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Table S1. Hydrogen bond geometry (Å, °)

D‒H···A D˗H/ Å H···A/Å D···A/Å D˗H···A/° Symmetry code

O2‒H2···O1 0.82 2.17 2.6395(2) 116 Intramolecular

O3‒H3···O5 0.82 2.17 2.9383(2) 155 x,1+y,z

O4‒H4···O2 0.82 2.19 3.0076(2) 146 -x,-1/2+y,1/2-z

DEX (Form 
A)

C18‒H18B···O4 0.96 2.24 2.8762(2) 123 Intramolecular

O1‒H1···O10 0.82 2.15 2.9366(3) 160 3/2-x,1-y,-1/2+z

O4‒H13···O9 0.82 2.07 2.8230(3) 153 1/2+x,1/2-y,-z

O6‒H30···O3 0.82 1.99 2.7821(3) 163 3/2-x,1-y,-1/2+z

O8‒H36···O2 0.82 2.02 2.8138(3) 163 -1/2+x,1/2-y,-z

C17‒H17···O10 0.97 2.49  3.2999(3) 141 3/2-x,1-y,-1/2+z

C21‒H26···O7 0.96 2.54 3.4414(3) 156 1+x,y,z

DEX (Form 
B)

C39‒H48···O3 0.97 2.52 3.3143(3) 139 3/2-x,1-y,-1/2+z

O3‒H3···O5 0.82 2.07 2.8475(4) 158 x,y,-1+z

O6‒H6···O7 0.82 2.21 2.9416(4) 149 1-x,1/2+y,1-z

O7‒H7···O2 0.82 1.81 2.5987(3 162 1-x,-1/2+y,-z

DEX‒CAT

O2‒H2···O1 0.82 2.14 2.6277(3) 118 Intramolecular

O3‒H3···O5 0.82 2.26  3.0598(4) 164 x,y,1+z

O6‒H6···O6 0.82 2.58  3.2285(4) 137 -x,1/2+y,1-z

O7‒H7···O2 0.82       2.20  3.0111(4)        168 x,-1+y,z

C5‒H5A···O5 0.96       2.46  2.8623(4)        105 x,y,1+z

C5‒H15A···O5 0.97       2.60  3.5411(5)        163 1-x,-1/2+y,-z

DEX‒RES

C24‒H24···O2 0.93       2.47  3.2569(4)        142 x,-1+y,z



C26‒H26···O7 0.93       2.34  3.1443(4)        144 -x,1/2+y,2-z

Table S2. Steroid cocrystals/salts structure (reported)

Sl. No Steroid Coformer used with CCDC 
refcodes/nos
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Fig. S1. DEX polymorphs (needle-Form A, square plate-Form B) crystallized concomitantly from 
acetonitrile.

(a)



(b)

Fig. S2. TGA data of (a) DEX‒CAT and (b) DEX‒RES cocrystals confirmed the possible thermal 
degradation.

(a)



(b)

Fig. S3. Packing differences between Form A and B. Form A maintains AABB patterns, whereas Form B 
maintains ABAB patterns of DEX chains viewed down the a axis. The direction of arrow is assumed 
starting from carbonyl towards terminal OH groups as A, wherein opposite arrow is assumed as B. 

Fig. S4. Overlay of molecular conformations of DEX (three) symmetry independent molecules in two 
forms A/B that indicates no conformational flexibility even in the presence of eight chiral centers and four 
aliphatic cyclic rings.



(a)

(b)

Fig. S5. The Rietveld plot after the final bond-restrained refinement for (a) DEX‒CAT and (b) DEX‒RES 
cocrystals showing the experimental and difference diffraction profiles as black (top) and red (bottom) 
curves, respectively. The vertical blue bars correspond to the calculated positions of the Bragg peaks.



Note: In the final bond-restrained Rietveld refinement of DEX‒RES, two crystalline phases were taken into 
account, namely, DEX‒RES and DEX (Form A). For DEX Form A, the atomic coordinates were fixed to 
the known values (CCDC deposition 2118348). For DEX‒RES, except for the atomic coordinates only two 
independent Uiso values for non-H atoms were refined – one common Uiso for DEX molecule, another one 
for RES molecule. H atoms were placed in calculated positions and not refined. The experimental and 
calculated diffraction profiles after the final two-phase bond-restrained Rietveld refinement are shown in 
Fig. S5b [in the Legend - The vertical blue bars correspond to the calculated positions of the Bragg peaks 
for two crystalline phases - DEX‒RES (1st raw) and DEX-Form A (2nd raw)]. The content of DEX (Form 
A) in the DEX‒RES sample was estimated as approx. 7%.

(a)



(b)

Fig. S6. 3D packing view of (a) DEX‒CAT and (b) DEX‒RES cocrystals down the b axis indicate DEX 
molecule arranged in an alternate fashion (ABAB), which is similar to DEX Form B.

(a)



(a)

(b)



Fig. S7. X-ray powder pattern of (a) DEX-ORC, (b) DEX-PYR, (c) DEX-PGL suggest that there are two-
phase sample of either DEX Form A or Form B (DEXMET11) and PYR/PGL hydrate (PHGLOH04).

(a)

(b)

Fig. S8. Hydrogen bonding aspects of (a) progesterone‒resorcinol (refcode-PRORES), (b) 
DEX‒RES cocrystals.

Fig. S9. UV absorbance spectra of the DEX Forms A/B and DEX-CAT/RES cocrystals that 
showed the negligible interference in the UV region of 241 nm, where the drug is absorbed.



(a)

(b)

Fig. S10. XRD comparison of (a) DEX‒CAT and (b) DEX‒RES cocrystals (following 2h dissolution 
studies) that indicated the possible transformation to the mixture of polymorphs 



(a)

(b)

Fig. S11. XRD comparison of (a) DEX‒CAT and (b) DEX‒RES cocrystals stored at 35±5 ᴼC and 75% 
relative humidity that showed partial transformation to DEX Form after 2-4 weeks. 


