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Table S1. Summary of sorption parameters for 5.

Parameters Values
Aggr (M2/g) 13
Total pore volume (cm3/g) 0.26
Modal pore width (nm) 26
Consistency parameters derived from the BET analyses
P/P, range 0.13-0.27
C 39.2
Vi (cm?/g) 2.92
P/Po(Vy,) 0.137
6(P/P,) 0.138

R 0.999

Table S2. Contributions (%) of various types of close contacts to the Hirshfeld surface area as

obtained from 2D fingerprints, summed for one or two non-equivalent azbipy molecules and the

unit structure.

1 2 3 4 5 6

Atom

azbipy | azbipy | total | azbipy | total | azbipy | total | azbipy | total | azbipy | total
C--H 29.0 29.0 | 30.9 20.5 | 24.0 30.8 | 29.1 13.5| 14.8 12.8 | 13.6
C---C 10.3 98| 6.7 6.6 4.6 9.6 8.7 72| 9.7 13.0| 9.7
C--N 0.0 03| 04 1.0| 0.7 33 2.7 1.8 1.4 41| 23
N---N 0.0 00| 0.0 0.1 0.1 0.2 0.1 0.1 0.1 04| 02
H---H 44.7 459 | 44.0 45.4 | 41.9 40.1 | 395 50.0 | 41.7 445 | 394
N---H 16.0 109 93 85| 4.7 9.0 6.8 51 34 24| 23
O---H - 24| 6.6 16.9 | 21.1 64| 12.2 17.5] 22.9 21.1 | 29.6
O---C - 1.1 13 05| 2.0 0.6 0.8 41| 23 1.8 1.9
O---N - 06| 0.7 05| 03 0.1 0.0 06| 0.8 00| 0.0
O---0 - 00| 0.0 00| 0.6 0.0 0.0 00| 0.0 00| 09




Figure S1. FTIR spectra of the systems investigated in this paper.
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Figure S2. 2D fingerprint plots decomposed on types of close contacts for non-equivalent molecules in the studied crystals.
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Figure S3. 2D fingerprint plots decomposed on types of close contacts for one or two non-equivalent azbbpy molecules in the studied

crystals.
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Figure S4. 2D fingerprint plots decomposed on types of close contacts for each non-equivalent azbbpy molecule in crystals 3 and 4.
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Figure SS. TG curves for compounds 2 — 5.
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Figure S6. Pore distribution curve for 5 fitted using N, at 77 K on carbon (slit/cylindrical pores,

QSDFT adsorption branch model).
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Figure S7. Fluorescence emission spectra: a) azbbpy in CH,Cl, solution (A = 425 nm); b)

solids (Aex = 400 nm)

12
T —
a 4
) l‘ b) —_—2
i .
7.5 485 10 s
—4
~ . 470 5
iikor] \
< i
3 50+ =
© -
b
[T
L 8 =
<t
530
2,54
T T T L] L T T T T T
500 600 700 450 500 550 600 650 700

alinm e



