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Table S1.  Selected geometric parameters (Å, °) in cocrystals 2–4

Parameter 2 3 4

I1···N1 2.927(3) 2.856(2) 2.811(3)

I2···N3 – – 2.836(3)

C1–I1 2.092(3) 2.094(3) 2.100(3)

C4–I2 – – 2.096(4)

C4–N1 1.336(4) 1.339(4) –

C8–N1 1.344(4) 1.340(4) –

C7–N1 – – 1.336(5)

C11–N1 – – 1.338(5)

C9–N2 1.283(5) 1.280(4) –

C12–N2 – – 1.278(5)

C13–N3 – – 1.342(5)

C17–N3 – – 1.342(5)

N2–N2i 1.405(5) 1.408(5) 1.403(6)

N4–N4ii – – 1.410(6)

C2–C1–I1 120.7(2) 122.6(2) 121.2(3)

C3–C1–I1 122.1(3) 121.0(2) –

C6-C1-I1 – – 121.8(2)

C3–C4–I2 – – 121.0(3)

C5–C4–I2 – – 120.7(3)

C4–N1–C8 117.0(3) 117.2(3) –

C7–N1–C11 – – 117.5(3)

C13–N3–C17 – – 117.3(3)

C9–N2–N2i 111.5(3) 111.5(3) –

C12–N2–N2i – – 111.7(4)

C18–N4–N4ii – – 111.6(4)

Symmetry operations

i 1-x, 1-y, 1-z -1-x, -y, 1-z -½-x, -½-y, ½-z
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ii 1-x, 1-y, -z
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Table S2.  The percentage contributions of interatomic contacts to the Hirshfeld surfaces of 

overall 2–4, individual 1 in 2–4 and n-PyAld in 2–4

Contact 2 1 2-PyAld 3 1 3-PyAld 4 1 N1-4-PyAld N3-4-PyAld
H···H 15.0 0.0 24.8 12.3 0.0 20.7 16.3 0.0 21.3 20.2
H···C/C···H 13.8 9.3 14.8 11.1 6.0 14.1 14.8 3.2 17.5 18.5
H···N/N···H 4.1 0.0 6.8 5.3 0.0 9.0 12.1 0.0 15.1 16.3
H···F/F···H 24.6 28.4 18.9 26.9 30.9 21.3 23.9 29.7 19.0 20.0
I···H/H···I 10.9 21.9 7.8 13.1 22.4 8.6 9.4 24.6 8.1 6.8
C···C 6.2 3.3 8.0 5.7 4.7 6.4 6.3 6.3 5.7 6.0
C···N/N···C 4.3 3.1 4.7 5.8 5.0 5.9 1.3 0.2 1.5 1.7
C···F/F···C 1.9 1.6 1.9 3.2 3.7 2.6 6.2 12.3 3.7 3.0
C···I/I···C 6.1 9.2 3.6 5.8 7.2 4.3 2.0 5.3 0.6 0.7
N···F/F···N 5.4 5.6 4.7 3.5 3.6 3.1 3.7 3.6 3.7 3.3
N···I/I···N 2.8 6.3 4.0 3.4 7.3 4.0 1.7 6.9 3.8 3.5
F···F 2.4 5.2 0.0 3.0 6.5 0.0 0.1 0.2 0.0 0.0
F···I/I···F 2.5 6.1 0.0 0.9 2.7 0.0 1.3 4.7 0.0 0.0
I···I 0.0 0.0 0.0 0.0 0.0 0.0 0.9 3.0 0.0 0.0
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Figure S1.  Experimental (blue trace) and simulated (red) powder X-ray diffraction patterns for 

(a) 2, (b) 3 and (c) 4, indicating matches between the single crystal results and structures of the 

bulk materials.
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(e)

(f)
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(g)
Figure S2.  FTIR spectra for (a) 1, (b) 2-PyAld, (c) 3-PyAld, (d) 4-PyAld, (e) 2, (f) 3 and (g) 4.
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Figure S3.  Raman spectra for (a) 1, (b) 2-PyAld, (c) 3-PyAld, (d) 4-PyAld, (e) 2, (f) 3 and (g) 4.
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Figure S4.  (a) 1H NMR spectra for 2–4 and n-PyAld (n = 2, 3 and 4) and (b) 13C{1H} NMR 

spectra for 1–4, recorded in 0.1 M CDCl3 solution.  Downfield shifts are noted for the characteristic 

resonances ascribed to n-PyAld.  Upfield shifts of approximately 0.02 ppm were noted for the 13C 

signals of 2–4 cf. 1 but no significant changes are observed for the 13C resonances due to the n-

PyAld molecules.
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Figure S5.  (a) 19F and (b) 127I NMR spectra recorded in 0.1 M CDCl3 solution for 1–4.  Upfield 

shifts were observed for the 19F and 127I signals of coformer 1 in 2–4, respectively.
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Figure S6.  15N NMR spectra for 2–4 and n-PyAld (n = 2, 3 and 4) recorded in 0.1 M CDCl3 

solution.  There are no visible changes observed in the 15N NMR spectra of 2–4 in comparison to 

the respective n-PyAld coformers.

15



Figure S7.  (a) 13C{1H} SS NMR spectra of 1 (blue trace), 3-PyAld (red) and 3 (black) measured 

at 12 kHz, and (b) 13C{1H} SS NMR spectra for 1 (blue trace), 4-PyAld (red) and 4 (black).  

Asterisks denote MAS spinning sidebands.
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