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Poly(olefin sulfone)s (POSs), formed via alternating copolymerizations of sulfur dioxide (SO,) and olefins,
remain understudied with respect to systematic structure—property relationships. In this work, we report
the synthesis and thermal characterization of five POS copolymers and 24 terpolymers derived from
linear alkenes (1-hexene, 1-decene) and cycloalkenes (cyclopentene, cyclohexene, norbornene). All poly-
mers were prepared by free radical polymerization at —30 °C initiated by tert-butyl hydroperoxide.
Molecular characterization by *H and *C NMR spectroscopy, FTIR spectroscopy, and size-exclusion
chromatography with multi-angle light scattering (SEC-MALS) confirmed polymer structures and high
molecular weights (weight-average molecular weight, M,, = 100-8000 kg mol™). Thermogravimetric
analysis showed decomposition temperatures at 50% weight loss (T 50%) for the copolymers ranged from
292 to 317 °C, with the highest stability observed in the norbornene-containing copolymers and terpoly-
mers. Differential scanning calorimetry revealed glass transition temperatures (Ty = 46-184 °C) that
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increased systematically with the incorporation of cyclic comonomers. These results show systematic
structure—property relationships in POS co- and terpolymers and demonstrate how polymer structure
governs thermal behavior, providing guidance for the design of thermally robust sulfone-based polymers
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Introduction

Poly(olefin sulfone)s (POSs) are a unique and historically sig-
nificant class of polymers. Alternating copolymers formed
from olefins and sulfur dioxide (SO,), POSs have been known
for over a century."” In fact, early studies on POS synthesis
contributed heavily to the modern understanding of chain
polymerization.? Specifically, studies by Snow and Frey” as well
as Dainton and Ivin® in the 1930s and 1940s on copolymeriza-
tion of SO, with olefins brought about the discovery of the
ceiling temperature phenomenon and its relationship to criti-
cal monomer concentration. Further work in the 1970s by
Crawford and Gray established the basic thermal and mechan-
ical properties of a handful of POS copolymers,® while Brown
and O’Donnell determined kinetic and thermodynamic para-
meters for the synthesis of poly(1-butene sulfone).” Since these
early discoveries, POSs have been found to exhibit high trans-
parency, chemical resistance, and good barrier properties.®™°
However, despite their early promise and contributions to fun-
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damental polymer theory, POSs have gained limited attention
in the literature over the past few decades. For example, corre-
lations between molecular structure and thermal properties,
especially in terpolymers made from two olefins along with
SO,, are significantly lacking.

Although attention to POSs has been sporadic over the past
several decades, they have recently gained renewed interest
with both mechanistic studies and applied studies focusing
largely on adhesive and lithographic applications.'™'* For
example, in 2010 Lobez and Swager developed POSs as radi-
ation detection materials and as components in degradable
composites, demonstrating their potential in stimuli-respon-
sive systems.'® Sasaki reported on the role of charge-transfer
complexes in directing polymer structure and opening path-
ways to degradable adhesives.'*"> This work inspired a 2025
report from Hayes and coworkers on reversible polyurethane
adhesives containing sulfone units.'® Similarly, Moore and co-
workers described in 2016 the base-triggered degradation of
vinyl ester-sulfone copolymers, showing tunable depolymeriz-
ability and controlled breakdown.'” In another area, a pair of
2017 papers by Jia and coworkers focused on the degradation
mechanism and optical properties of poly(norbornene
sulfone)s.'®'® Finally, one particularly promising application
of POSs is in photoresist technology, where their ability to

Polym. Chem., 2026,17,171-179 | 171


http://rsc.li/polymers
http://orcid.org/0009-0009-0443-0490
http://orcid.org/0009-0002-5272-9998
http://orcid.org/0000-0001-7984-5396
http://crossmark.crossref.org/dialog/?doi=10.1039/d5py00859j&domain=pdf&date_stamp=2026-01-07
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5py00859j
https://pubs.rsc.org/en/journals/journal/PY
https://pubs.rsc.org/en/journals/journal/PY?issueid=PY017002

Open Access Article. Published on 03 December 2025. Downloaded on 6/13/2026 4:29:11 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

depolymerize under mild conditions enables their use as posi-
tive tone resists. Their usefulness in lithography dates back to
the early 1970s, when they were identified and evaluated in
electron-beam lithography because of their susceptibility to
chain scission and subsequent depolymerization upon
exposure to high-energy radiation.>®>' This led to the brief
commercialization of poly(1-butene sulfone) as a positive-tone
photoresist in electron-beam lithography.?*>* However, their
broader usage has been limited partly due to a lack of data on
their structure-property relationships. Beyond POSs, aromatic
polysulfones represent a major class of engineering poly-
mers,>> and other types of aliphatic polysulfones have been
recently reported such as periodic copolymers*® and homopo-
lymers with applications including optoelectronic materials,””
mechanophores that release SO,,”® and polymers for thera-
peutic delivery of SO,.>° The field of aliphatic SO,-containing
polymers is growing in importance, creating a demand for fun-
damental structure-property studies.

Here we set out to investigate a series of POS copolymers
and terpolymers (Fig. 1) designed with a range of monomer
types and polymer compositions. We envision that developing
structure-property relationships of POSs, specifically focusing
here on thermal properties, will provide key fundamental
understandings to guide the further development of POSs as
functional materials. Despite reports of thermal degradation
data for a few linear and cyclic POSs, there has been no sys-
tematic effort to correlate structural features such as linear
versus cyclic olefin monomers, length of alkyl substitution in
linear olefin monomers, or linear-to-cycloalkene ratio with pro-
perties like decomposition temperature (T4) and glass tran-
sition temperature (T,). We hypothesized that these structural
differences would significantly influence the thermal stability
and transitions of POSs, particularly given their highly alter-
nating backbones and the steric effects imposed by the bulky
sulfone group. Through this work, we sought to establish
structure-property relationships that would provide a foun-
dation for the rational design of POSs in future material
applications.
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Fig. 1 Generalized synthetic routes to POS copolymers and terpoly-
mers, including linear POS copolymers (A); cyclic POS copolymers (B);
and POS terpolymers (C). All routes involve free radical polymerization
initiated by tBuOOH.
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Results and discussion
Synthesis of copolymers and terpolymers

We selected two linear alkenes (1-hexene and 1-decene) and
three cycloalkenes (cyclopentene, cyclohexene, and norbor-
nene) for this study. These monomer selections were guided
by the need for electron rich olefins, which play a crucial role
in the propagation mechanism of POS copolymerization. This
alternating nature associated with POSs requires that olefin
comonomers must not only be electron-rich, but also fairly
sterically unhindered and at least moderately soluble in SO, to
support efficient enchainment throughout the chain polymer-
ization process.*® Additionally, these abundant and low-cost
monomers were chosen to provide diverse structural features:
1-hexene and 1-decene are 1-alkenes with linear alkyl chains of
varying lengths, while cyclopentene and cyclohexene introduce
cyclic structures into the POS backbone with varying ring sizes.
Norbornene, which has a rigid, bicyclic structure, was selected
as the third cycloalkene to assess how a backbone bicyclic nor-
bornane unit would affect thermal properties. These mono-
mers are liquids at room temperature, with the exception of
norbornene, which is a solid. The chemical structures of these
five monomers are shown in Fig. 2A.

POSs are typically synthesized via free radical copolymeriza-
tion (FRP), where an olefin monomer, either linear or cyclic,
reacts with SO, in the presence of a radical initiator, most
commonly tert-butyl hydroperoxide (¢tBuOOH) due to its ability
to generate a high concentration of initiating radicals even at
low temperatures.*'*> Reaction temperatures in the range of
—80 to —20 °C are common in order to maintain SO, below its
boiling point of —10 °C and to avoid exceeding the low ceiling
temperature of some POSs. All reactions are typically per-
formed under an inert nitrogen atmosphere.’® The reaction
proceeds through a 1:1 alternating copolymerization mecha-
nism due to the strong electron-withdrawing nature of SO,,
which has been suggested to form a charge-transfer complex
with the olefin, stabilizing the propagating radical and
directing alternation.>* As a result, the POS backbone structure
contains alternating sulfone (-SO,-) groups with two-carbon
units derived from the olefin monomer.>®> POS synthesis via
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Fig. 2 (A) Chemical structures of monomers. (B) POS copolymers
including poly(1-hexene sulfone) (P1HS, P1), poly(l-decene sulfone)
(P1DS, P2), poly(cyclopentene sulfone) (PcPS, P3), poly(cyclohexene
sulfone) (PcHS, P4), and poly(norbornene sulfone) (PNS, P5).

This journal is © The Royal Society of Chemistry 2026
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FRP generally forms high molecular weight polymers with
good yields.

We commenced our study by synthesizing a series of five
POS copolymers (Fig. 2B), each obtained from FRP of SO, with
the olefin monomer at —30 °C and initiated by tBuOOH. Each
resulting copolymer was named according to its olefin
monomer precursor; for example, the copolymer derived from
1-hexene with SO, was denoted P1HS for poly(1-hexenesul-
fone). Liquid SO,, which functions as both a monomer and
solvent, was condensed directly into the reaction vessel, and
polymerizations were caried out in bulk, with the exception of
norbornene, which required toluene or dichloromethane to
aid in dissolution. All polymerizations were complete within
30 min, as determined through "H NMR analysis of aliquots to
observe monomer conversion. Poly(norbornene sulfone) (PNS,
P5) formed faster than all others and was completed within
10 min. The resulting polymers were all isolated by precipi-
tation and filtration as white solids in good yields. Attempts to
copolymerize cis-cyclooctene with SO, at —30 °C were unsuc-
cessful, presumably due to the low ceiling temperature of the
resulting copolymer. The results of the copolymerizations are
summarized in Table 1.

'H and "*C NMR spectra of the obtained copolymers con-
firmed the expected POS structures (Fig. S10-S14). All co-
polymers were obtained in good isolated yields, indicating
efficient monomer incorporation and minimal side reactions.
Corroborating the 'H and '*C NMR spectra, FTIR spec-
troscopy confirmed the incorporation of the sulfone moiety
into the polymer backbone for all five POS copolymers
(Fig. 3A and Fig. S3-S9). Two strong, characteristic absorption
bands at ~1100-1120 cm~" for symmetric S=O stretching
and ~1280-1300 cm™' for asymmetric S=O stretching
appeared in all five spectra. Additionally, the spectra for the
copolymers showed the absence of the characteristic C=C
band at ~1620-1680 cm™'. These results confirm the suc-
cessful olefin and SO, incorporation into the copolymer
backbones.

Table 1 Molecular weight characterization of POS copolymers

Copolymer Copolymer Yield My sec”
number name (%) dn/dc® (kg mol™")
P1 P1HS 83 0.095 970

P2 P1DS 86 0.075 1820

P3 PcPS 84 — —

P4 PcHS 77 0.092 100

P5 PNS 90 0.051 6510

“For all copolymers, dn/dc values were determined using the 100%
mass recovery method after verifying good accuracy of the method
through an offline dn/dc measurement for P1HS (P1) (Fig. S72).
Reported values represent the average of three replicate runs
(Table S1). PcPS (P3) was not sufficiently soluble in the mobile phase
for SEC analysis. b M, sec values were determined in THF eluent
(mobile phase) at 30 °C on two PLGel mixed-B columns with Wyatt
differential refractive index (dRI) and multi-angle light scattering
(MALS) detectors. Because the chromatographic separation was poor
in THF, only the M, value is reported because the M, value is
unreliable.

This journal is © The Royal Society of Chemistry 2026
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Fig. 3 (A) Normalized FTIR spectra of the copolymers, P1-P5, high-
lighting C—H stretches shaded in light orange (~2950 cm™) and SO,
stretches shaded in light green (~1290 and ~1120 cm™) compared with
1-hexene monomer with the C=C stretch shaded in light blue. (B) FTIR
spectra of the terpolymers P6a—d (HS:cPS) highlighting the C-H
stretches shaded in light orange (~2950 cm™Y) and SO, stretches shaded
in light green (~1290 and ~1120 cm™).

Size exclusion chromatography with multi-angle light scat-
tering (SEC-MALS) in tetrahydrofuran (THF) was used to
characterize each copolymer. The SEC-MALS results (Table 1)
showed that M,, values ranged from 100-6510 kg mol™" and
showed that P5 gave the highest M,, among the copolymers
studied, which is consistent with the high reactivity of norbor-
nene in radical copolymerizations with SO,.***” All copoly-
mers were soluble in THF at room temperature, with the excep-
tion of P3, which exhibited limited solubility even with
extended sonication. Asymmetric SEC-MALS traces revealed
that all five POS copolymers exhibited some “dragging” on the
columns. This effect led to peak broadening, a phenomenon
that affects the accuracy of M, and P values.?® As a result, only
the M,, values are reliable here. We also performed SEC-MALS
using other mobile phases (DMAc, DMF), but we also observed
“dragging” on the columns in these solvents as well.

Next, we set out to synthesize the targeted POS terpolymers.
We chose a structural library of terpolymers using combi-
nations of linear 1-alkenes and cyclic olefins. The library
included 24 terpolymers, synthesized using each combination
of the 5 possible linear 1-alkene and cyclic olefin formulations
with four different feed ratios for each (molar ratios of 80: 20,
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60:40, 40:60, and 20:80), providing a systematic study of
structural effects on polymer properties (Fig. 4).

The same polymerization conditions used for copolymer
synthesis were maintained for terpolymer synthesis. For POS
terpolymers, monomer feed ratios were used as noted in
Table 2, and polymerizations were carried out to near-com-
plete conversion. Given the challenges associated with accu-
rately determining the reactivity ratios in ternary systems,*® we
did not attempt to measure reactivity ratios in this work. For
terpolymers containing norbornene, the monomer was first
dissolved in toluene prior to transfer into the reaction flask, as
was done for the norbornene copolymers. The resulting terpo-
lymers were isolated by precipitation in good yields.

View Article Online

Polymer Chemistry

The compositions of the resulting terpolymers were deter-
mined by 'H NMR spectroscopy. Fig. 5 shows example "H NMR
spectra of copolymers P1HS (P1, bottom), PcPS (P3, middle),
and the one of the terpolymers P1HS-co-PcPS (P6a, top). The
spectrum of P1 showed characteristic signals at § ~ 3.8 ppm (b)
and § ~ 3.3 ppm (a), corresponding to the methylene and
methine protons adjacent to the sulfone group. The backbone
cyclopentyl unit in P3 displayed a distinct multiplet at § =
4.2 ppm (c), corresponding to methine protons adjacent to the
sulfone groups. The terpolymer P6a showed signals from both
homopolymers, including peaks at § ~ 4.2 ppm (c, from P3) and
5 ~ 3.8 and 3.3 ppm (b and a, from P1), confirming successful
incorporation of both monomer units. The relative integration
of the diagnostic peaks in the P6a spectrum (Fig. S15) was deter-
mined to be 81:19 (P1:P3), which closely matches the targeted
80:20 molar feed ratio, showing successful copolymerization.

0. 0 %P 0,0 O 0,0 &SP .. 1 o
5 Sy >SS /l/\/S/ b Similarly, the "H NMR spectra of additional terpolymers
CaHo U C4H9<:§ CqHo showed peak patterns consistent with their target compositions,
P6a-d P7a-d P8a-d with the exception of norbornene-containing terpolymers where
o. 0 o peak overlap prevented accurate composition analysis (Fig. S15-
O\\S/fﬁ O\\s/’fﬁ /l/\%s/f? \\S/i} /{/\S\\Sﬁg \Si} S50). As in the copolymers, FTIR spectroscopy confirmed the
ot d Hi7Cs O CBH”« incorporation of sulfone group into the polymer backbone for

e all 24 terpolymers (Fig. 3B and Fig. S4-S9).
P9a-d P10a-d P11a-d

Fig. 4 POS terpolymers of various formulations in ratios of 80:20,
60:40, 40:60, and 20 : 80.

Table 2 Synthesis and characterization of POS terpolymers

SEC-MALS was used to determine the M,, values of the ter-
polymers. Similar to the copolymers, chromatography quality
was variable but generally suggested interactions of the terpo-

Polymer number Terpolymer structure Target feed” Composition® Yield (%) dn/dc® My sec ? (kg mol™)
P6a P1HS-co-PcPS 80:20 81:19 84 0.094 990
P6b P1HS-co-PcPS 60:40 64:36 88 0.094 1440
Pé6c P1HS-co-PcPS 40:60 47:53 79 0.093 1830
P6d P1HS-co-PcPS 20:80 28:72 80 0.093 2550
P7a P1HS-co-PcHS 80:20 72:28 78 0.094 210
P7b P1HS-co-PcHS 60:40 54:46 74 0.094 140
P7c P1HS-co-PcHS 40:60 32:68 79 0.093 220
P7d P1HS-co-PcHS 20:80 17:83 72 0.093 300
P8a P1HS-co-PNS 80:20 80:20° 89 0.086 1280
P8b P1HS-co-PNS 60:40 60: 40° 89 0.077 1800
P8c P1HS-co-PNS 40:60 40:60° 86 0.069 2940
P8d P1HS-co-PNS 20:80 20: 80° 79 0.060 1610
P9a P1DS-co-PcPS 80:20 77 :23 93 0.079 780
P9b P1DS-co-PcPS 60:40 64:36 81 0.081 1370
P9c P1DS-co-PcPS 40:60 43:57 89 0.085 920
Pod P1DS-co-PcPS 20:80 23:77 90 0.088 1470
P10a P1DS-co-PcHS 80:20 73:27 85 0.080 1630
P10b P1DS-co-PcHS 60:40 53:47 78 0.083 1485
P10c P1DS-co-PcHS 40:60 33:67 75 0.086 1010
P10d P1DS-co-PcHS 20:80 19:81 71 0.089 1070
Plla P1DS-co-PNS 80:20 80:20° 85 0.070 630
P11b P1DS-co-PNS 60:40 60: 40° 80 0.065 660
Plic P1DS-co-PNS 40:60 40:60° 89 0.061 950
P11d P1DS-co-PNS 20:80 20: 80° 92 0.056 8240

“Target feed indicates the molar feed ratio of linear alkene to cycloalkene in the reaction mixture. ” Polymer composition was determined by ana-
lysis of the terpolymer "H NMR spectra. °All terpolymer dr/dc values were determined by using measured dr/dc values of the copolymers
(Table S1) and their relative weight fractions using the formula described previously.*® Limited solubility prevented measurement of the dn/dc
value of PcPS (P3), so it was assumed to have the same dn/dc value as PcHS (P4) due to their structural similarity, and this value was used in cal-
culating the M, sgc values of the corresponding terpolymers. de,SEC values were determined in THF eluent at 30 °C on two PLGel mixed-B
columns with Wyatt differential refractive index (dRI) and multi-angle light scattering (MALS) detectors. ° Polymer composition for P8a-d and
Pl1a-d were assumed to match the target feed ratios because overlapping peaks in the "H NMR spectra prevented accurate integration. This
assumption allowed dn/dc values to be calculated.

174 | Polym. Chem., 2026, 17,171-179 This journal is © The Royal Society of Chemistry 2026
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Fig. 5 'H NMR spectra comparing P1HS-co-PcPS (80 : 20) with copoly-
mers P1 (P1HS) and P3 (PcPS) in CDCls. Diagnostic protons are labeled
as‘a’, 'b’,and ‘c’.

lymers with the stationary phase and aggregation in some
cases. Table 2 compiles the results of the different formu-
lations with their M,, sgc values. The terpolymers ranged from
approximately 140-8240 kg mol ™", depending on the backbone
structure and feed composition. These results confirmed the
successful synthesis of high molecular weight and composi-
tionally diverse POS terpolymers ready for thermal studies.

Thermal stability of copolymers and terpolymers

The thermal stability of POS copolymers P1-P5 was systemati-
cally investigated using thermogravimetric analysis (TGA). The
TGA thermograms (Fig. 6A) showed the percentage weight loss
as a function of temperature, providing insight into the
decomposition behavior of the copolymers. However, it is
important to note that the initial weight loss observed as
“dips” in the TGA curves in the range of 100-200 °C. These fea-
tures persisted despite drying all samples in a vacuum oven at
70 °C, an extended equilibration period, and an early heating
cycle to remove any remaining volatiles. To assess whether this
behavior was due to sample microstructure or batch variation,
each copolymer was resynthesized, and the same behavior was
observed in all runs. We conclude that these early weight
losses are inherent to the copolymers and may represent the
onset of chemical decomposition rather than residual impuri-
ties. However, these early weight losses were typically only
5-10% of the total sample mass.

Based on the TGA thermograms of the five copolymers, we
determined that Tq 500, values represent the most reliable rela-
tive indicator of thermal stability. The Ty 500, values for the five
copolymers showed a thermal stability trend as P5 > P4 > P3 >
P2 > P1, although not all differences are likely significant
(Table 3). This trend showed the influence of monomer struc-
ture on decomposition resistance. P5, which incorporates a
rigid norbornene unit, exhibited the highest Tqs00, due to
restricted backbone mobility and enhanced chain rigidity. P3
and P4, containing cyclic repeat units, also showed elevated

This journal is © The Royal Society of Chemistry 2026
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Fig. 6 (A) TGA thermograms of POS copolymers P1-P5. (B) TGA ther-
mograms of P1HS-co-PcPS (P6a—d).

Table 3 Thermal characterization of POS copolymers

Polymer number  Tgs0,“ (°C)  Ta0% “ (°C)  Tas0% “ (°C) Ty b (ec)
P1 240 257 292 74
P2 145 211 306 49
P3 247 269 312 184
P4 238 274 315 175
P5 238 273 317 179

T4 values were measured at a ramp rate of 20 °C min~" under nitro-
gen. The temperatures at which the weight loss of the samples reached
5% (Ta,5%); 10% (Tda,10%), and 50% (Tq,s00) are listed. b Ty values were
determined by DSC with a 10 °C min™" heating and cooling ramp;
data reported are from the second heat cycle.

thermal stability with Ty 500, values above 300 °C. In contrast,
P1 and P2, which both contained flexible, linear alkyl side
chains, exhibited the lowest Tq 50, values. Historically, POSs
have been reported to suffer from poor thermal stability,
which has hindered their broader commercialization. In many
cases, the decomposition temperature falls below the poly-
mer’s softening point, limiting processability.® However, in
this study, all copolymers showed Tgs0, values exceeding
200 °C, indicating sufficient thermal stability for processing in
applications, including photoresist technologies.
Although the specific degradation pathway was not the focus
of this study, the persistent dips observed in the TGA thermo-
grams suggest a multi-step degradation mechanism. It is

various
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speculated that the decomposition involves homolytic cleavage
of the sulfone group, mainly leading to the evolution of SO,
and olefins, common degradation products of POS systems.**
The thermal stability of POS terpolymers was evaluated by
TGA (Table 4). Many of these samples also showed small
initial mass losses in the TGA curves. The terpolymers were
resynthesized to verify reproducibility, and the same behavior
was consistently observed. Tq 50, values across the terpolymer
series ranged from 216 °C to 305 °C. However, within individ-
ual terpolymer series, no consistent or systematic trend in
Ta,50% Was observed as a function of monomer composition.
For example, in the P6 series, Ty sy varied from 273 °C to
281 °C across the four formulations (Fig. 6B), while the four
samples in the P9 series ranged from 282 °C to 305 °C with no
clear ordering by feed ratio. This lack of compositional depen-
dence likely shows the structural complexity inherent in these
terpolymers. Despite controlled monomer feeds, differences in
reactivity ratios can lead to a range of polymer compositions in
each sample, resulting in chains with highly variable sequence
distributions. Additionally, differences in the electronic and
steric properties of the comonomer substituents can result in
irregular packing, eliminating any simple correlation between
feed ratio and thermal stability. Tys00, data suggest that
adjusting comonomer feed ratio alone is insufficient to pre-
cisely control the thermal stability of POS copolymers. We
speculate that achieving predictable thermal performance
will require precise control over sequence distribution to
sufficiently link structure with thermal properties. Future work

Table 4 Thermal characterization of POS terpolymers

Polymer number  Tqso,“ (°C)  Ta,10% “ (°C)  Ta 500 “ (°C) Tgb (°C)

P6-a 152 222 273 82
P6-b 180 228 274 93
P6-c 176 231 281 117
P6-d 192 225 279 145
P7-a 146 209 264 73
P7-b 151 207 264 86
P7-c 161 216 269 92
P7-d 152 203 262 115
P8-a 158 225 275 76
P8-b 180 235 283 79
P8-c 187 230 288 83
P8-d 221 252 294 90
P9-a 206 226 282 51
P9-b 192 224 289 60
P9-c 202 238 293 138
P9-d 188 237 305 155
P10-a 142 155 216 50
P10-b 148 162 229 58
P10-c 130 140 238 76
P10-d 132 143 243 95
P11-a 165 189 276 46
P11-b 137 155 297 52
Pl1-c 136 160 277 88
P11-d 221 256 305 103

T, values were measured at a ramp rate of 20 °C min~" under nitro-
gen. The temperatures at which the weight loss of the samples reached
5% (Td,.s%)y 10% (TdJOO{o), and 50% (Tijs(,;/o) are.listed. b Ty Va}lues were
determined by DSC with a 10 °C min™" heating and cooling ramp;
data reported are from the second heat cycle.
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will be directed toward detailed analysis of sequence distri-
butions and exploration of polymerization kinetics to better
correlate structure with thermal decomposition properties.
Despite the lack of a clear trend, all terpolymers exhibited high
thermal stability with Ty 500, > 200 °C, making them suitable
for a range of applications that require resistance to harsh
thermal environments.

Next, T, values of the copolymers P1-P5 were measured
using differential scanning calorimetry (DSC). Results are sum-
marized in Table 3 and Fig. 7A. The lowest T, was observed in
P2 (49 °C), which incorporates a flexible, linear 1-decene como-
nomer. The long alkyl chain introduces free volume and pro-
motes chain mobility, leading to a low glass transition. P1,
also based on a linear olefin (1-hexene), showed a modest T,
increase (74 °C), consistent with a shorter side chain. In con-
trast, the highest T, values were observed in copolymers with
cyclic and bicyclic comonomers: P3 exhibited the highest T,
(184 °C), followed closely by P5 (179 °C) and P4 (175 °C). These
elevated T, values are due to the restricted rotational freedom
and increased chain stiffness imparted by cyclic structures.
This trend highlights the importance of monomer structure in
tuning thermal performance. Incorporating cyclic olefins into
POS copolymers offers a pathway to enhance their thermal
stability and improve application range in high temperature
environments such as photolithography. DSC traces did not
show any melting temperature (T,,), suggesting the expected
amorphous character of these materials.

The T, values of the POS terpolymer series (Table 4)
showed clear and systematic trends as a function of comono-

A

5 “179°
s 5 T,=179°C
¢]
) T,=175°C
T = P4 s
N &
= 2
o
ET T,=184°C
o9 =
23 P3 9
?, P2
o T,=49°C
-
3
I T,=74°C P1
40 60 80 100 120 140 160 180 200
Temperature (°C)
B __ | Ped
(=2
s T,=145°C
2 Pé6c
S T,=117°C
N € = °
53 ’
€3
5 g Péb
) .
s T,=93°C
o
w Péa
T T,=82°C
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Temperature (°C)

Fig. 7
P6a-d.

(A) DSC traces for POS copolymers P1-P5. (B) DSC traces for
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mer feed ratio. In all six series, T, values increased systemati-
cally with increasing content of rigid cycloalkene comonomer
in the feed. For example, in the P6 series (Fig. 7b), T,
increased from 82 °C for P6a to 145 °C for P6d. Similar
upward trends were seen in P7 (73-115 °C), P8 (76-90 °C), P9
(51-155 °C), P10 (50-95 ©°C), and P11 (46-103 °C)
(Fig. S66-71). These systematic increases in T, showed the
influence of comonomer composition on chain mobility.
Incorporation of stiffer or more sterically hindered cycloalk-
enes restricted segmental motion along the polymer back-
bone, raising T,. In these POS terpolymer systems, comono-
mers with bulkier substituents around the sulfone linkage
likely impede rotational freedom. As their proportion
increased, the T, increased. Unlike thermal decomposition
temperatures, which showed no consistent trend with feed
ratio, T, was strongly influenced by the average segmental
composition rather than the precise sequence distribution.
Overall, these results demonstrate that while controlling
thermal decomposition in POS systems is challenging due to
structural complexity, T, can be systematically and predicta-
bly tuned via comonomer feed composition.

Conclusions

In this work, we synthesized and characterized a series of POS
copolymers and terpolymers derived from both linear and
cyclic alkenes to systematically evaluate the influence of
monomer structure on thermal properties. Using a diverse set
of monomers including flexible linear 1-alkenes and more
rigid cycloalkenes, we studied how variations in chain flexi-
bility and rigidity, as well as steric bulk, affected polymer
thermal behavior. All POS copolymers and terpolymers were
successfully synthesized via FRP yielding high molecular
weight materials with good incorporation efficiency confirmed
by NMR and FTIR spectroscopy. SEC-MALS analysis confirmed
high molecular weights for each copolymer and terpolymer,
and thermal analysis revealed key structure-property relation-
ships. T4 500, values exceeded 200 °C for nearly all samples,
and T, values depended strongly on alkene structure for the
copolymers, with copolymers containing cycloalkenes exhibit-
ing T, values exceeding 170 °C. Terpolymers containing higher
proportions of cycloalkene comonomers showed increased Ty
values. These results highlight the importance of polymer
design in tuning segmental mobility and thermal transitions
in POSs. The ability to tailor T, through feed composition,
even in complex terpolymer systems, presents a valuable
pathway for advanced materials and provides a foundation for
the rational design of thermally robust POS materials for use
in emerging technologies such as lithography, adhesives, and
semiconductor packaging.
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