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Table S1: Significant intermolecular distances in the crystal structures in this study.
	
	Triazine interplanar distance (Å)
	Average Hydrogen-bonded N...N distance (Å)

	C3 150 K
	3.39
	3.024

	C3-F 100 K
	3.36
	3.002

	C3 RT
	3.46
	3.042

	C3-F RT
	3.48
	3.054




Table S2: Percent coverage of the normalised intermolecular interactions (dnorm) on the Hirshfeld surface of each crystal structure in this study.
	Element d norm surface%
	C3 150 K
	C3 RT
	C3-F 100 K
	C3-F RT

	Cl
	6.8
	7.4
	7.3
	7.6

	F
	-
	-
	54.6
	54.4

	N
	10.3
	9.8
	9.3
	9.1

	H
	78.2
	78.5
	25.2
	25.3

	C
	4.7
	4.3
	3.6
	3.6





Table S3: Parameters for DFT calculation of electrostatic potential surfaces using room temperature crystal structures of C3 and C3-F and Gaussian09.

	
	C3 (RT)
	C3-F (RT)

	Calculation Type
	SP
	SP

	Calculation Method 
	B3LYP
	B3LYP

	Basis Set
	6-311G
	6-311G

	Charge
	0
	0

	Spin 
	Singlet
	Singlet

	Total Energy 
	Total Energy = -1086.30876017 a.u.
	-2078.83608405 a.u.

	RMS Gradient Norm
	0.00000000 a.u.
	0.00000000 a.u.

	Dipole Moment 
	5.7352 Debye
	5.6086 Debye









Table S4: Interaction Energies (kJ/mol) for the room temperature crystal structure of C3. R is the distance between molecular centroids (mean atomic position) in Å. Total energies are the sum of the four scaled energy components (scale factor table below). The electron density was computed using CE-B3LYP in CrystalExplorer.
	

	N
	Symop
	R
	E_ele
	E_pol
	E_dis
	E_rep
	E_tot
	[image: Several colorful molecules on a white background

Description automatically generated]

	     
	  0
	-x, -y, -z
	 10.69
	  -2.7
	  -0.1
	 -17.1
	  16.7
	  -7.4
	

	     
	  0
	-x, -y, -z
	  5.25
	 -10.6
	  -2.3
	 -42.2
	  20.5
	 -36.9
	

	     
	  0
	x, y, z
	  5.12
	   1.6
	  -2.1
	 -39.7
	  16.2
	 -24.4
	

	     
	  0
	-x, -y, -z
	 13.01
	   0.0
	  -0.1
	  -4.4
	   0.0
	  -3.8
	

	     
	  0
	-x, -y, -z
	  6.82
	 -78.0
	 -18.3
	 -31.6
	  79.5
	 -74.4
	

	     
	  0
	x, y, z
	 10.01
	   1.4
	  -0.3
	  -4.3
	   0.7
	  -2.0
	

	     
	  0
	-x, -y, -z
	  9.81
	  -0.2
	  -0.2
	 -15.4
	   5.4
	 -10.4
	

	     
	  0
	-x, -y, -z
	  6.91
	 -77.0
	 -17.6
	 -30.3
	  81.7
	 -70.3
	

	     
	  0
	-x, -y, -z
	 11.51
	   0.1
	  -0.1
	  -1.9
	   0.0
	  -1.5
	

	     
	  0
	-x, -y, -z
	  6.92
	  -2.1
	  -2.3
	 -17.2
	   7.8
	 -14.1
	



Table S5: Interaction Energies (kJ/mol) for the room temperature crystal structure of C3-F. 
	

	N
	Symop
	R
	E_ele
	E_pol
	E_dis
	E_rep
	E_tot
	[image: Several colorful molecules on a white background

Description automatically generated]

	     
	  1
	-x, -y, -z
	  8.87
	  -0.7
	  -0.9
	 -20.2
	   9.2
	 -13.3
	

	     
	  1
	-x, -y, -z
	  8.69
	 -73.2
	 -16.4
	 -34.5
	  76.4
	 -72.4
	

	     
	  1
	-x, -y, -z
	  8.67
	 -71.4
	 -15.6
	 -34.2
	  74.0
	 -71.1
	

	     
	  2
	x, y, z
	  5.35
	  -5.1
	  -2.3
	 -47.0
	  16.9
	 -37.6
	

	     
	  2
	x, y, z
	  9.89
	   0.3
	  -0.5
	  -9.3
	   2.9
	  -6.3
	

	     
	  1
	-x, -y, -z
	 10.69
	   0.1
	  -0.0
	  -1.7
	   0.0
	  -1.4
	

	     
	  1
	-x, -y, -z
	 11.87
	  -0.7
	  -0.0
	  -3.8
	   0.1
	  -4.0
	

	     
	  1
	-x, -y, -z
	  7.30
	  -6.8
	  -2.6
	 -37.1
	  10.9
	 -34.7
	

	     
	  1
	-x, -y, -z
	  8.31
	  -0.6
	  -0.2
	 -16.1
	   1.5
	 -13.8
	

	     
	  1
	-x, -y, -z
	  8.77
	  -1.3
	  -0.1
	 -13.7
	   1.3
	 -12.5
	



Scale factors for benchmarked energy models [1].
	Energy Model
	k_ele
	k_pol
	k_disp
	k_rep

	CE-B3LYP ... B3LYP/6-31G(d,p) electron densities
	 1.057
	 0.740
	 0.871
	 0.618


[image: ]
Figure S1: Comparison of Raman spectra of C3 and C3-F using 785 nm excitation at room temperature showing characteristic peaks for C3 (~1100 cm-1) and C3-F (~800 cm-1) used to prepare Raman maps of the C3:C3-F mixture.   

[image: ]
Figure S2: Raman spectra (532 nm excitation) of C3 in low temperature phase (175 K) and room  temperature phase.
[image: ]
Figure S3: DSC cooling and heating runs for C3, runs 1 and 2 (a and b) and with a varied ramping rate (c) demonstrating a kinetically-reversible enantiotropic transition is observed and (d) C3-F where the structural transition has been suppressed. 
[image: ]
Figure S4: Electrostatic potential maps of three orientations of (a) C3 and (b) C3-F with representative functional groups near notable electronegative (red-yellow) and electropositive (blue) regions of the surface. Maps calculated using B3LYP and a 6-311G basis set using Gaussian09.

[image: ]
Figure S5: micrographs of crystal mixtures of C3:C3-F (a) solution crystallised from ethanol producing mainly large C3-F prisms and (b) grinding C3:C3-F in an agate mortar and pestle to produce finely-divided crystals.

[image: ]
Figure S6: Raman maps of equimolar C3:C3-F show that grinding in a mortar and pestle produces a well-mixed sample. A mixture of (a) C3 (red) and (b) C3-F (green) is highly spatially-correlated. A blend of these two images is shown in (c) and is shown alongside an image C3:C3-F before grinding (d) where individual crystals of C3 (red) and C3-F (green) can be clearly distinguished. 
Reference
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