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Model Development 

The full kinetic scheme, developed assuming terminal model kinetics and considering the 
formation and consumption of both MA and t-BuAAm MCRs, is detailed in Table S1 with the 
corresponding kinetic coefficients summarized in Table S2 and S3. Initiator I decomposes into two 
primary radicals I* with the rate of initiator decomposition described by kd, the rate coefficient for 

initiator decomposition. Radicals I* add to Mi, monomer of species i, to form unit radical Pଵ
i ,: kp,i

I , 

the rate coefficient of monomer addition to I* is assumed to be equal to kp,i, the homopropagation 

rate coefficient of monomer i. Not all initiator radical formed will initiate new radical chains, thus 
this behaviour is quantified by f, the initiator efficiency. Unit radical Pଵ

i  with Mi to form secondary 

radical (SPR) P௡
௜ , where n is the chain length. Macroradical P௡

௜  can either homo- or cross propagate 

with monomer (described by kp,i,), transfer to solvent (described by ktr,i
sol, the rate coefficient of

chain transfer to solvent) thus forming a dead polymer chain D௡  of chain length n and unit radical 
Pଵ

i  or undergo intramolecular chain transfer (i.e. backbiting, described by the backbiting 

coefficient, kbb) with a monomer unit within the chain thus forming midchain radical (MCR) Q
௡

.

Monomer addition to Q
௡

reverts it back to an SPR, with the rate described by kp
tert, the rate

coefficient for monomer addition to an MCR. SPRs and MCRs disappear via bimolecular 
termination of SPR-SPR, SPR-MCR, MCR-MCR, SPR-I* and MCR-I* termination with the rate 

coefficients being kt,ss, kt,st, kt,tt and kt
ூ respectively. With the exception of kt

ூ, all termination rate 
coefficients used in this model are dependent on the viscosity of the solvent viscosity and average 
radical chain lengths. Initiator radicals can also recombine outside the solvent cage (also described 
by kt

ூ) though these reactions are expected to have negligible impact on the rate of polymerization.
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Table S1. Full mechanism for MA/t-BuAAm copolymerization in ethanol/water solutions. 

Initiation 

𝐼∗ + 𝑀𝐴
௞೛

಺∗ಾಲ

ሱ⎯⎯ሮ 𝑃ଵ
ெ஺ 

𝐼∗ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚
௞೛

಺∗೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯ሮ 𝑃ଵ
௧ି஻௨஺஺௠ 

Propagation 

𝑃௡
ெ஺ + 𝑀𝐴

௞೛
ಾಲ

ሱ⎯ሮ 𝑃௡ାଵ
ெ஺  

𝑃௡
௧ି஻௨஺஺௠ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೛
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
௧ି஻௨஺஺௠ 

𝑃௡
ெ஺ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೛
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
௧ି஻௨஺஺௠ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑀𝐴

௞೛
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
ெ஺  

Transfer to monomer 

𝑃௡
ெ஺ + 𝑀𝐴

௞೟ೝ
ಾಲ

ሱ⎯ሮ 𝐷௡ + 𝑃ଵ
ெ஺ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೟ೝ
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝑃ଵ
௧ି஻௨஺஺௠ 

𝑃௡
ெ஺ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೟ೝ
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝑃ଵ
௧ି஻௨஺஺௠ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑀𝐴

௞೟ೝ
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝑃ଵ
ெ஺ 

Transfer to solvent 

𝑃௡
ெ஺ + Solvent

஼೟ೝ,ಾಲ
ೞ೚೗ ௞೛

ಾಲ

ሱ⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝑃ଵ
ெ஺ 

𝑃௡
௧ି஻௨஺஺௠ + Solvent

஼೟ೝ,೟షಳೠಲಲ೘
ೞ೚೗ ௞೛

೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝑃ଵ
௧ି஻௨஺஺௠ 

SPR-SPR termination 

𝑃௡
ெ஺ + 𝑃௠

ெ஺
൫ଵିఈೞೞ

ಾಲ൯௞೟,ೞೞ
ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠  / 
ఈೞೞ

ಾಲ௞೟,ೞೞ
ಾಲ

ሱ⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑃௠

௧ି஻௨஺஺௠
൫ଵିఈೞೞ

೟షಳೠಲಲ೘൯௞೟,ೞೞ
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠ / 
ఈೞೞ

೟షಳೠಲಲ೘௞೟,ೞೞ
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑃௡
ெ஺ + 𝑃௠

௧ି஻௨஺஺௠
൫ଵିఈೞೞ

ಾಲ∙೟షಳೠಲಲ೘൯௞೟,ೞೞ
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠  / 
ఈೞೞ

ಾಲ∙೟షಳೠಲಲ೘௞೟,ೞೞ
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

MCR-MCR termination 

𝑄௡
ெ஺ + 𝑄௠

ெ஺
൫ଵିఈ೟೟

ಾಲ൯௞೟,೟೟
ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠ / 
ఈ೟೟

ಾಲ௞೟,೟೟
ಾಲ

ሱ⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑄௡
௧ି஻௨஺஺௠ + 𝑄௠

௧ି஻௨஺஺௠
൫ଵିఈ೟೟

೟షಳೠಲಲ೘൯௞೟,೟೟
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠  / 
ఈ೟೟

೟షಳೠಲಲ೘௞೟,౪౪
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑄௡
ெ஺ + 𝑄௠

௧ି஻௨஺஺௠
൫ଵିఈ೟೟

ಾಲ∙೟షಳೠಲಲ೘൯௞೟,೟೟
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠ / 
ఈ೟೟

ಾಲ∙೟షಳೠಲಲ೘௞೟,೟೟
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

SPR-MCR termination 

𝑃௡
ெ஺ + 𝑄௠

ெ஺
൫ଵିఈೞ೟

ಾಲ൯௞೟,ೞ೟
ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠ / 
ఈೞ೟

ಾಲ௞೟,ೞ೟
ಾಲ

ሱ⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑄௠

௧ି஻௨஺஺௠
൫ଵିఈೞ೟

೟షಳೠಲಲ೘൯௞೟,ೞ೟
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠ / 
ఈೞ೟

೟షಳೠಲಲ೘௞೟,ೞ೟
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑃௡
ெ஺ + 𝑄௠

௧ି஻௨஺஺௠
൫ଵିఈೞ೟

ಾಲ∙೟షಳೠಲಲ೘൯௞೟,ೞ೟
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠  / 
ఈೞ೟

ಾಲ∙೟షಳೠಲಲ೘௞೟,ೞ೟
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 

𝑃௡
௧ି஻௨஺஺௠ + 𝑄௠

ெ஺
൫ଵିఈೞ೟

೟షಳೠಲಲ೘∙ಾಲ൯௞೟,ೞ೟
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ା௠  / 
ఈೞ೟

೟షಳೠಲಲ೘∙ಾಲ௞೟,ೞ೟
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝐷௡ + 𝐷௠ 
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Backbiting 

𝑃௡
ெ஺

௞್್,೐೑೑
ಾಲ∙ಾಲ

ሱ⎯⎯⎯⎯ሮ 𝑄௡
ெ஺ 

𝑃௡
ெ஺

௞್್,೐೑೑
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑄௡
௧ି஻௨஺஺௠ 

𝑃௡
௧ି஻௨஺஺௠

௞್್,೐೑೑
೟షಳೠಲಲ೘∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑄௡
௧ି஻௨஺஺௠ 

𝑃௡
௧ି஻௨஺஺௠

௞್್,೐೑೑
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑄௡
ெ஺ 

Monomer addition to MCR 

𝑄௡
ெ஺ + 𝑀𝐴

௞೛,೟೐ೝ೟
ಾಲ

ሱ⎯⎯⎯ሮ 𝑃௡ାଵ
ெ஺  

𝑄௡
௧ି஻௨஺஺௠ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೛,೟೐ೝ೟
೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
௧ି஻௨஺஺௠ 

𝑄௡
ெ஺ + 𝑡 − 𝐵𝑢𝐴𝐴𝑚

௞೛,೟೐ೝ೟
ಾಲ∙೟షಳೠಲಲ೘

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
௧ି஻௨஺஺௠ 

𝑄௡
௧ି஻௨஺஺௠ + 𝑀𝐴

௞೛,೟೐ೝ೟
೟షಳೠಲಲ೘∙ಾಲ

ሱ⎯⎯⎯⎯⎯⎯⎯⎯⎯ሮ 𝑃௡ାଵ
ெ஺  

Primary radical termination 

𝐼∗ + 𝑃௡
ெ஺

௞೟
಺

→ 𝐷௡ 

𝐼∗ + 𝑄௡
ெ஺

௞೟
಺

→ 𝐷௡ 

𝐼∗ + 𝑃௡
௧ି஻௨஺஺௠

௞೟
಺

→ 𝐷௡ 

𝐼∗ + 𝑄௡
௧ି஻௨஺஺௠

௞೟
಺

→ 𝐷௡ 

𝐼∗ + 𝐼∗
௞೟

಺

→ 𝑖𝑛𝑒𝑟𝑡𝑠 
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Table S2. Rate coefficients for modeling of MA and t-BuAAm homopolymerizations in 
ethanol/water solvent. Note: wMA and wt-BAAm are the weight fraction of MA and t-BuAAm in the 
solution respectively. 

 Rate Coefficient Reference 
Efficiency 𝑓஺ூ஻ே = 𝑓௠௔௫

[ெ]

[ெ]ା௔
, 𝑓௠௔௫ = 1240 exp ቀ−

ଶହଶ଺

்/௄
ቁ, 

𝑎ெ஺ = 1.78 ∙ 10ିଵଶexp ቀ−
(ି଼ଽସ଴)

்/௄
ቁ, 𝑎௧ି஻௨஺஺௠= 1.44𝛼ா௧ைு 

[1, 2] 

Initiator 
decomposition 
of AIBN 

𝑘ௗ(sିଵ) = 5.82 ∙ 10ଵହ exp ൬−
15920

𝑇/𝐾
൰ [3] 

Propagation 𝑘௣
ெ஺(L ∙ molିଵ ∙ sିଵ) = 𝑘௣,௕௨௟௞

ெ஺ [𝐴 + (1 − 𝐴)exp (−𝐶(1 − 𝑤௠௢௡)] 

𝑘௣,௕௨௟௞
ெ஺ (L ∙ molିଵ ∙ sିଵ) = 1.41 ∙ 10଻exp ൬−

2081

𝑇/𝐾
൰ 

𝐴 = 0 
𝑎 = [−0.0075(𝛼ா௧ைு − 0.4753)ଶ + 0.0164](𝑇 − 𝑇௥௘௙) 

𝑏 = −0.8398(𝛼ா௧ைு − 1.7471)ଶ − 0.3644 
𝐶 = 𝑎 + 𝑏 

 
𝑘௣

௧ି஻௨஺஺௠(L ∙ molିଵ ∙ sିଵ) = 𝑘௣,଴
௧ି஻௨஺஺௠ ∙ 𝐷 ∙ 𝐵 

𝑘௣,଴
௧ି஻௨஺஺௠ = 8.68 ∙ 10଺exp ൬−

1770

𝑇/𝐾
൰ 

𝐷 = exp[0.463(1 − 𝛼ா௧ைு)], 𝐵 = exp (−0.753𝑤௧஻௨஺஺௠)  

[4, 5] 

Transfer to 
solvent 𝐶௧௥,ெ஺

௦௢௟ =
𝑘௧௥,ெ஺

௦௢௟

𝑘௣
ெ஺ = 1.98 exp ൬−

2813

𝑇/𝐾
൰ 

𝐶௧௥,௧ି஻௨஺஺௠
௦௢௟ =

𝑘௧௥,௧ି஻௨஺஺௠
௦௢௟

𝑘௣
௧ି஻௨஺஺௠ = 3.76 exp ൬−

3336

𝑇/𝐾
൰ 

[4, 5] 

Transfer to 
monomer 𝐶௧௥,ெ஺

௠௢௡ =
𝑘௧௥

ெ஺

𝑘௣
ெ஺ = 0.016 exp ൬−

1828

𝑇/𝐾
൰ 

𝐶௧௥,௧ି஻௨஺஺௠
௠௢௡ =

𝑘௧௥
௧ି஻௨஺஺௠

𝑘௣
௧ି஻௨஺஺௠ = 0.00118 exp ൬−

1002

𝑇/𝐾
൰ 

[6, 7] 

Backbiting 
𝑘௕௕

ெ஺(sିଵ) = 1.2 ∙ 10଼exp ൬−
3993

𝑇/𝐾
൰ 

𝑘௕௕
௧ି஻௨஺஺௠(sିଵ) = 2.22 ∙ 10଼exp ൬−

5893

𝑇/𝐾
൰ 

[1, 2] 

Monomer 
addition to 
MCR 

𝑘𝑝,𝑡𝑒𝑟𝑡
𝑀𝐴

𝑘𝑝
𝑀𝐴 = 0.029 exp ൬−

1143

𝑇/𝐾
൰ 

𝑘𝑝,𝑡𝑒𝑟𝑡
𝑡−𝐵𝑢𝐴𝐴𝑚

𝑘𝑝
𝑡−𝐵𝑢𝐴𝐴𝑚 = 0.0155 exp ൬−

1412

𝑇/𝐾
൰ 

 

[1, 6] 

SPR-SPR 
termination 

< 𝑘௧,௦௦ > = 𝑘௧,௦௦(1,1) ∙< 𝑖 >ିఈೞ                              𝑖 ≤ 𝑖௖  

< 𝑘௧,௦௦ >= 𝑘௧,௦௦(1,1) ∙ ൫𝑖௖
ିఈೞାఈ೗൯ ∙< 𝑖 >ିఈ೗         𝑖 > 𝑖௖ 

𝑘௧,௦௦(1,1)(L ∙ molିଵ ∙ sିଵ) = 𝐴 ∙ exp ൬
𝐸஺

𝑅𝑇
൰ 

𝐸஺ = 𝐸஺,ఈಶ೟ೀಹୀ଴ ∙ 𝑣𝑖𝑠𝑐𝑜𝑠𝑖𝑡𝑦௖௢௥௥,ଵ 

 [1, 2] 
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𝐴 = 𝐴ఈಶ೟ೀಹୀ଴ ∙ 𝑣𝑖𝑠𝑐𝑜𝑠𝑖𝑡𝑦௖௢௥௥,ଶ 
𝐸஺,ఈಶ೟ೀಹୀ଴(J ∙ molିଵ) = 13850 

𝑣𝑖𝑠𝑐𝑜𝑠𝑖𝑡𝑦௖௢௥௥,ଵ = 1 + 2.74𝛼ா௧ைு − 2.78𝛼ா௧ைு
ଶ  

𝑣𝑖𝑠𝑐𝑜𝑠𝑖𝑡𝑦௖௢௥௥,ଶ = exp (11.33𝛼ா௧ைு − 11.71𝛼ா௧ைு
ଶ ) 

 
Parameters for MA 

𝐴ఈ೐೟೓ೌ೙೚೗ୀ଴(L ∙ molିଵ ∙ sିଵ) = 1.14 · 10ଵଵ 
𝛼௦ = 0.74, 𝛼௟ = 0.15, 𝑖௖ = 25 

𝛼௦௦ = 0.05 
Parameters for t-BuAAm 

𝐴ఈಶ೟ೀಹୀ଴(L ∙ molିଵ ∙ sିଵ) = 1.89 · 10ଵ଴ 
𝛼௦ = 0.52, 𝛼௟ = 0.16, 𝑖௖ = 33 

𝛼௦௦ = 0.05 
 
These parameters are used to determine <𝑘௧,௦௦>, using the CLD 
termination equation where <i> is the average chain length of the 
radical. 

MCR-SPR 
termination 

Parameters for MA 
< 𝑘௧,௦௧ >

< 𝑘௧,௦௦ >
= 0.58 

𝛼௦௧ = 0.40 
Parameters for t-BuAAm 

< 𝑘௧,௦௧ >

< 𝑘௧,௦௦ >
= 0.25 

𝛼௦௧ = 0.40 

[8, 9] 

MCR-MCR 
termination 

Parameters for MA 
< 𝑘௧,௧௧ >

< 𝑘௧,௦௦ >
= 0.01 

𝛼௧௧ = 1 
Parameters for t-BuAAm 

< 𝑘௧,௧௧ >

< 𝑘௧,௦௦ >
= 0.01 

𝛼௧௧ = 0.90 

[6, 8, 9] 

Primary 
radical 
termination 

𝑘௧
ூ(L ∙ molିଵ ∙ sିଵ) = 10ଵ଴ [2] 
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Table S3. Rate coefficients and assumptions for modeling of cross reactions implemented to 
represent MA/t-BuAAm copolymerization in EtOH/H2O with αEtOH = 0.75 and 1. 

 Rate Coefficient Reference 
Efficiency 𝑓஺ூ஻ே, ௔௩௘௥௔௚௘ = 𝑓ெ஺𝑓஺ூ஻ே

ெ஺ + 𝑓௧ି஻௨஺஺௠𝑓஺ூ஻ே
௧ି஻௨஺஺௠ This work. 

SPR 
propagation 𝑘௣

ெ஺∙௧ି஻௨஺஺௠(L ∙ molିଵ ∙ sିଵ) =
𝑘௣

ெ஺

𝑟ெ஺
 

𝑘௣
௧ି஻ ∙ெ஺(L ∙ molିଵ ∙ sିଵ) =

𝑘௣
௧ି஻௨஺஺௠

𝑟௧ି஻௨஺஺௠
 

𝑟ெ஺=1.12, 𝑟௧ି஻௨஺஺௠= 0.71 

This work. 

Cross 
transfer to 
monomer 

𝑘௧௥
௜௝

(L ∙ molିଵ ∙ sିଵ) = ൭
𝑘௧௥

௝௝

𝑘௣
௝௝

൱ 𝑘௣
௜௝

= 𝐶௧௥
௝ 𝑘௣

௜௜

𝑟௝௜
 [10, 11] 

Cross 
backbiting 

𝑘௕௕, ௘௙௙
௜௝ (sିଵ) = 𝐹௝

௜௡௦௧ ∙ 𝑘௕௕
௜௝  

Where 𝑘௕௕
௜௝ (sିଵ) = 𝑘௕௕

௝ ௞೛
೔೔

௥ೕ೔௞೛
ೕೕ  

For 𝑘௕௕, ௘௙௙
௜∙௧ି஻  where i=MA or t-BuAAm 

𝑘௕௕, ௘௙௙
௜௝ (sିଵ) = 𝐹௝

௜௡௦௧ ∙ 𝑘௕௕
௜௝  

For 𝑘௕௕, ௘௙௙
௧ି஻௨஺஺௠∙௝ where j=MA 

𝑘௕௕,௘௙௙
௜௝ (sିଵ) = 0.10 ∙ 𝐹௝

௜௡௦௧ ∙ 𝑘௕௕
௜௝  

For 𝑘௕௕,௘௙௙
௜௝  where i=j=MA 

𝑘௕௕,௘௙௙
௜௝

 (sିଵ) = (1 − 𝐹௧ି஻௨஺஺௠
௜௡௦௧ ) ∙ 𝐹௝

௜௡௦௧ ∙ 𝑘௕௕
௝  

This work, 
[10, 11] 

Cross 
monomer 
addition to 
MCR 

𝑘௣,௧௘௥௧
௜௝

(L ∙ molିଵ ∙ sିଵ) = 𝑘௣
௜௝ 𝑘௣,௧௘௥௧

௝௝

𝑘௣
௝௝

= 𝑘௣
௜௜

𝑘௣,௧௘௥௧
௝௝

𝑟௝௜𝑘௣
௝௝

 [10, 11] 

Cross 
termination 

< 𝑘௧,௫௫
௜௝

> (L ∙ molିଵ ∙ sିଵ) = ൫< 𝑘௧,௫௫
௜ >∙< 𝑘௧,௫௫

௝
>൯

ଵ/ଶ
 

Where xx= ss, st or tt (ie. radical types that participate in termination) 
𝛼௦௦

ெ஺∙௧ି஻௨஺஺௠ = 0.05 
𝛼௦௧

ெ஺∙௧ି஻௨஺஺௠ = 𝛼௦௧
௧ି஻௨஺஺௠∙ெ஺ = 0.40 

𝛼௧௧
ெ஺∙௧ି஻௨஺஺௠ = 0.90 

[10, 11] 
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