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1. Supramolecular polymerization behaviors of (S)-2 in apolar media
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Figure S1. Variable-temperature UV-Vis spectra of (S)-2 from 323 K to 283 K in
MCH at the monomer concentration of 0.04 mM. It shows bathochromic shift for the
IL transition band (Amax: from 335 nm to 342 nm), upon lowering the temperature to
283 K. Moreover, two isosbestic points locating at 298 and 335 nm exist upon varying
the temperature. The phenomena illustrate reversible transition between the
monomeric and aggregated states of (S)-2.
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Figure S2. LD spectra of (a) (S)-2 and (b) (R)-2 (c = 0.04 mM, 283K). As can be seen,
no LD signals are detected, demonstrating the measured CD signals (as shown in
Fig.1 in the main text) are real to reflect the supramolecular chirality.
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Fiure S3. EM images of (S)-2 (copper grid, 0.06 m). It shows the intertwined
nanofibers with several microns in length and approximately 70 nm in width.
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2. Comparison of supramolecular polymerization

between (S)-1 and (5)-2
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Figure S4. (a) Normalized CD intensity of (S)-2 versus temperature at 350 nm in
MCH (c = 0.04 mM). (b) Normalized UV-Vis intensity of (S)-2 versus temperature at
348 nm in MCH (c = 0.04 mM). Depending on the UV-Vis melting curve, Te (critical

elongation temperature) value is determined to be 299.7 K, while the he (enthalpy
release upon elongation) value is —96.5 kJ mol™. Similar values were obtained for the

CD melting curve under the same circumstances (Te: 298.7 K, he: —93.5 kJ mol™).
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Figure S5. Normalized UV—Vis absorbance intensity of (S)-2 in MCH at different
monomer concentration: (a) 0.02 mM; (b) 0.04 mM; (c) 0.06 mM; (d) 0.08 mM. The
red and green lines denote mathematical fitting of the curves by
Meijer—Schenning—van der Schoot model. The quantitative thermodynamic values are

shown in Table S1.
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Table S1. Thermodynamic parameters of (S)-2 obtained by fitting
temperature-dependent UV-Vis data.

(S)-2 0.02 mM 0.04 mM 0.06 mM 0.08 mM
Te (K) 294.5 299.7 302.8 305.5

he (kJ mol™) -113 -96.5 -89.0 -82.9
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Figure S6. Normalized UV—Vis absorbance intensity of (S)-1 in MCH at different

monomer concentration: (a) 0.02 mM; (b) 0.04 mM; (c) 0.06 mM; (d) 0.08 mM. The
red and green lines denote mathematical fitting of the curves by

Meijer—Schenning—van der Schoot model. The quantitative thermodynamic values are

shown in Table S2.
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Table S2. Thermodynamic parameters of (S)-1 obtained by fitting
temperature-dependent UV-Vis data.

(S)-1 0.02mM 0.04 mM 0.06 mM 0.08 mM
Te (K) 281.4 287.0 290.5 293.2
he (kJ mol™) 184 129 113 105

S5



=Y
(o]

-

o
i
I

G'and G"/ Pa
2

....................
.
.

1074

o Irad/s

Figure S7. (a) Organogel of (S)-2 at the concentration of 11.0 mM in MCH. (b)
Failure for gel formation in terms of (S)-1 at the concentration of 20 mM in MCH. (c)
Elastic modulus G' (black symbols) and viscous modulus G" (red symbols) for the
gels derived from (S)-2 (20.0 mM in MCH) as a function of oscillation frequency at

298K with a strain of 0.2%.
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Figure S8. Partial 'H NMR spectra (400 MHz, CDCls, 298 K) of (S)-2 upon dilution
from 30.0 to 2.0 mM. The arrow exhibits the gradual upfield shifting of the NH
protons. This finding reveals that intermolecular hydrogen bonds between the amide
groups facilitate the supramolecular polymerization process.
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3. Majority-rules for supramolecular polymers derived from (S)-2/(R)-2
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Figure S9. CD cooling curves of (S)-2 at different monomer concentrations [0.03 mM
(blue line), and 0.04 mM (red line)], together with the mixture of (S)-2 and (R)-2
(with ee = 50 %) at the total concentration of 0.04 mM (black line). For the mixture of
(S)-2 and (R)-2 (with ee =50 %), the elongation temperature Te is determined to be
296.4 K. The value is lower than that of pure (S)-2 at 0.04 mM (Te = 298.7 K), while
similar to that of (S)-2 at 0.03 mM (Te = 297.6 K). Therefore, it verifies poor mixing
capability for the opposite enantiomers, thus giving rise to self-sorted supramolecular
homopolymers with low thermal stability.
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4. Supramolecular polymerization behaviors of (S)-3
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Figure S10. (a) UV-Vis spectra of (S)-3 at 293 K (black line) and 343 K (red line) in
MCH/TCE (99 : 1, v/v, c = 0.02 mM). (b) Net helicity ¢n as a function of temperature
for (S)-3 in MCH/TCE (99 : 1, v/v, ¢ =0.02 mM). The red and green lines denote
mathematical fitting of the curves by Meijer—Schenning—van der Schoot model.
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5. Synthesis and structural characterization of (S)-2 and (5)-3

Scheme S1. Synthetic Route toward the Platinum(l1) Acetylides (S)-2 and (S)-3
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5.1 Synthesis of 6

Compounds 4 (2.01 g, 2.98 mmol) and 5 (360 mg, 2.48 mmol), DMAP (510 mg,
4.17 mmol) and EDC HCI (1.14 g, 5.95 mmol) were mixed in CH2Cl> (50 mL) under
nitrogen and stirred at room temperature for 12 h. The solution was extracted with
H2O/CH2Cl. for three times, the solvent was evaporated with a rotary evaporator. The
residue was purified by flash column chromatography (silica gel, petroleum
ether/CH,Cly, 1 : 3 v/v as the eluent) to provide 6 as a white solid (1.58 g, 80%). H
NMR (400 Hz, CDCls, 298 K): 6 7.48 (d, J = 8.3 Hz, 2H), 7.34 (d, J = 8.2 Hz, 2H),
6.94 (s, 2H), 6.18 (d, J = 7.7 Hz, 1H), 5.40-5.16 (m, 1H), 3.98 (m, 6H), 3.06 (s, 1H),
1.85-1.69 (m, 6H), 1.59 (d, J = 5.6 Hz, 3H), 1.50-1.40 (m, 6H), 1.37—1.21 (m, 39H),
0.88 (t, J = 6.8 Hz, 9H).
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Figure S11. *H NMR spectrum (400 MHz, CDCls, 298 K) of 6.
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Figure S12. *3C NMR spectrum (101 MHz, CDCls, 298 K) of 6.

5.2. Synthesis of 7

Trans-Ptl>(PEts). (1.03 g, 1.50 mmol) and Cul (9.50 mg, 0.10 mmol) were mixed
in EtsN/CH2Cl, (20 mL : 30 mL) under nitrogen atmosphere. Compound 6 (400 mg,
0.50 mmol) in CH2Cl> (10 mL) was added dropwise to the reaction solution. After
stirring at room temperature for 24 hours, the solvents were evaporated. The residue
was purified by flash column chromatography (silica gel, petroleum ether/CH>Cl, 2 :
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3 v/v as the eluent) to provide 7 as a faint yellow solid (480 mg, 70%). *H NMR (400
MHz, CDCl3, 298 K): 6 7.26 (m, 4H), 6.94 (s, 2H), 6.14 (d, J = 7.7 Hz, 1H), 5.25 (m,
1H), 4.07 — 3.86 (m, 6H), 2.21 (m, 12H), 1.77 (m, 6H), 1.58 (d, J = 6.9 Hz, 3H), 1.45
9H).
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Figure S13. *H NMR spectrum (400 MHz, CDCls, 298 K) of 7.
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Figure S14. *3C NMR spectrum (101 MHz, CDCls, 298 K) of 7.
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5.3. Synthesis of 8

Compounds 9 (320 mg, 1.21 mmol) and K>COs (556 mg, 4.03 mmol) were
mixed in DMF (50 mL) under nitrogen and stirred at 353 K. Compound 10 (237 mg,
0.58 mmol) dissolved in DMF was added to the reaction solution. After stirring at 353
K for 12h, the solvent DMF was evaporated. The solution was extracted with
H>O/CH2Cl: for three times, the solvent was evaporated with a rotary evaporator. The
residue was purified by flash column chromatography (silica gel, CHsOH/CH2Cl>,
0.5 : 99.5 v/v as the eluent) to provide 8 as a white solid (370 mg, 82%). *H NMR
(400 MHz, CDCls, 298 K): ¢ 7.71 (dd, J = 8.9, 2.6 Hz, 4H), 7.47 (dd, J = 8.4, 3.1 Hz,
4H), 7.34 (d, J = 7.8 Hz, 4H), 6.88 (d, J = 8.8 Hz, 4H), 6.22 (d, J = 7.7 Hz, 2H), 5.38
—5.20 (m, 2H), 3.98 (t, J = 6.6 Hz, 4H), 3.05 (m, 2H), 1.78 (m, 4H), 1.58 (d, J = 4.5
Hz, 6H), 1.44 (m, 4H), 1.36 — 1.23 (m, 24H).
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Figure S15. *H NMR spectrum (400 MHz, CDCls, 298 K) of 8.
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Figure S16. *3C NMR spectrum (101 MHz, CDCls, 298 K) of 8.
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5.4. Structural characterization of (S)-2
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Figure S17. *H NMR spectrum (400 MHz, CDCls, 298 K) of (S)-2.
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Figure S18. *3C NMR spectrum (101 MHz, CDCls, 298 K) of (S)-2.
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Figure S19. MALDI-TOF mass spectrum of (S)-2.

5.5. Structural characterization of (5)-3
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Figure S20. *H NMR spectrum (400 MHz, CDCls, 298 K) of (S)-3.
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Figure S22. MALDI-TOF mass spectrum of (S)-3.
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