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I. '"H NMR Spectra of 2, 3, 4, 5a, 5b, 6a, 6b, 7a and 7b
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SI Fig. 1. '"H NMR Spectrum of Ms-P188-Ms 2
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SI Fig. 2. 'TH NMR Spectrum of N3-P188-N3 3
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SI Fig. 3. 'TH NMR Spectrum of G1-P188-G1 4
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SI Fig. 4. '"H NMR Spectrum of (PLLA),-G1-P188-G1-(PLLA), 5a
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SI Fig. 5. 'TH NMR Spectrum of (PDLA),-G1-P188-G1-(PDLA), 5b
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SI Fig. 6. '"H NMR Spectrum of PLLA-P188-PLLA 6a
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SI Fig. 7. '"H NMR Spectrum of PDLA-P188-PDLA 6b
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SI Fig. 8. '"H NMR Spectrum of PLLA 7a
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SI Fig. 9. 'TH NMR Spectrum of PDLA 7b
I1. Fluorescence spectra for the stereocomplexes
0.04mg/mL
0.036mg/mL — g-ggz'“;"ml‘
250 ——0.032mg/mL 1 -005mg/mL
0.028mg/mL 600 | 33:;%;&
1 0.024mg/mL 500 It 0.02mg/mL
“ 0.02mg/mL ‘ 0.025mg/mL
. 0.016mg/mL pooy 0.03mg/mL
£ 150 0.012mg/mL 0.04mg/mL
Lo 0.008mg/mL o= il 0.05mg/mL
§ - 0.006mg/mL % 00 0.06mg/mL
= ] —0.004mg/mL 2 ] N 33;:3:-6
50+ ?\K\ 100 N =
i - o]
340 360 380 400 420 440 460

340 360 380 400 420 440 460
Wavelength (nm) Wavelength (nm)

SI Fig. 10. Steady-state fluorescence excitation spectra monitored at for the pyrene

probe in an aqueous solution of (scPLA),-G1-P188-G1-(scPLA), (left)

P188-scPLA (right) at various concentration at 25 °C.
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II1. DLS spectra for the stereocomplexes
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SI Fig. 11. Size distribution of the self-assembled aggregates determined by DLS:
(scPLA),-G1-P188-G1-(scPLA), (left) and scPLA-P188-scPLA (right).

IV. DSC Heating Curves
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SI Fig 12. DSC curves of A: a) (PLLA),-G1-P188-G1-(PLLA),, b) (PDLA),-G1-
P188-G1-(PDLA),, c) (scPLA),-G1-P188-G1-(scPLA)y; B: a) PLLA-P188-PLLA, b)
PDLA-P188-PDLA, c) scPLA-P188-scPLA.

The crystallinity of the stereocomplex (X;.) was calculated as !-2:

AH,
X, %=——x100% (1)
p-142]/g

The X, is the value of the polylactide stereocomplex crystallites calculated from the above
equation (1). The AH,. (fusion enthalpy) is determined from DSC measurenment. The p is the
polylactide percent (wt %, including PLLA and PDLA) in the stereocomplexes, and the 142 J/g is
a constant from the reported fusion enthalpy value with 100 % crystallinity for stereoccomplex.

Thus the obtained AH,. values from DSC curves are 30.68 J/g for (scPLA),-G1-P188-G1-
(scPLA), and 50.48 J/g for scPLA-P188-scPLA. The p values are 0.44 for (scPLA),-G1-P188-G1-
(scPLA), and 0.46 for scPLA-P188-scPLA. Therefore, the calculated crystallinity X;. is 49 % for
(scPLA),-G1-P188-G1-(scPLA), and 78 % for scPLA-P188-scPLA.
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