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Fig. S1. HMQC (500 MHz 1H NMR and 126 MHz 13C NMR) spectrum of
compound 9 in CDCIs. * = residual CHCls.
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Fig. S2. Comparison of the powder diffraction patterns of the bulk sample
obtained from the reaction of Co(NCS)2 and 7 (top two patterns, room
temperature) and that predicted from the single crystal structure of
{[Co(NCS)2(7)2]-4CHCIz}» (123 K). Differences between the peak intensities of
the measured bulk samples compared to predicted patterns most likely arise
from preferred orientations of the crystals in the bulk material. Grinding the
sample more did not change the relative peak intensities but signal-to-noise
ratios decreased dramatically.
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Fig. S3. Comparison of the powder diffraction patterns of the bulk sample
obtained from the reaction of Co(NCS)2 and 8 (top, room temperature) and that
predicted from the single crystal structure of {[Co(NCS)2(8)2]-2C¢H4Cl2}x (123 K).
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Fig. S4. Comparison of the powder diffraction patterns of the bulk sample
obtained from the reaction of Co(NCS)2 and 9 (top, room temperature) and that
predicted from the single crystal structure of {[Co(NCS)2(9)]-2CHCls}» (123 K).
Differences between the peak intensities of the measured bulk samples
compared to predicted patterns most likely arise from preferred orientations of
the crystals in the bulk material. Grinding the sample more did not change the
relative peak intensities but signal-to-noise ratios decreased dramatically.



Fig. S5. Comparison of the conformations of the coordinated ligands 3 (red) and
9 (green) in {[Co(NCS)2(3)]-4CHClz}» and {[Co(NCS)2(9)]-2CHCls}n, respectively.
The central arene rings have been overlaid. Cobalt atoms are shown as large
spheres. Ligand 3 acts as an approximately tetrahedral 4-connecting node, and 9
as a planar 4-connecting node.



