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1. Experimental section

Preparation of [2TCA<3dpyb].

A mixture of 1,3,5-tris(4-carboxy-phenyl)adamantane (TCA) (15 mg, 0.03 mmol)
and 1,4-di(pyridin-4-yl)benzene (dpyb) (10.4 mg, 0.045 mmol) was dissolved in
THF/MeOH (v/v=1:2, 15 mL). The solution was filtered and left to stand at room
temperature. Upon slow evaporation of the solvents, block colorless crystals single

crystals suitable for X-ray diffraction were produced over a period of two weeks.
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2. Figure S1-S4

Fig. S1 Ball and stick view of the hydrogen bonds of TCA with dpyb and methanol in
[2TCA-3dpyb]. Red: O; blue: N; gray: C; white: H.

Fig. S2 Ball and stick view of the six-fold phenyl embrace and C—H---& interactions
of TCA dimer in [2TCA*3dpyb]. Red: O; blue: N; gray: C; white: H. a) top view; b)

side view.
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Fig. S3 Ball and stick view of =m-.-m interactions of TCA-dpyb-TCA edges in
[2TCA<3dpyb]. Red: O; blue: N; gray: C. The hydrogen atoms are omitted for clarity.

a)

b)
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Fig. S4 Different topological view of the 7-fold interpenetrated 2D—3D extended
Borromean-linked networks in [2TCA-3dpyb]. a) Top view. b) Side View. Three
honeycomb nets in a Borromean weave are shown as red, blue and green with thick
stick. The hexagonal rings of other six n-Borromean networks are shown as different

colours with thin stick.



