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Scheme S1. ROP of CL catalyzed by DPP ([CL]o =1 M, [OH]o:[DPP]o = 1:2, 80 °C).
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Figure S1. GPC trace of PCL prepared by ROP with DPP as catalyst (THF, 35 °C, PS standards).
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Figure S2. 239 MHz C NMR spectrum of PPDL:PCL mixture in CDCI; at room temperature (rt).
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Figure S3. Determination of PDL conversion to PPDL from *H NMR spectrum of reaction mixture after
10 min by 500 MHz spectrometer (CDCls, rt).



PPDL PCl

L
I L1} 1
2]
] c d a g g ° f h k
(DJ\Q bo% T ¥ % % ¥ g o
—_— -1

aromatic
foluene
o a e
b’ o f (°]
a' k'

10 2

PDL cL
tBuP, b
f
f

J

270 265 280235 230 225 220

1
|‘ |

|
— ==

T T T T T T
8 7 6 5 4 3 2 1
&/ ppm

Figure S4. Determination of PCL conversion during the catalyst-switch synthesis of PPDL-b-PCL from
'H NMR spectrum of reaction mixture after 6 h by 950 MHz (CDCls, rt).
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Figure S5. 950 MHz *H NMR spectrum of PPDL-b-PCL (entry 1, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S6. 950 MHz 'H NMR spectrum of PPDL-b-PVL (entry 2, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S7. 950 MHz *H NMR spectrum of PHDL-b-PCL (entry 3, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S8. 950 MHz *H NMR spectrum of PHDL-b-PVL (entry 4, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S9. 950 MHz *H NMR spectrum of PDDL-b-PCL (entry 5, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S10 950 MHz *H NMR spectrum of PDDL-b-PVL (entry 6, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S11. 950 MHz *H NMR spectrum of PPDLso-b-PCLago (entry 7, Tale 2) prepared by catalyst-
switch strategy (CDCls, rt)
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Figure S12. 239 MHz *C NMR spectrum of PPDL-b-PCL (entry 1, Table 2) prepared by catalyst-switch
strategy (CDCls, rt).
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Figure S13. 239 MHz **C NMR spectrum of PPDL-b-PVL (entry 2, Table 2) prepared by catalyst-switch

strategy (CDCls, rt).
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Figure S14. 239 MHz 3C NMR spectrum of PHDL-b-PCL (entry 3, Table 2) prepared by catalyst-switch

strategy (CDCls, rt)
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Figure S15. 239 MHz 3C NMR spectrum of PHDL-b-PVL (entry 4, Table 2) prepared by catalyst-switch

strategy (CDCls, rt)
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Figure S16. 239 MHz 3C NMR spectrum of PDDL-b-PCL (entry 5, Table 2) prepared by catalyst-switch
strategy (CDCls, rt)



~77.29 CCCI3
77.16C0CI3

/
<7

77.03C0CI3

17412
17340
6453
“54.05

—114.12 DDL*-DDL
—173.40 VL*V/L

i

T T T T T T
1745 1740 1735
o /ppm

180 170 160 150 140 130 120 10 100 9 80 70 60 50 40 30 20 10 0
o/ppm

Figure S17. 239 MHz C NMR spectrum of PDDL-b-PVL (entry 6, Table 2) prepared by catalyst-switch
strategy (CDCls, rt)
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Figure S18. 239 MHz C NMR spectrum of PPDLso-b-PCL4oo (entry 7, Table 2) prepared by catalyst-
switch strategy (CDCls, rt)
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Figure S19. HT-GPC traces of PPDL (blue) macroinitiator and PPDL-b-PVL (red, entry 2, Table 2)
prepared by catalyst-switch strategy (TCB, 150 °C, PS standards).
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Figure S20. HT-GPC traces of PHDL (blue) macroinitiator and PHDL-b-PCL (red, entry 3, Table 2)
prepared by catalyst switch-strategy (TCB, 150 °C, PS standards).
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Figure S21. HT-GPC traces of PHDL (blue) macroinitiator and PHDL-b-PVL (red, entry 4, Table 2)
prepared by catalyst switch-strategy (TCB, 150 °C, PS standards).
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Figure S22. HT-GPC traces of PDDL (blue) macroinitiator and PDDL-b-PCL (red, entry 5, Table 2)
prepared by catalyst-switch strategy (TCB, 150 °C, PS standards).
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Figure S23. HT-GPC traces of PDDL (blue) macroinitiator and PDDL-b-PVL (red, entry 6, Table 2)
prepared by catalyst-switch strategy (TCB, 150 °C, PS standards).
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Figure S24. HT-GPC traces of PPDL (blue) macroinitiator and PPDLso-b-PCLago (red, entry 7, Table 2)
prepared by catalyst-switch strategy (TCB, 150 °C, PS standards).



Table S1. Properties of PMLs:PSLs blends

mass (mg) PSL (°C) PML (°C) AHR2 (I g
entry sample

PSL PML T T T Tmd PSL PML
1 PPDL:PCL 1.2 2.8 385 537 796 926 -23.8 —-78.6
2 PPDL:PVL 1.0 3.0 395 572 789 927 -20.3 -80.4
3 PHDL:PCL 1.0 3.0 439 557 762 916 -16.8 -86.2
4 PHDL:PVL 0.8 3.2 447 580 763 90.8 -12.9 -89.6
5 PDDL:PCL 1.4 2.6 36,5 53.6 67.7 834 -28.8 —65.9
6 PDDL:PVL 0.8 3.2 383 556 67.0 833 -16.5 -79.8
7 PPDLso:PCLago 3.2 0.8 372 538 805 930 —68.4 -17.3

aMeasured by DSC under air with heating rate 10 °C min™,
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Figure S25. DSC traces of PPDL-b-PCL (black, entry 1, Table 2) prepared by catalyst-switch strategy
and PPDL: PCL blend (red) (under air, 10 °C min™%).
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Figure S26. DSC traces of PPDL-b-PVL (black, entry 2, Table 2) prepared by catalyst-switch strategy
and PPDL: PVL blend (red) (under air, 10 °C min?).
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Figure S27. DSC traces of PHDL-b-PCL (black, entry 3, Table 2) prepared by catalyst-switch strategy
and PHDL: PCL blend (red) (under air, 10 'C min™?).
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Figure S28. DSC traces of PHDL-b-PVL (black, entry 4, Table 2) prepared by catalyst-switch strategy
and PHDL: PVL blend (red) (under air, 10 °C min™?).
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Figure S29. DSC traces of PDDL-b-PCL (black, entry 5, Table 2) prepared by catalyst-switch strategy
and PDDL: PCL blend (red) (under air, 10 'C min™?).
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Figure S30. DSC traces of PDDL-b-PVL (black, entry 6, Table 2) prepared by catalyst-switch strategy
and PDDL: PVL blend (red) (under air, 10 °C min™?).
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Figure S31. DSC traces of PPDLso-b-PCLago (black, entry 7, Table 2) prepared by catalyst-switch strategy
and PPDLso:PCLago blend (red) (under air, 10 °C min™?).



Table S2. Peaks position of PMLs and PSLs in XRD spectra

run sample Peak 12 (20) Peak 22 (2 6)
1 PPDL-b-PCL 21.6 24.0
2 PPDL-b-PVL 21.6 24.0
3 PHDL-b-PCL 215 23.9
4 PHDL-b-PVL 21.6 24.0
5 PDDL-b-PCL 215 24.0
6 PDDL-b-PVL 21.6 24.0
7 PPDL30-b-PCL200 215 23.8
8 PCL 21.5 23.7

22.1
9 PVL 21.7 24.4

10 PPDL 21.6 24.0
11 PHDL 21.5 23.9
12 PDDL 215 23.9

aDetermined by XRD under ambient condition.



