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Figure S1. (A) Copolymer composition curves of CEVE with pMeBzA and (B) the Fineman-Ross
plot for the copolymerization of CEVE with pMeBzA. The broken curve shown in Figure S1A was
drawn using the rcgvg (0.03) and 7ymesza (0) values. The dashed-dotted line is an azeotropic line.
Polymerization conditions: [monomer]i;, 0 = 1.2 M, [EtSO;H]y = 8.0 mM, [GaCls]y = 4.0 mM,
[1,4-dioxane] = 0.50 M, in toluene at —78 °C.
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Figure S2. MWD curves of products obtained by the addition of a small amount of aldehyde during
the living cationic polymerization of VE (middle) and its acid-hydrolysis product (lower). (A) A
combination of IBVE and pMeBzA, (B) a combination of IBVE and myrtenal, and (C) a
combination of CEVE and myrtenal. Polymerization: [VE], = 0.40 (for B) or 1.2 (for A and C) M,
[aldehyde].qaea = 40 mM (five equivalent toward propagating chain), [EtSO3;H], = 8.0 mM, [GaCls],
= 4.0 mM, [1,4-dioxane] = 0.50 (for A and C) or 1.0 (for B) M, in toluene at —78 °C; hydrolysis
conditions: 0.50 M aqueous HCI-1,2-dimethoxyethane at room temperature for 2 h, 0.33 wt%.
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Figure S3. (A) Time—conversion curves and (B) M, and M,,/M,, values of products obtained by the
multiple addition of small amounts of pMeBzA during the living cationic polymerization of CEVE.
Polymerization conditions: [CEVE]y = 1.2 M, [pMeBzA].43e.d¢ = 40 mM (five equivalent toward

propagating chain), [EtSO;H], = 8.0 mM, [GaCl;]y = 4.0 mM, [1,4-dioxane] = 0.50 M, in toluene at
—78 °C.
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Figure S4. (A) Time—conversion curves, (B) M, and M,/M, values, and (C) MWD curves of a
product obtained by the addition of a large amount of pMeBzA during the living cationic
polymerization of CEVE and its acid-hydrolysis product. Polymerization conditions: [CEVE], = 1.2
M, [pMeBzAJ.44ea = 0.78 M, [EtSO3H], = 8.0 mM, [GaCls], = 4.0 mM, [1,4-dioxane] = 1.0 M, in

toluene at —78 °C; hydrolysis conditions: 0.50 M aqueous HCI-1,2-dimethoxyethane at room
temperature for 2 h, 0.33 wt%.
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Figure S5. GPC fractionation analyses of poly[IBVE-b-(IBVE-alt-myrtenal)]: MWD curves before
and after fractionation and '"H NMR spectra of each fraction. See also Figure 4.



