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Experimental Methods

General: 

The IR spectrum was recorded with a Nicolet Nexus FT-IR spectrophotometer equipped with the Smart Endurance system (UATR). The thermal analysis was recorded with a Linkam DSC600 Stage (temperature range: -196°C to 600°C) coupled with the LN94 cooling system.

Commercially available chemicals were used without further purification. Chemicals were purchased from Sigma-Aldrich and Apollo Scientific.
Formation of the co-crystal 3: Equimolar amounts of 1,8-diiodoperfluorooctane 1 and N,N,N’,N’-tetramethyl-p-phenylenediamine (2) were dissolved in a vial of clear borosilicate glass at room temperature. Chloroform was used as solvent. The open vial was placed in a closed cylindrical wide-mouth bottle containing CCl4. CHCl3 was allowed to diffuse at room temperature and after 24 hours yellowish co-crystals of 3 were obtained.

Mp (CHCl3, onset temperature): 104°C.

IR (cm-1, selected bands): 2978.9 (w), 2893.3 (w), 2853.1 (w), 1515.9 (m), 1475.4 (w), 1454.9 (w), 1301.7 (m), 1255.9 (w), 1194.1 (s), 1170.0 (s), 1133.1 (s), 1105.5 (s), 1080.3 (m), 1057.8 (m), 1048.3 (m), 936.9 (m), 816.9 (m), 776.4 (w), 718.7 (m), 679.9 (s), 654.9 (m).

Fig. 4: ORTEP III representation of the two separated rotamers of 1,8-diiodoperfluorooctane 1 halogen bonded to tetramethyl-p-phenylenediamine (2) in the co-crystal 3.
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