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Single crystal X-ray diffraction data:

Table 1S. Summary on the nature of the crystals and various crystallographic parameters of Pilla-1, and
Pillar-2b.

Crystal Name Pillar-1 Pillar-2b
Crystal Dimension/mm 0.25 x 0.20x 0.06 0.22 x 0.16x 0.14
Crystal Color, Habit Colorless, Block Colorless, Block
Formula Cio9 Hog Cl4 Oy Cio9 Hy14 Cl0q0
Crystal system Monoclinic Monoclinic
Space group(no.) P 21/n (14) P 21/c (14)
T/K 150 150

a/A 20.5360(5) 19.3435(9)
b/A 21.5224(5) 25.2081(11)
c/A 20.9960(15) 20.5824(14)

a 90 90

B 109.550(8) 110.810(8)

Y 90 90

v/ A3 8744.9(8) 9381.5(10)

Z 4 4
u(CuKor) / mm-! 0.199 0.128
Pealcd/g €M 1.299 1.172
Omax/deg 25.03 27.44
Reflections collected 49964 64186
Unique reflections 15429 21224

Rin 0.0422 0.0815

R (I>20) 0.0753 0.0977

R (all data) 0.1022 0.1948

R, (all data) 0.2626 0.3362

A e A 1.030 1.201
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Figure S1. Top view of the extended Pillar-1 cavity by C-H-w interactions.

(b)

3.167(4) A

Figure S2. Halogen---halogen (Cl---Cl) interactions. a) side view, b) type-I interactions (6; = &)

pillararene removed for clarity.
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Figure S3. Plot of chemical shift (3) changes for the guest (OMA) proton of trimethyl region as
function of host (Pillar-1) concentration in CDCl; at 25 °C.
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Figure S4. '"H NMR spectra (600 MHz, chloroform-d, 25 °C) of Pilar-1 and OMA (a); 6.3 mM
OMA (b); 2.5 mM Pilar-1 and 6.3 mM OMA (c); 5 mM Pilar-1 and 6.3 mM OMA (d); 7.6 mM

Pilar-1 and 6.3 mM OMA (e); 8.8 mM Pilar-1 and 6.3 mM OMA.
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Figure S5. 'HNMR (600 MHz, CDCl;) spectrum of Pillar-1.
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Figure S6. 3CNMR (150 MHz, CDC]l;) spectrum of Pillar-1.
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Figure S8. 3CNMR (100 MHz, CDCl;) spectrum of Pillar-2a.
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Figure S10. 3CNMR (150 MHz, CDCl;) spectrum of Pillar-2b.
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acetone
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Figure S11. "THNMR (600 MHz, Acetone-ds) spectrum of Pillar-3a.
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Figure S12. 3CNMR (150 MHz, Acetone-dy) spectrum of Pillar-3a.
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Figure S13. "THNMR (600 MHz, Acetone-ds) spectrum of Pillar-3b.
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Figure S14. BCNMR (150 MHz, Acetone-ds) spectrum of Pillar-3b.
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Figure S15. "HNMR (600 MHz, CDCl; at 233 K) spectra of (a) 0.63 mM OMA, (b) 6.3 mM
each of Pillar-1 and OMA, and (c) 6.3 mM of Pillar-1.
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