¥® ROYAL SOCIETY

Materials
PP OF CHEMISTRY

Advances

View Article Online

View Journal | View Issue

Chemical recycling of poly(ethylene
terephthalate) via sequential glycolysis,

oleoyl chloride esterification and vulcanization
to yield durable compositest

’ '.) Check for updates ‘

Cite this: Mater. Adv., 2023,
4,2785

Claudia V. Lopez and Rhett C. Smith @2 *

Herein we report a method for the chemical recycling of poly(ethylene terephthalate) (PET) by a three-
stage process employing sustainably-sourced organic materials and industrial byproduct sulfur. In this
protocol, PET was subject to glycolysis with diethylene glycol to yield low molecular weight oligomers
with hydroxyl end groups. The glycolyzed PET (GPET) was then reacted with oleoyl chloride to yield
esterified PET (EPET) containing vulcanizable olefin units. The oligomers constituting GPET and EPET
were elucidated by MALDI-TOF spectrometry. EPET underwent inverse vulcanization with elemental
sulfur (90 wt%) for 35 min or 24 h to yield xPES or mPES, respectively. The composition, thermal,
morphological, thermal and mechanical properties were characterized. The composites exhibited good
to excellent mechanical properties that were improved significantly by extending the reaction time from
35 min used to prepare XPES (compressive strength = 10.5 MPa, flexural strength = 2.7 MPa) to 24 h
used to prepare mPES (compressive strength = 26.9 MPa, flexural strength = 7.7 MPa). Notably, the
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compressive and flexural strengths of mPES represent 158% and 208% of the values required for
residential building foundations made from traditional materials such as ordinary Portland cement. The
three-stage approach delineated herein thus represents a way to mediate chemical recycling of waste
plastic with green coreagents to yield composites having mechanical properties competitive with
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Introduction

The global production of plastics has increased precipitously
over the last half-century." Synthesis of plastic from non-
renewable sources like petroleum and natural gas derivatives
precludes eternal propagation of this practice. Post-consumer
plastics from single-use applications such as food/beverage
packaging and diapers, as well as from end-of-use durable
goods such as appliances, building materials and furniture
persist in the environment to epidemic levels.>” One of the
most commonly-used polymers is polyethylene terephthalate
(PET). PET is a semi-crystalline polyester produced from the
esterification reaction between ethylene glycol and terephthalic
acid. Attractive properties of virgin PET such as high tensile and
flexural strength and transparency make it one of the most
widely used materials in food and beverage packaging and in
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existing commercial structural materials.

the production of synthetic fibres. Of the >100 billion PET
bottles produced annually, only ~ 35 billion are recovered, and
as few as ~9 billion of these are ultimately recycled."

Various mechanical and chemical recycling methods have
been widely investigated to reclaim PET,*™" most commonly
through bottle-to-bottle thermal reprocessing or chemical recy-
cling to yield monomers or fuels. Some of the most common
chemical recycling routes involve depolymerization of PET by
hydrolysis, aminolysis, transesterification, or glycolysis
reactions.”® " During the glycolysis reaction, for example,
PET is depolymerized by heating with glycols such as ethylene
glycol or diethylene glycol (Scheme 2), sometimes with the addi-
tion of a catalyst, to yield low molecular weight derivatives useful
in other processes. The glycolysis reaction of PET with ethylene
glycol, for example, can give bis(hydroxyethyl)terephthalate in good
yield. This is in turn used in the production of virgin PET."

Esterification reactions are also effective for depolymerizing
PET. In one study, new ecological polyester was prepared
from PET waste bottles, diethylene glycol and oleic acid.*®
The recycled unsaturated polyester showed enhanced thermal
and mechanical properties including an increase of 14.6% in
the hardness of the recycled product versus PET. This effort to
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recycle PET using oleic acid resulted in the formation of a rigid
3-D crosslinked polyester-styrene system. Unsaturated fatty
acids and high fatty acid-content fat/oil products having low
nutritional value represent an abundant, low-cost feedstock
that can be used in reactions that aim to yield value-added
products.*'>*

Ordinary Portland cement (OPC) production accounts for
about 30% of global materials utilization with concomitant
emission of > 8% of anthropogenic CO,,?® contributing signifi-
cantly to increases in global temperatures.”” Carbon dioxide
emission from cement production is only predicted to increase
in the next several decades, highlighting the essential but some-
times overlooked role that new structural materials should play
in a holistic approach to climate change attenuation.?® Histori-
cally, the monetary cost of cement production was relatively low
and the climate cost was not fully understood, so alternatives to
OPC were not widely sought outside of some efforts to develop
specialty products for applications requiring properties unattain-
able with OPC. Sulfur cements were one of the few early classes
of potential OPC surrogates.>®* Such sulfur cements can exhibit
high mechanical strength typical of OPC but with greater envir-
onmental resilience to acidic conditions and weather-induced
degradation.?®3>3>

Most high sulfur content materials (HSMs) reported to date
have been prepared by inverse vulcanization (Scheme 1),*® a
reaction analogous to Goodyear’s vulcanization,*® but generally
using a greater proportion of sulfur. During inverse vulcaniza-
tion reactions, sulfur - an underutilized by-product of fossil
fuel refining - is heated to temperatures above 159 °C to
generate sulfur radicals that react with olefins to generate
chemically stable materials with enhanced properties.

Until the green renaissance, sulfur cements were prepared
by reacting elemental sulfur with petrochemical olefins. More
recently, HSMs have been prepared using a wide range of bioder-
ived comonomers such as polysaccharide derivatives,”*>* lignin
derivatives®*® such as guaiacol®” or chlorolignin,®® lignocellulosic
biomass,** ®" triglyceride sources,* terpenoids,**** and others.***®
More recently, novel strategies have been implemented for catalytic
inverse vulcanization, mechanochemical synthesis,” and lowering
reaction temperatures. Concomitant improvements in processing/
recycling HSMs have also been developed including use of room-
temperature S-S metathesis or combinations of heat/pressure,"”®
73 Demonstrated application spaces for HSMs®”’*”” include their
use in IR transparent lenses,”® lithium-sulfur batteries,”” water
purification,”*® and in adhesives.”

Although numerous bio-olefin-derived HSMs represent pro-
mising routes to repurpose biowaste sources into value-added
goods, recycled-PET could also be considered a as potential
comonomer to be used in the inverse vulcanization process.
Such approach could be a valuable addition to current chemical
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Scheme 1 General inverse vulcanization of an olefin with sulfur.

Ss >159 °C

Svtsy

n

2786 | Mater. Adv., 2023, 4, 2785-2793

View Article Online

Materials Advances

o)
O/\,}OH
{O n
H PET

(0]
diethylene glycol, A
(0]
ofo i
S epants:
-2 o
(0]
MCI
" Oleoyl Chloride
o (0]
oo A
/\>/O EPET ™2
-2 O 3
Sg (90 wt%), 180 °C, ¢
o} o
S
O’(\/o
e o s
Sig X o/\tz X xPES (¢ =35 min) 3

mPES (¢t =24 h)

Scheme 2 Sequential glycolysis, esterification, and vulcanization of PET.
MALDI-TOF analysis showed that m ranges from 2-6.

recycling strategies to reclaim waste plastic. In the current
context, it was thus of interest to (1) depolymerize PET waste
using glycols to generate lower molecular weight oligomers.
(2) Perform the esterification reaction of the glycolyzed-PET
using an unsaturated fatty acid derivative to incorporate olefinic
units into the PET polymer chain and (3) Synthesize chemically
stable composites with interesting thermal and mechanical
properties using the PET-esterified material as the comonomer
in the atom economical inverse vulcanization reaction.

Herein, we report the synthesis of HSMs using recycled PET
directly as a comonomer in the chemical reaction. This chemical
modification was achieved in three steps (Scheme 2): first, the
depolymerization of waste PET by diethylene glycol and zinc acetate
as the catalyst to yield glycolyzed-PET (GPET). Then GPET reacted
with oleoyl to chloride to produce esterified-PET (EPET), and finally,
the reaction of 10 wt% EPET with 90 wt% sulfur via inverse
vulcanization to yield xPES and mPES, where x indicates an
“express” synthesis with just 35 min of heating and m indicates
more heating over 24 h. The chemical composition, thermal and
mechanical properties of the materials will be discussed.

Results and discussion
Depolymerization and esterification of PET

Clear, colourless, postconsumer PET water bottles (M, = 44 000,
M,, = 82000, PDI = 1.9) were cleaned and cut into small pieces.
These PET pieces were rinsed with ethanol and DI water, then
dried in a vacuum oven at 40 °C for 24 h. The PET so prepared
was subjected to glycolysis by its reaction with diethylene glycol

© 2023 The Author(s). Published by the Royal Society of Chemistry
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and zinc acetate for 10 hours at 185 °C according to the
reported procedure (Scheme 2, characterization is detailed in
the ESL,1 Fig. $1-S4 and Table S1),*° to give GPET. MALDI-TOF
spectrometry revealed that GPET is a mixture of oligomers
comprising 2-6 terephthalate units (Scheme 2).

Oleoyl chloride was selected as the esterification reagent
because it is readily prepared from bio-derived oleic acid and
provides the required olefins for crosslinking via vulcanization
in the next stage. GPET was therefore reacted with oleoyl
chloride under an atmosphere of dry N, for 24 h at room
temperature to yield the esterified product EPET. EPET
was analysed by "H NMR spectrometry and FT-IR spectroscopy
(full spectra along with those of oleoyl chloride for comparison
are provided in Fig. S5-S7 in the ESIt). Proton NMR analysis
revealed resonances for EPET consistent with the structure
shown in Scheme 2. The monomers and oligomers present in
EPET were further elucidated by MALDI-TOF spectrometry,
which further confirmed the esterification of terminal alcohol
moieties in GPET with oleoyl units (MALDI-TOF data and
structures of oligomers are provided in Fig. S8 and Table S2
in the ESIt).

The TGA thermogram for EPET (Fig. S4, ESIT) shows a first
decomposition step at around 220 °C. This step is attributed to
the loss of low molecular fragments via cleavage of ester bonds
present between the PET backbone and the oleoyl chloride
chain. Similarly, a second degradation step between 360-380 °C
represents the cleavage of the polymeric chains in PET.

The total unsaturation content of EPET was quantified
by integrating the olefinic proton resonance from oleoyl units
(~5.4 ppm) versus the aldehydic proton resonance (~10.2 ppm)
of internal standard 2,3,4,5,6-pentafluorobenzaldehyde (full spec-
trum provided in Fig. S6 in the ESIt). This analysis revealed that
EPET has 3.6 mmol g~ of olefin moieties that could undergo a
vulcanization reaction.

Synthesis and chemical characterization of composites

In the third step of the process shown in Scheme 2, the reaction
of 90 wt% sulfur and 10 wt% EPET at 185 °C was undertaken.
Prior work has noted that monomer composition, heating time
and conditions can significantly impact the properties of HSMs
prepared by inverse vulcanization.’® To explore the limits of
reaction time influence, the vulcanization of EPET was under-
taken under identical conditions for either 35 min to yield
xPES, or 24 h to yield mPES. After the designated heating time,
each reaction mixture was cooled to room temperature, giving a
quantitative yield of either XPES as a light-brown solid or mPES
as a black solid (Fig. 1). Both the composites are remeltable
solids, allowing them to be readily poured into moulds in the
heated liquid form and then cooled to give samples shapes
such as cylinders (Fig. 1(A) and (C)) or dog-bones (Fig. 1(B) and
(D)) appropriate for compressive strength or tensile strength
testing, respectively. Previous work has demonstrated a correla-
tion between sulfur catenate length (and thus crosslink density or
sulfur rank) and the colour of the material, with a lighter colour
generally indicative of shorter catenates.”>'* The less-crosslinked
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Fig. 1 Samples of xPES (A), (B) and mPES (C), (D) shaped for compressive
(A) and (C) or tensile (B) and ( ) strength testing.

nature of light brown-coloured xPES was supported by fractiona-
tion studies and mechanical tests (vide infra).

The FT-IR spectra for xPES and mPES (Fig. S9, ESI{) confirm
the loss of intensity for bands attributable to sp> C-H stretches
for cis-alkenes that had been present in EPET at around
3005 cm~ ' with concomitant emergence of a peak at 664 cm™
attributed to C-S stretches from the bonds formed during the
inverse vulcanization process.

Notably, the inverse vulcanization process is 100% atom
economical in this case. In some inverse vulcanization reactions,
the atom economy falls below 100% due to H,S formation,
typically via sulfur radical-mediated abstraction of benzylic or
allylic protons or loss of sublimed sulfur. In the current case the
vessel was covered with a watch glass to preclude sublimation
loss and no side reaction-derived mass loss was observable: a
100% yield of the target composites was accomplished within
the error limits of mass measurement.

HSMs prepared by inverse vulcanization are generally best
described as composites because there is a small percentage of
added sulfur that is not covalently incorporated into the
organic-sulfur network. Several techniques have been reported
to quantify the free versus bound sulfur in HSMs.'*" Free sulfur
(Sg) is completely soluble in CS,, while sulfur that is covalently
crosslinked in a densely-crosslinked sulfur/olefin network is
not soluble in CS,. This solubility difference allowed us to use
fractionation studies using CS, to quantify free versus
covalently incorporated sulfur in xPES and mPES composites.
In the current study, CS, extractions followed by elemental
analysis of the fractions revealed that most of the sulfur present
in the composites was effectively incorporated as covalently-
bound catenates as indicated in Scheme 1. Composite xPES had
only 10 wt% of extractable free sulfur, while mPES had 20 wt%
of CS,-extractable material. The heating time had a notable
impact on the chemical composition of the extractable portions
of the composites. Elemental microanalysis of the CS,-extrac-
table fraction of mPES was found to be 98% elemental sulfur,
indicating that essentially all of the organic molecules from
EPET have been effectively sequestered into the insoluble
network solid through the formation of C-S bonds over 24 h
of heating in the vulcanization reaction. In sharp contrast, the
soluble fraction of XPES was 93% sulfur, with 7% of the mass
attributable to extractable organic material (Table S2, ESIY).
These data suggest that lower molecular-mass fragments not
comprising part of the network solid are still present after the

Mater. Adv,, 2023, 4, 2785-2793 | 2787


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d2ma00986b

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

Open Access Article. Published on 02 juin 2023. Downloaded on 2026-02-06 08:44:02.

(cc)

Paper

abbreviated 35 min heating time. These data, and the mechanical
properties of the composites (vide infra) reinforce the sensitive
nature of HSMs to heating time. Given that essentially all of the
organic comonomer comprises part of the network polymer in
mPES and the amount of sulfur effectively incorporated into the
network is also known, the average length of the oligosulfur
catenates linking organic units (known as a material’s sulfur
rank) was calculated (details are in the ESIt). A wide range of
average sulfur ranks, from 1 to >500, have been reported for
other vulcanized materials depending on the olefin content and
the proportion of sulfur employed for their synthesis. For mPES
the sulfur rank was thus found to be 62. This compares well to
other composites prepared by inverse vulcanization with 90 wt%
sulfur, such as CanBGg,> and 0SSy,”* which have similar sulfur
ranks to that in mPES, of 60 and 69, respectively. The organic
crosslinker for CanBGg, was 1:1 (mass/mass) brown grease
(a high fatty acid-content animal fat) and sunflower oil, while
for 0SSy, the organic crosslinker was octenyl succinate-modified
cellulose.

Thermal, morphological and mechanical properties of
composites

TGA of composites XPES and mPES (Fig. S4, ESI{) revealed decom-
position temperatures (Tyq) of 217 °C and 215 °C, respectively
(Table 1). These Ty values lie within the range of other composites
comprising similarly high proportions of sulfur, wherein thermally-
induced mass loss is attributable to degradation of the polysulfide
domains.

Differential scanning calorimetry (DSC, Table 1 and Fig. S10
of the ESIt) was used to investigate the composites’ thermal/
morphological transitions over the range of —60 to 140 °C. Both
xXPES and mPES exhibited the characteristic melting peak of
orthorhombic sulfur at temperatures between 115 and 118 °C.
In the second heating cycle, xPES and mPES showed glass
transitions (Ty) at —37 °C, diagnostic for the presence of poly-
meric sulfur catenates in the organosulfur crosslinked network.
Cold crystallization peaks were also observed in XPES and mPES
at 15 and 3.7 °C, respectively. These cold crystallization peaks
reflect the partial organization of the polymer chains above the
glass transition temperature, which is commonly observed in
network-stabilized polymeric sulfur domains.

The percent crystallinity of XxPES and mPES relative to
crystalline orthorhombic sulfur was calculated from the inte-
gration of melting and cold crystallization enthalpies observed
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in the DSC spectra (the equation used for the calculations is
provided in the Experimental section). From these integrations,
it can be concluded that both composites have amorphous and
crystalline regions, with percent crystallinities between 25-34%
(Table 1).

Scanning electron microscopy with elemental mapping by
energy-dispersive X-ray analysis (SEM-EDX) confirmed that
XPES and mPES form microscopically homogeneous materials
(Fig. S13 in ESIY). In both cases, the composites had largely
uniform distributions of carbon, oxygen and sulfur. These data
provide further evidence of the successful chemical reaction
between EPET and elemental sulfur to yield homogeneous
composites.

Cylinders, dog-bones, and rectangular prisms of the compo-
sites for compressive, tensile, and flexural strength testing,
respectively, were readily prepared by melting the XPES and
mPES composites at 160 °C and pouring the liquid into silicon
moulds (examples are shown in Fig. 1). The composites were
allowed to stand at room temperature for four days before any
mechanical testing to allow direct compare their mechanical
properties to those of reported HSMs that are likewise aged for
four days prior to measurement.>*>%*°3

Mechanical test stand analysis was used to measure the
compressive strength of composites (Fig. 2(A) and Table 2;
stress-strain plots are provided in Fig. S11 in the ESI}). The
compressive strength of XPES was 10.5 & 0.1 MPa, representing
62% of the compressive strength of ordinary Portland cement
(OPC). The compressive strength of mPES, however, was 26.9 +
0.6 MPa, which is 158% of the compressive strength of OPC.
The significantly lower compressive strength of XPES versus that
of mPES may be attributed to a lower extent of crosslinking in
XPES as a result of the shorter reaction time. This hypothesis is
supported by incomplete incorporation of organics into the
network structure that was observed in fractionation studies
(vide supra, Table S1 in ESIt). Composites comprise vulcanized
aromatic/fatty acid components, so a comparison of their
properties to those of other vulcanized composites comprising
fatty acid or aromatic subunits with 90 wt% sulfur is also of
interest. Composite mPES, for example exhibits a lower com-
pressive strength than that of CanBGo,,>” which has significant
fatty acid and triglyceride content but no aromatic moieties. On
the other hand, the compressive strength of mPES is signifi-
cantly higher than that of ZOSy, (19.4 MPa) that employed oleic
acid as the organic comonomer, or PSy, (21.3 MPa)*>®°

Table 1 Thermal and morphological properties with comparison to elemental sulfur

Materials Ty%/°C T.b/°C

Ty psc/°C  Cold crystallization peaks/°C  AHp, J g !

AH..Jg ' Percent crystallinity? Percent insoluble fraction®

XPES 217 117.7 -36.8 15.0 33.9 —22.8 25 90
mPES 215  116.8 —36.0 3.7 33.6 —-18.2 34 80
GPET 176  NA NA NA NA NA NA NA
EPET 221  NA NA NA NA NA NA NA
Sg 229 118.5 NA NA? 44.8 NA 100 0

“ The temperature at which the 5% mass loss was observed. ? The temperature at the peak maximum of the endothermic melting from the third
heating cycle. ¢ Glass transition temperature.  The reduction of percent crystallinity of each sample was calculated with respect to sulfur
(normalized to 100%). ¢ Percent of non-extractable sulfur in each sample after CS, extractions.
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Fig. 2 Compressive strength (A) and flexural strength (B) for composites
XPES and,PES compared to other high sulfur-content materials and the
familiar structural product ordinary Portland cement (OPC).

mPES

containing lignocellulosic biomass (peanut shells having only
~1 wt% triglyceride content).

PES composites were also subjected to dynamic mechanical
analysis (DMA) at room temperature in single cantilever mode
to assess their flexural strengths/moduli (Fig. 2(B) and Table 2;
stress-strain plots are provided in Fig. S12 in the ESIT). As with
the compressive tests, mPES exhibited significantly higher
flexural strength and moduli than that of xPES. The flexural
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strength of mPES is higher than those reported for CanBGy,
(6.5 MPa), PSy, (4.8 MPa), or 0SS, (5.3 MPa).

The ultimate tensile strength at break (UTS) of mPES
(0.21 MPa), was similar to that of xPES (0.27 MPa), with both
materials showing relatively poor tensile performance and low
elongation at break (<1%) as compared to previously reported
composites having similar sulfur content and aromatic organic
crosslinking groups. Composites GSg, (UTS = 2.32 MPa, elongation
at break = 4%) and GSy, (UTS = 1.16 MPa, elongation at break =
11%), for example, were prepared by crosslinking guaiacol and
80 or 90 wt% sulfur, respectively.”” Composite I-BPAg,, prepared by
inverse vulcanization of (0,0’-diallyl-2,2',6,6"-tetrabromo bisphenol
A and 80 wt% sulfur) exhibited a similar UTS (1.04 MPa) to GSe
with a significantly greater elongation at break of 89 + 9%.”°

Conclusions

The chemical recycling of poly(ethylene terephthalate) was achieved
in a process that involved the glycolysis of waste PET by diethylene
glycol followed by its esterification reaction using fatty acid deriva-
tives to yield esterified-PET (EPET). EPET was then directly used as
the organic comonomer in the inverse vulcanization reaction with
elemental sulfur and a variation in the reaction time (35 min or
24 h) yielded composites XPES and mPES, respectively. The influ-
ence of extending the reaction times in the chemical and mechan-
ical properties of the composites was evaluated. The longer reaction
time led to significantly higher compressive and flexural strength
for mPES than for xPES. This improvement in the mechanical
properties of mPES can be attributed to a more complete cross-
linking of the organic domains in the composite after 24 h of
reaction, as confirmed by fractionation studies. The synthetic
approach to repurposing PET reported herein represents a promis-
ing way to directly incorporate waste PET as the organic comono-
mer in the atom economical inverse vulcanization reaction to yield
sustainable building materials with mechanical properties that
exceed that of commercial structural materials.

Experimental
General considerations and instrumentation

Matrix assisted laser desorption/ionization time of flight mass
spectrometry (MALDI-TOF) data were recorded on a MicrofleX

Table 2 Physical properties of composites compared to other previously-reported high sulfur content materials

Compressive Flexural strength/ Ultimate tensile Elongation Sulfur
Materials strength (MPa) modulus (MPa) strength at break (MPa) at break (%) rank Ref.
XPES 10.5 £ 0.1 2.7/100 0.27 £ 0.02 <1 ND This work
mPES 26.9 & 0.6 7.7/320 0.21 £+ 0.04 <1 62 This work
CanBGg, 32.0 £ 0.9 6.5/420 ND ND 60 23
OSSq¢ 109 £ 1.9 5.3/660 ND ND 69 51
PSqq 21.3 £1.2 4.8/950 ND ND 257 57,58
Z0OSqg 19.4 £ 1.8 ND ND ND ND 22
GSgo ND ND 2.32 £ 0.02 109 £ 2.1 ND 55
GSyo ND ND 1.16 £+ 0.53 43 +18 ND 55
I-BPAg, ND ND 1.04 £ 0.16 89+ 9 ND 68
Portland cement 17.0 3.7/580 ND ND NA -

© 2023 The Author(s). Published by the Royal Society of Chemistry
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LRF equipped with a 337 nm nitrogen laser in the positive
reflectron ion mode. The scanning mass-to-charge (m/z) range
for the experiments was between 600-1600 using o-cyano-4-
hydroxycinnamic acid as the matrix.

Fourier transform infrared spectra were obtained using an
IR instrument (Shimadzu IRAffinity-1S) with an ATR (attenuated
total reflectance) attachment. Scans were collected over the range
400-4000 cm ' at ambient temperature with a resolution of 8.

SEM was acquired on a Schottky Field Emission Scanning
Electron Microscope SU5000 operating in variable pressure
mode with an accelerating voltage of 15 keV.

TGA data were recorded using a Mettler Toledo TGA 2 STAR®
System operating over the range 20-800 °C with a heating
rate of 10 °C min~" under a flow of N, (100 mL min~"). Each
measurement was acquired in triplicate and presented results
represent an average value.

DSC data were acquired using a Mettler Toledo DSC 3 STAR®
System operating over the range of —60 to 140 °C with a heating
rate of 10 °C min ' under a flow of N, (200 mL min %).
Each DSC measurement was carried out over three heat-cool
cycles.

DMA was performed using a Mettler Toledo DMA 1 STAR®
System in single cantilever mode. DMA samples were cast
from silicone resin moulds made using a commercial
Smooth-On Oomoo®™ 30 tin-cure kit. Samples were manually
sanded to ensure uniform dimensions of approximately 15 X
8 x 1.5 mm. Sample dimensions were measured using a digital
calliper with 0.01 mm resolution. The force was varied from
0 to 10 N with a ramp rate of 0.2 N min~' measured isother-
mally at 25 °C.

Carbon disulfide extractions were performed by suspending
0.3 g of finely ground material (measured to 0.0001 g accuracy)
in 20 mL of CS,, allowing the solid to settle for 30 minutes,
pipetting off the supernatant into a separate vial, and adding
another 20 mL of CS,. This process was repeated an additional
three times so that a total of 5 washes were performed and
constant residual mass was confirmed. The residual CS, was
evaporated under a flow of N,, and each vial was weighed to
determine the fraction that was soluble (collected as super-
natant) or insoluble (remained in the initial vial). This process
was performed in duplicate, yielding identical results within
balance error both times for each material analysed.

Compressional analysis was performed on a Mark-10 ES30
test stand equipped with an M3-200 force gauge (1 kN max-
imum force with 1 N resolution) with an applied force rate of 3-
4 N s~ Compression cylinders were cast from silicone resin
moulds (Smooth-On Oomoo 30 tin-cure) with diameters of
approximately 6 mm and heights of approximately 10 mm.
Samples were manually sanded to ensure uniform dimensions
and measured with a digital calliper with 0.01 mm resolution.
Compressional analysis was performed in triplicate and results
were averaged.

Proton NMR spectra were acquired on a Bruker NEO-300 MHz
at room temperature and data was processed with TopSpin 4.0.6
software. All spectra reported were calibrated to the residual
solvent signal.
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Materials

Diethylene glycol (VWR), zinc acetate (Sigma Aldrich), oleoyl
chloride (Sigma Aldrich), and sulfur (Dugas Diesel) were used
without further purification. PET-sulfur composite materials
were aged for 4 d prior to any mechanical testing.

Synthesis

CAUTION: Heating elemental sulfur with organics can result in
the formation of H,S gas. H,S is toxic, foul-smelling, and
corrosive. Although we did not observe any mass loss attribu-
table to gas generation, the temperature must be carefully
controlled to prevent thermal spikes, which contribute to the
potential for H,S evolution. Rapid stirring shortened heating
times, and very slow addition of reagents can help prevent
unforeseen temperature spikes.

Synthesis of XPES

Preparation of xPES involved the reaction of EPET (1.0 g,
10 wt%) and sulfur (9.0 g, 0.03 mol, 90 wt%). Sulfur was first
melted in an oil bath at 160 °C with rapid mechanical stirring.
Then, the temperature was heated further to 185 °C, where
sulfur exists primarily as polymeric diradicals. Once the tem-
perature was stable, EPET was slowly added to the sulfur while
stirring. The reaction mixture was stirred for 35 min at 185 °C.
Within 35 min of the reaction time, the desired product, a
homogeneous solution was produced. Upon cooling to room
temperature, the material solidified to a light-brown solid
composite in quantitative yield (10 g). ELEM. ANAL calcd: C
4.00, H 1.00, S 90.00; found: C 7.61, H 1.11, S 89.28.

Synthesis of mPES

Preparation of mPES involved the reaction of EPET (1.0 g,
10 wt%) and sulfur (9.0 g, 0.03 mol, 90 wt%). Sulfur was first
melted in an oil bath at 160 °C with rapid mechanical stirring.
Then, the temperature was heated further to 185 °C, where
sulfur exists primarily as polymeric diradicals. Once the tem-
perature was stable, EPET was slowly added to the sulfur while
stirring. The reaction mixture was stirred for 24 h at 185 °C.
Within 24 h of the reaction time, the desired product, a
homogeneous solution was produced. Upon cooling to room
temperature, the material solidified to a black solid composite
in quantitative yield (10 g). ELEM. ANAL calcd: C 4.00, H 1.00, S
90.00; found: C 8.22, H 0.50, S 90.48.
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