
 

Compound 1
a
 D—H H...A D...A D—H...A 

N6—H6'...N12
i
 0.86 1.94 2.730 (4) 153.3 

N10—H10'...N4
ii
 1.00 1.82 2.802 (4) 169.8 

N2—H2'...N8
iii

 0.88 2.04 2.740 (5) 136.1 

Compund 2
b
 D—H H...A D...A D—H...A 

N2—H2...N4
i
 0.82 1.98 2.797 (5) 174.1 

a
Symmetry codes: (i) 1/2-x, 1/2+y, 3/2-z; (ii) -x, y, 1/2-z; (iii) 1/2+x, -1/2+y, z. 

b
Symmetry codes: (i) x, y, z. 
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