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Figure S1. 'H NMR spectra (A) of poly(MA); (B) poly(PMA-b-PMA); (C) Poly(PMA-b-
PMA-b-PMA); (D) Poly(PMA-b-PMA-b-PMA-b-PMA); (E) Poly(PMA-b-PMA-b-PMA-b-
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PMA-b-PMA) multi-block copolymers (Star 1 of Table S1).




Electronic Supplementary Material (ESI) for Polymer Chemistry
This journal is © The Royal Society of Chemistry 2011

|

SB.O 7.5 7.0 6.5 6.0 5.5 5.0

4.5

4.0

-

8.0 7.5 7.0 6.5 6.0 5.5 5.0

4.5

4.0

-

|
i

8.0 7.5 7.0 6.5 6.0 5.5 5.0

T
3.5 3.0
T
35 3.0
T
35 3.0
B aman e
3.5 3.0
L e O R
3.5 3.0

4.5 4.0 .
| JL
— AT A
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 2.5 2.0 1 1.0 0.5
8.0 7.5 7.0 6.5 6.0 55 5.0 4.5 4.0 2.5 2.0 1.5 1.0 0.5

Figure S2. "H NMR spectra (A) of poly(MA); (B) poly(PMA-b-PBA); (C) poly(PMA-b-
PBA-b-PEA); (D) poly(PMA-b-PBA-b-PEA-b-PEHA); (E) poly(PMA-b-PBA-b-PEA-b-
PEHA-b-PtBA) multi-block copolymers (Star 2 of Table S1).
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Figure S3. 'H NMR spectra (A) of poly(MA); (B) poly(PMA-b-PHEA); (C) Poly(PMA-b-
PHEA-b-PDMEA); (D) Poly(PMA-b-PHEA-b-PDMEA-b-PDA) multi-block copolymers

(Star 3 of Table S1).
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Figure S4. Molecular weight distributions for poly(PMA-b-PnBA-b-PEA-b-PEHA-b-
PfBA) multi-block star copolymers obtained via iterative Cu(0)-mediated polymerization
(approximate molecular weight of each block = 500 g/mol, degree of polymerization = 4-5).

Note: THF used as mobile phase.
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Figure SS5. Molecular weight distributions for Poly(PMA-b-PHEA-b-PDMEA-b-PDA
multi-block star copolymers obtained via iterative Cu(0)-mediated polymerization
(approximate molecular weight of each block = 500 g/mol, degree of polymerization = 4-5).

Note: DMACc used as mobile phase.
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Table S1. Molecular weight data pertaining to the syntheses of multi-block star copolymers obtained via iterative Cu(0)-mediated polymerization.

Monomer
. Time .
Star Cycles Block Copolymer Composition (days) Conversion M, M, g M, nwry PDI
ays
(%)
1 Poly(PMA) 1 >99 3500 1100 3000 1.04
2 Poly(PMA-b-PMA) 2 99 6000 2400 4800 1.07
Star 1 3 Poly(PMA-b-PMA-b-PMA) 3 99 8500 5800 7800 1.05
4 Poly(PMA-b-PMA-b-PMA-b-PMA) 4 98 11000 7800 1000 1.05
5 Poly(PMA-b-PMA-b-PMA-b-PMA-b-PMA) 5 97 13500 9500 13200 1.06
1 Poly(PMA) 1 >99 3500 1200 3800 1.05
2 Poly(PMA-b-PHEA) 2 >99 6000 5400 4800 107
Star 2
3 Poly(PMA-b-PHEA-b-PDMEA) 3 >95 8500 6300 7786 1.02
4 Poly(PMA-b-PHEA-b-PDMEA-b-PDA) 4 >90 11000 7000 10539 1.04
1 Poly(PMA) 1 >99 3500 1200 3800 1.04
2 Poly(PMA-b-PBA) 2 >99 6000 6400 5800 1.05
Star 3
3 Poly(PMA-b-PBA-b-PEA) 3 >99 8500 9700 8400 1.05
4 Poly(PMA-b-PBA-b-PEA-b-PEHA) 4 >99 11000 12800 10500 1.04
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5 Poly(PMA-b-PBA-b-PEA-b-PEHA-b-PtBA) 5 >98 13500 14500 15000 1.05
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