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Chemical upcycling of plastic waste represents an emerging approach to generate value-added chemicals
and mitigate environmental impacts. Despite the significant role of terephthalonitrile in the production of
bioactive compounds and high-value materials, sustainable and efficient methods for its production from
plastic waste remain underexplored. In this work, we present a tandem process for the transformation of
poly(ethylene terephthalate) (PET) waste into terephthalonitrile under mild conditions (<120 °C). The
process involves PET ammonolysis with ethylene glycol and ammonia, followed by liquid-phase dehydra-
tion of terephthalamide using Pd catalysts via a water-transfer mechanism. The dehydration step achieves
complete conversion of terephthalamide with up to 68% selectivity for the dinitrile and 32% for the
mononitrile. Using electrospray ionization mass spectrometry, we identified Pd complexes, predominantly
Pd dimers, as the catalytic species, regardless of the Pd precursor used. Application of the tandem system
to commercial PET bottles and fibers resulted in terephthalonitrile yields of 39-51 mol% based on the
PET feedstock, even in the presence of pigments and chlorine. Life cycle analysis indicated that this
process reduces CO, emissions by at least 28% compared to conventional terephthalonitrile production
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Green foundation

1. This work introduces a non-petroleum-based, mild pathway for producing terephthalonitrile and presents a selective upcycling method for polyethylene
terephthalate (PET) waste plastics into valuable organonitrogen compounds.

2. Utilizing Pd catalysts, the process converts up to 78% of amide groups to nitriles without generating undesired byproducts, significantly enhancing atom
economy compared to previous gas-phase PET conversions that often resulted in cracking and coke formation. Operating at low temperatures (<120 °C), the
method is less energy-intensive, reduces safety concerns and lowers equipment costs. Life cycle analysis indicates at least a 28% reduction in carbon footprint
compared to conventional terephthalonitrile production pathways.

3. The carbon footprint of this process is expected to decrease further with forthcoming advancements in green energy and low-carbon acetonitrile
production.

liquid alkanes,*” olefins,® arenes,”*° carbonyls,""'* sulfates,"*

nitriles,** and amines."® Upcycling plastics not only mitigates

Introduction

Waste plastics with over 350 million tons generated annually"
have emerged as an abundant carbon resource for the pro-
duction of fuels, chemicals, and materials. Plastic products are
dominated by polyethylene (PE) and polypropylene (PP), which
together account for approximately 45% of total production,’
and have been converted into valuable chemicals such as
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the environmental impacts of plastic pollution but also
recovers economic value that is typically lost through landfill-
ing or incineration."®™° It has been shown that utilizing plas-
tics as alternative feedstocks for processes such as the conver-
sion of polyolefins to hydrocarbons®' or mixed plastic waste
into methane®” significantly reduces the carbon footprint com-
pared to petroleum-based pathways.

Poly(ethylene terephthalate) (PET) is the fourth most pro-
duced plastic, accounting for 6.2% of global plastic pro-
duction, and is the most abundant aromatic plastic,” primarily
used in textiles and packaging. The majority of PET waste is
recycled into lower-quality PET through mechanical recycling,
although there has been increasing attention in chemical re-
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cycling of PET to virgin-like PET using technologies such as
hydrolysis,®*>*  glycolysis,”**” and  methanolysis.?®?°
Alternatively, PET can be upcycled into high-value products
such as arenes,***' terephthalamide,** p-phenylenediamine®?
and dimethyl cyclohexane-1,4-dicarboxylate.**

Nitriles represent an important class of organonitrogen com-
pounds with broad applications in pharmaceuticals, pesticides,
dyes and polymeric materials.>® They also serve as versatile pre-
cursors for the synthesis of functional compounds such as
amines, amides, N-heterocycles, carboxylic acids and esters.**"”
Among them, terephthalonitrile is a key aromatic dinitrile with a
market value of USD 1.2 billion in 2024.%® It is widely used as an
intermediate in the synthesis of bioactive compounds,® nitro-
gen-containing polymers,’®*'  flame retardants,"* super-
capacitors®® and optoelectronics.***° Terephthalonitrile is pri-
marily produced from p-xylene through ammoxidation with
ammonia as the nitrogen source,"” catalyzed by metal oxides
such as V,05-Nb,O5/ALL,0;*® or V,05-Sb,03/AL,0;*° at
400-500 °C (Fig. 1). Alternatively, p-xylene can be converted to
terephthalonitrile via a nitrooxidation pathway, using nitric
oxide NO as the nitrogen source and a Cr,Oz-based catalyst at
440 °C.*° However, these processes rely on fossil-based, non-
renewable p-xylene as feedstock, while the high reaction temp-
erature and the use of corrosive chemicals also raise safety con-
cerns and increase equipment costs. Furthermore, the processes
have substantial carbon footprints due to both the extraction of
pxylene and the energy required for heating and distillation.
Therefore, it is desirable to develop more sustainable terephtha-
lonitrile production pathways that utilize non-petroleum feed-
stocks, require lower energy input and release lower carbon
emissions.

Recent studies have demonstrated the conversion of plastic
waste into organonitrogen compounds, offering alternative
pathways alongside those derived from petroleum-based and
bio-based resources.’> Notable examples include the trans-
formation of polylactic acid into alanine,** > poly(p-phenylene
oxide) into substituted anilines,’”*® polyurethane into aro-
matic amines,>®" and polystyrene into benzonitrile.®>*> Given
the structural similarity between PET monomer units and ter-
ephthalonitrile, pathways exist for the upcycling of PET into
terephthalonitrile. Blackmon et al. reported a non-catalytic
gas-phase dehydration of PET-derived terephthalamide to ter-
ephthalonitrile at 290-375 °C, achieving a low terephthaloni-
trile yield of 29%.*" Fang’s group reported the catalytic pyrol-
ysis of PET under an NH; atmosphere over Ca(OH),/Al,0;%
and y-Al,0;,°*°® obtaining 33-58% terephthalonitrile yields at
500-550 °C. The low carbon yield in the desired product was
attributed to the formation of coke and by-products such as
benzonitrile and aromatic hydrocarbons via cracking. Besides
the low yields, these transformations share a similar issue
with conventional production from p-xylene: operation at high
temperature.

In this work, we aim to design an improved pathway for the
conversion of PET waste into terephthalonitrile under milder
conditions (Fig. 1). The process consists of two steps: PET
ammonolysis and liquid-phase dehydration to terephthaloni-
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trile. Since the former has been relatively well studied,>>*!66-%°
we focus on establishing the latter transformation using Pd cata-
lysts via a water transfer mechanism.”®”? This strategy was first
reported by Maffioli et al.”® in 2005, enabling water transfer with
acetonitrile as an acceptor to achieve high conversion and
selectivity toward the nitrile. Subsequent studies have explored
the development of more efficient nitrile-based water accep-
tors,”® novel Pd catalyst designs (e.g., Pd;Pyo5,”* trinuclear palla-
dium(u) complexes”), non-aqueous reaction conditions using
Selectfluor’> and expansion of substrate scope to unsaturated
and alkyl amides.”® Nevertheless, the specific conversion of ter-
ephthalamide to terephthalonitrile via a water transfer mecha-
nism, as well as its potential application in plastic upcycling,
has not yet been investigated. In our study, we explored the feasi-
bility of this pathway, identified active Pd species and elucidated
the critical role of water. Leveraging on these, we developed a
tandem process consisting of PET ammonolysis followed by Pd-
catalyzed dehydration of terephthalamide, and demonstrated its
sustainability through a notably reduced carbon footprint.

Conventional pathway

v NH,, O,
Multiple steps /@/ Metal oxides
400-500 °C

Petroleum

Z
Our method
o]
0 Pd] N
N NH;, NH,  CHiCN, H0 ]
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Fig. 1 Conventional pathway and our approach to terephthalonitrile.

Experimental

Materials

Terephthalamide (98%), 4-cyanobenzamide (98%) and ter-
ephthalonitrile (96.74%) were purchased from BLDPharm
(China). PET (containing 30% glass fiber reinforcement),
PACl, (>99.9%), Pd(OAc), (>99.9%), Pd(NO;),-xH,O (~40% Pd
basis), palladium(u) acetylacetonate (99%), bis(acetonitrile)
dichloropalladium(u) (99%), palladium(u) hexafluoroacetylace-
tonate, Pd(OH),/C (20 wt% Pd), Pd/C (10 wt% Pd), Pd/Al,0O5
(10 wt% Pd), Pd/BaSO, (10 wt% Pd), bis(dibenzylideneacetone)
palladium(0), tetrakis(triphenylphosphine)palladium(0)
(99%) and Pd(0) EnCat® 30NP (0.4 mmol g~ loading) were
obtained from Sigma-Aldrich (Singapore). SiliaCat Pd(0)
(0.24 mmol g~" loading) and SiliaCat DPP-Pd (0.3 mmol g~*
loading) were purchased from Silicycle (Canada). Acetonitrile
(>99.5%) and ethyl acetate (>99.5%) were obtained from VWR
Chemicals (Singapore). PET fibers (3D x 64 mm) were pur-
chased from Yizheng Zhicheng Chemical Fiber Co. Ltd
(China).
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Pd(OH), was prepared by precipitation from a 0.045 M
aqueous Pd(NO;), solution at pH 9 using a 0.1 M NaOH
aqueous solution. The precipitate was collected by centrifu-
gation, washed with water and dried at 60 °C overnight before
use.

Reactions

The ammonolysis reaction of PET to terephthalamide was con-
ducted in a 20 mL high-pressure autoclave equipped with a
magnetic stirrer. Typically, PET (60 mg) and ethylene glycol
(0.5 mL) were added to the autoclave, which was then sealed
and purged with nitrogen at 5 bar for 10 cycles. The autoclave
was subsequently purged with 3 bar NH; for 10 cycles and
charged with 3 bar NH; at —20 °C for 15 minutes. The auto-
clave was then placed in a 120 °C steel holder and heated on a
hotplate with stirring at 800 rpm for 7 h. Upon completion,
the autoclave was cooled in an ice bath. The product mixture
was vacuum-filtered through filter paper and washed with
20 mL of deionized water. The filter cake was dried at 60 °C
overnight before being used for the dehydration reaction or
further analysis.

The dehydration reaction of terephthalamide was con-
ducted in a 15 mL cylindrical pressure vessel. Typically, ter-
ephthalamide (100 mg), PdCl, (6 mg), CH;CN (3 mL) and H,O
(3 mL) were added to the vessel, which was then sealed. The
mixture was magnetically stirred at 800 rpm and heated at
100 °C in an oil bath for 18 h. After the reaction, 5 mL of 2.5%
aqueous NH; solution was added to convert the Pd species
into inactive, water-soluble ammonia complexes. The resulting
mixture was then extracted with ethyl acetate (3 mL x 3) and
the organic phase was dried over Na,SO,. The products were
quantitatively analyzed by gas chromatography with flame
ionization detection (GC-FID) using dodecane as an internal
standard (Fig. 2a).

For the reverse reaction (Fig. 3e), terephthalonitrile was
used instead of terephthalamide under similar conditions.
After the reaction, the mixture was filtered through filter
paper. The solid was dried and weighed to determine the ter-
ephthalamide yield, while the filtrate was analyzed by GC-FID
to determine the 4-cyanobenzamide yield and conversion.

For the quantification of acetamide (Table S1), the reaction
mixture was treated with 30 mg of 2-mercaptobenzothiazole to
precipitate Pd species, then filtered and analyzed by GC-FID
using butan-1-ol as the internal standard. For the recycling test
(Fig. 5¢), the dehydration reaction was conducted with 50 mg
terephthalamide for 6 h. Upon completion, solvents from the
reaction mixture were completely evaporated at 60 °C using a
rotary evaporator. The obtained solid was washed with 18 mL
of water and filtered through filter paper. The filter cake con-
taining terephthalonitrile was dissolved in ethyl acetate and
quantified by GC-FID with dodecane as an internal standard.
Meanwhile, the filtrate was evaporated at 140 °C using a rotary
evaporator for 1 h to remove water and acetamide. The remain-
ing solid containing 4-cyanobenzamide and the Pd catalyst
was mixed with terephthalamide (25 mg), CH;CN (3 mL) and
water (3 mL) for the next recycling cycle.
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Characterizations

Gas chromatography (GC) analysis was performed using an
Agilent 7890A GC equipped with an HP-5 column and a flame
ionization detector. The heating program involved ramping
from 60 °C to 300 °C at 10 °C min™", followed by holding at
300 °C for 11 minutes. Nuclear magnetic resonance (NMR)
spectroscopy was conducted using a Bruker Ascend 400 MHz
spectrometer with D,O or DMSO-d¢ as the solvent, and ethyl-
ene carbonate as an internal standard when required. Fourier-
transform infrared (FT-IR) spectra were recorded on a Bruker
VERTEX 70 with the range of 400-4000 cm™". Liquid samples
for FT-IR were dropped onto the sample holder and evaporated
at room temperature until the solvent signal disappeared, then
measured in attenuated total reflectance (ATR) mode.

UV-visible (UV-Vis) measurements were performed using a
Shimadzu UV-1900 UV-Vis spectrophotometer. Samples for
UV-Vis measurements were prepared by dissolving Pd catalysts
in the solvents at 0.1 mg mL™", sonicating for 10 minutes and
filtering through 0.45 pm PES membrane filters. Electrospray
ionization mass spectrometry (ESI-MS) was performed using
an Agilent 6546 Q-TOF LCMS. The simulated MS spectra were
generated using mMass. Inductively coupled plasma optical
emission spectroscopy (ICP-OES) was performed on a Thermo
Scientific iCAP 6000 series ICP spectrometer.

Life cycle analysis (LCA)

LCA was performed using the allocation, cut-off method. Data
for CO, emissions were obtained from Ecoinvent 3.8 or the ana-
lysis by Cullen et al.”” unless otherwise specified. Physical prop-
erty data for the components were sourced from Aspen HYSYS
and the NIST Chemistry WebBook unless stated otherwise. CO,
emissions were considered from two main sources: materials
and energy consumption. For comparison, the CO, emissions
from the production of terephthalonitrile from p-xylene were
calculated based on data reported by Golden et al.*’

Results and discussion

Condition screening for the conversion of terephthalamide to
terephthalonitrile

Since Pd catalysts are known for their activity in the water transfer
mechanism between acetonitrile and monoamides,”®”* we
screened various homogeneous and heterogeneous Pd catalysts
for the dehydration of terephthalamide (Fig. 2b). Pd salts, includ-
ing PdCl,, Pd(NO;),-2H,0 and Pd(OAc),, as well as complexes
such as Pd(CH;CN),Cl, and Pd(hfac), yielded high conversions
(86-100%) and high terephthalonitrile yields with up to 56%
when PdCl, was employed. Meanwhile, Pd coordinated with
strong ligands such as Pd(PPh;), and Pd(dba), and supported Pd
catalysts showed low activity. Using acetonitrile as co-solvent,
water demonstrated unique activity in this transformation, while
other polar aprotic solvents showed trace or no activity (Fig. 2c).
DMSO, the only tested solvent that can dissolve terephthalamide
at room temperature, was employed but failed to produce nitrile
products.

This journal is © The Royal Society of Chemistry 2025


https://doi.org/10.1039/d5gc02680f

Published on 09 September 2025. Downloaded on 1/26/2026 12:12:12 PM.

Green Chemistry

View Article Online

Paper

a b
o PdCl, (5 mol%)
CH.ON (3 mL) //N o 100 4 Pd salts and complexes Supported Pd
NH,  HO@mL) . g
HN 100°C, 18 h
o N7 NZ 80 4
100 mg 1
60
B
=
2
S 40
o, 7
10
Ivent internal
soivanks standard - || =]
0
y v y Y y Y ¥ O v N O O AN ot (B 1N Q 00 ¥
10 12 14 16 18 20 22 24 26 ?696\0‘* %’Lq“(\'l» c,% \\m \x\\% ?&O &?vN @v O\A\i <! g &‘x\'; \96 ??oa E\
Retention time (min) <
o % ?é\e\
c d e
25
100 100 100
[ ] -— °
£
80 80 80 {20 2
£
- A
—_ — - o)
& 60 & 60 & 60 =
o el o €
£ g g 18
(s}
404 40 40 s
g
20 20 204 £
41.0 0
_— 0 0-
H,0 CH,0OHC,H,OH EG THF  Acetone DMSO 6:0 5:1 4:2 3:3 2:4 1:5 0:6 200 100 75 50 25

Co-solvent with CH;CN

Fig. 2

CH3CN:H,0 volume ratio

Substrate amount (mg)

(a) GC spectrum of the reaction starting from terephthalamide. Effect of (b) different Pd catalysts, (c) co-solvent with CHzCN, (d)

CH3CN : H,O volume ratio and (e) terephthalamide amount. Reaction conditions: terephthalamide (100 mg), PdCl, (5 mol%, 6 mg), CH3CN (3 mL),
H,0 (3 mL), 100 °C, 18 h. acac: acetylacetonate, hfac: hexafluoroacetylacetonate, dba: dibenzylideneacetone, EG: ethylene glycol, THF: tetrahydro-

furan, DMSO: dimethyl sulfoxide.

We also found that the reaction is sensitive to the water-to-
acetonitrile ratio. A volcanic-shaped trend was observed when
the solvent ratio was changed, with the maximum yield
obtained at a 1:1 ratio (Fig. 2d). When the substrate amount
varied from 200 mg to 25 mg, we observed higher selectivity
for terephthalonitrile over 4-cyanobenzamide, and the ter-
ephthalonitrile yield reached 68% (Fig. 2e). Further decreasing
the PdCl, loading led to reduced terephthalonitrile yields,
indicating that the catalyst amount should be maintained at
5 mol% as currently used (Fig. S1). At sufficient concen-
trations, PdCl, can fully convert terephthalamide to terephtha-
lonitrile via the amide-to-nitrile pathway without detectable
side reactions that introduce additional components into the
system. The intermediate, 4-cyanobenzamide, can be trans-
formed to terephthalonitrile with a 79% yield under the same
conditions (Fig. S2). This represents an advantage over pre-

vious works,®*™®°

where side reactions such as cracking, decar-
bonylation, alkylation, coupling, and oligomerization occurred
during the conversion of PET to terephthalonitrile at high

temperatures.

Kinetics and mechanisms of the water transfer reaction from
terephthalamide to terephthalonitrile

To understand the reaction Kkinetics, the reaction was con-
ducted at different temperatures for durations ranging from

This journal is © The Royal Society of Chemistry 2025

1 h to 18 h (Fig. 3a—c). When the temperature increased from
80 °C to 120 °C, the terephthalonitrile yield rose from 54% to
61%. At 100 °C and 120 °C, the reaction reached equilibrium
after 8 hours and 4 hours, respectively.

We then conducted NMR and FT-IR analyses to monitor the
reaction progress over time. NMR spectra revealed the for-
mation of acetamide and 4-cyanobenzamide in the reaction
mixture at 100 °C (Fig. S3). Meanwhile, FT-IR showed a blue
shift of 2-6 cm™" in the absorption peaks of C=0, N-H, and
C-N bonds’® upon mixing terephthalamide with PdCI,
(1:1 mass ratio) in CH3;CN/H,O, suggesting interactions
between Pd and the amide group (Fig. S4). The peak shifts of
the C=0O, N-H, and C-N bonds became more pronounced
over time, which can be attributed to the transfer of the amide
group from terephthalamide to acetonitrile.

Subsequently, we conducted control experiments starting
from terephthalonitrile under similar reaction conditions
(Fig. 3e). Without the Pd catalyst, almost no amide products
were detected. In the presence of PdCl,, around 20% of 4-cya-
nobenzamide was obtained, primarily through the hydrolysis
of terephthalonitrile. This suggests that PdCl, can activate the
nitrile group to facilitate hydrolysis.”” When acetamide, the
hydrolysis product of acetonitrile, was added, the hydration of
terephthalonitrile significantly increased. A white solid was
clearly observed when 5 equivalents of acetamide were added,

Green Chem., 2025, 27,12378-12388 | 12381
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Proposed (h) formation of active species and (i) reaction mechanism.

indicating the formation of terephthalamide. These findings
confirm the existence of the Pd-catalyzed hydrolysis and the
reverse water transfer from acetamide to the aromatic nitrile as
side reactions. The reversible nature of the water transfer reac-
tion also explains the decrease in terephthalonitrile selectivity
when the feed concentration of terephthalamide increases,
despite a sufficient reaction time (Fig. 2e).

We quantified the equilibrium concentration of acetamide
by GC-FID for both the forward and reverse Pd-catalyzed water
transfer reactions (Table S1). In the forward reaction from ter-
ephthalamide, the amount of acetamide formed was approxi-
mately equal to the amount of aromatic nitrile groups pro-
duced. In the reverse reaction from terephthalonitrile and acet-

12382 | Green Chem., 2025, 27,12378-12388

amide, the decrease in acetamide corresponded closely to the
amount of aromatic amide groups formed. These observations
indicate that the Pd-catalyzed water transfer reaction is the
dominant pathway, whereas hydrolysis of acetonitrile to acet-
amide is less significant. The equilibrium constant for the
CH;CN-mediated water transfer

4-Cyanobenzamide + CH3;CN = terephthalonitrile
+ CH3;CONH,

is approximately 0.020, with nearly identical values obtained
from both the forward and reverse reaction data.

This journal is © The Royal Society of Chemistry 2025
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Observing that not only PdCl, but also other Pd catalysts
such as Pd(NO;), and Pd(CH;CN),Cl, were active in the de-
hydration step, we hypothesized there may be common Pd
active species for the reaction, regardless of the precursor
used. Thus, we employed ESI-MS to identify the catalytic Pd
species present in the reaction (Fig. 3g). The majority of Pd
was detected as a dimeric complex (m/z = 456, Fig. S5c),
together with its dehydrated form containing one fewer co-
ordinated water molecule (m/z = 438). We also identified a
tetrameric species (m/z = 877, Fig. S5d), likely formed through
dimer condensation. These species were consistently observed
when Pd(NO;), or Pd(CH;CN),Cl, was used in place of PdCl,,
and even in the absence of terephthalamide (Fig. S5a). In con-
trast, when no PdCl, was added or when the catalytically inac-
tive Pd(dba), was used, these dimeric and tetrameric Pd com-
plexes were not detected. When Pd(NO;), was used, a species
containing one Pd atom was detected at m/z 329 (Fig. S5b).
Furthermore, we collected the UV-Vis absorption spectra of
PdCl, and Pd(CH;CN),Cl, to compare their absorption pat-
terns in H,O and in CH3CN/H,O (Fig. 3f). Although their
absorption patterns differ in H,O, both PdCl, and Pd
(CH3CN),Cl, exhibit similar UV-Vis behavior in CH;CN/H,0,
showing two characteristic peaks at 300 nm and 380 nm
corresponding to Pd complexes.®°

These findings confirmed our hypothesis on the formation
of common catalytic Pd species regardless of the Pd precursor
used, while for inactive Pd catalysts, they fail to form such
species. It also highlights the critical role of both water and
acetonitrile since these molecules remain in the coordination
sphere of active Pd species. Plausibly, the Pd precursors are
hydrolyzed and coordinated with CH;CN and H,O to form Pd
(CH;CN),(H,0),(OH), species, which subsequently condense
into a dimer (major form) and a tetramer (minor form)
(Fig. 3h). The presence of dehydrated forms of both the dimer
and tetramer suggests dynamic behavior of the coordinated
water molecules, which may either stabilize the complex
through coordination to Pd or detach to generate vacant
coordination sites for the substrates. When conducting the
reaction in CH;CN/D,O, we observed a significantly lower reac-
tion rate compared to that in CH;CN/H,O (Fig. 3d), further
confirming the positive role of water.

A catalytic mechanism is proposed (Fig. 3i). The active Pd
species coordinates with the nitrogen atoms of CH;CN and the
aromatic amide, facilitating the formation of a six-membered
ring complex between the two components. Subsequently, a
water molecule is transferred from the aromatic amide to
CH;CN. Since Pd can also activate the nitrile group in the
product, the reverse reaction and hydrolysis can occur as side
reactions. Nevertheless, these side reactions do not generate
additional components within the reaction system. When
testing the transformation of benzamides bearing different
functional groups, we observed that the amide-to-nitrile con-
version did not reach 100% (Fig. S2), further highlighting the
reversible nature of the water transfer mechanism.
Interestingly, benzamides with electron-withdrawing groups at
the para position showed lower conversion. A possible expla-

This journal is © The Royal Society of Chemistry 2025
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nation is that the electron-withdrawing effect decreases the
electron density on the oxygen atom of the amide group,
making bond formation between this oxygen and the nitrile
group of acetonitrile more difficult. In the reaction, water not
only coordinates with Pd to form the active species but also
participates in proton exchange with amide groups, leading to
a kinetic isotope effect when D,O is used.

Tandem conversion of PET into terephthalonitrile

In the next step, we conducted the ammonolysis of PET in the
presence of NH; and ethylene glycol (Table S2). Ethylene glycol
served as the dispersion agent, heat transfer medium, and
catalyst for PET ammonolysis.®” This degradation process does
not introduce additional organic components other than PET,
ethylene glycol and terephthalamide into the system. After the
reaction, terephthalamide was easily isolated as a white solid
from the reaction mixture, which facilitates both separation
and solvent recycling. The formation of terephthalamide at a
30% yield was observed when the reaction was conducted at
120 °C for 6 h (Table S2, entry 1). Employing Zn(OAc), as a
catalyst to facilitate ester bond cleavage®' (Table S2, entry 2)
did not improve the yield under these conditions. We hypoth-
esized that the amount of ammonia was insufficient for
effective ammonolysis and thus increased the ammonia/PET
molar ratio by lowering the PET amount and feeding NH; at
lower temperatures (Table S2, entries 3 and 4). This adjust-
ment raised the terephthalamide yield up to 71% when
ammonia was charged at —20 °C. The product exhibited high
purity in the NMR spectrum in DMSO-d¢ with no by-products
detected (Fig. 4a).

Attempts to develop a one-pot transformation from PET to
terephthalonitrile by combining the ammonolysis and de-
hydration steps were unsuccessful, even when the dehydration
step was performed in the presence of ammonia (Scheme S1).
This incompatibility is likely due to the strong coordination
between ammonia and PdCl,, which deactivates the catalyst.
Additionally, we found that residual ethylene glycol from the
ammonolysis step negatively affected the dehydration step.
This effect became pronounced when more than 5 equivalents
of ethylene glycol were present, likely due to the formation of
Pd black after the reaction (Fig. S6). Understanding the inhibi-
tory effects of ethylene glycol and ammonia, we washed and
dried the solid obtained from the ammonolysis step before
subjecting it to the dehydration reaction. This procedure
yielded terephthalonitrile at 27% yield along with 7% yield of
4-cyanobenzamide (Fig. 4b).

Recycling end-of-life PET to terephthalonitrile

We then applied our tandem reaction system to end-of-life PET
items (Fig. 5a). After grinding, the PET samples underwent the
same ammonolysis-dehydration tandem process as shown in
Fig. 4b. The transparent PET bottle afforded a 51% yield of ter-
ephthalonitrile, while the green PET bottle gave a comparable
yield of 49%. The green pigments were removed during the
ammonolysis step (Scheme S2), producing white terephthala-
mide powder. Notably, this tandem process converted PET
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Fig. 4 (a) Ammonolysis of PET and the NMR spectrum of the product.
(b) Tandem conversion of PET into terephthalonitrile. Reaction con-
ditions for ammonolysis (step 1): PET (60 mg), ethylene glycol (0.5 mL),
ammonia (3 bar, charged at —20 °C), 120 °C, 7 h. Reaction conditions for
dehydration (step 2): product from step 1, PdCl, (6 mg), CHsCN (3 mL),
H,0O (3 mL), 100 °C, 8 h.

bottles to 45% terephthalonitrile even in the presence of
1 mass equivalent of polyvinyl chloride (PVC)—one of the
most problematic contaminants in both mechanical and
chemical recycling due to HCI release and chloride-induced
poisoning of metal catalysts (e.g., Ru, Pt).®> Using PET fibers as
the feedstock afforded a 39% yield of terephthalonitrile.
Overall, these results highlight the system’s capability to
process commercial PET containers and textiles—the two
largest applications of PET—while maintaining performance
under challenging conditions such as pigments and chloride
contamination.

Subsequently, we conducted recycling tests to evaluate the
reusability of the PdCl, catalyst. An effective recyclability
system should recover terephthalonitrile with high purity and
remove acetamide, as its accumulation may promote the
reverse reaction. To achieve this, we employed a workup
method involving the evaporation of reaction solvents, fol-
lowed by washing the resulting solid with water.
Terephthalonitrile was isolated from the solid residue with
high purity (terephthalonitrile to 4-cyanobenzamide molar
ratio of 12.5:1, approximately 93% purity) (Fig. S7). The
product was further purified by recrystallization from an aceto-
nitrile-water mixture (1:1 volume ratio), yielding high-purity,
long-needle crystals free of 4-cyanobenzamide (Fig. 5b).
Meanwhile, most of the 4-cyanobenzamide, Pd catalyst, and

12384 | Green Chem., 2025, 27,12378-12388

View Article Online

Green Chemistry

acetamide remained in the water-soluble fraction. Using this
approach, we isolated terephthalonitrile at 46% yield after the
first cycle (Fig. 5c). The recovered 4-cyanobenzamide and Pd
catalyst were mixed with fresh terephthalamide (at 50% of the
amount used in the first cycle) for the subsequent runs. The
accumulated yield of terephthalonitrile gradually declined over
four cycles, primarily due to Pd catalyst loss as indicated by the
fading yellow color after each cycle. ICP-OES revealed that 56%
of the Pd content remained after the first reaction and workup
cycle. The incomplete recovery of Pd is attributed to the oligo-
merization of Pd species, which form less water-soluble com-
plexes and are therefore difficult to extract by water.

Nonetheless, this approach is superior to direct crystallization
of terephthalonitrile after the reaction, which yields only 23% of
terephthalonitrile in the first cycle and leads to incomplete con-
version of terephthalamide in subsequent cycles (Fig. S8). This
result demonstrates the viability of the recycling process, and
future studies can focus on the oligomerization and/or immobil-
ization of Pd species to minimize the catalyst loss.

Compared with previous studies on the upcycling of PET
into terephthalonitrile, this work offers significant advantages:
a low reaction temperature (<120 °C) and high selectivity
(Table S3). While other pathways yield oxygenates, coke, gases,
and aromatics via side reactions, the Pd-catalyzed dehydration
step enables high amide-to-nitrile selectivity with no other by-
products detected. The intermediate, 4-cyanobenzamide, can
be separated after the reaction by extracting with water
(Fig. S7) and converted into terephthalonitrile with a 79%
yield in one cycle (Fig. S2). However, as with all reported
studies, catalyst reusability remains a limitation that should be
addressed in future work.

Finally, we proposed a schematic diagram for the large-scale
production of PET-derived terephthalonitrile (Fig. 5e) and per-
formed an LCA to compare the carbon footprint of conventional
terephthalonitrile production with that of our approach (Fig. S9
and Tables S4-S9). The proposed system comprises two jacketed
reactors for ammonolysis and dehydration, two Nutsche filter-
dryers for filtration, washing and drying, one evaporator for
solvent recovery and one distillation unit for acetamide separ-
ation. This setup enables efficient recycling of solvents and
unreacted substrates while producing two additional value-
added compounds: ethylene glycol and acetamide.

Our analysis revealed that more than half of the total CO,
emissions originate from solvent evaporation due to the high
latent heat of water (Fig. S10), making the system highly sensi-
tive to the feed concentration of terephthalamide in the de-
hydration step. Increasing the feed concentration from 8.3 kg
m™2 (Scenario 3) to 33.3 kg m™ (Scenario 1) resulted in a 2.7-
fold reduction in CO, emissions from 22.8 kg CO, per kg ter-
ephthalonitrile to 8.5 kg CO, per kg terephthalonitrile despite
a slight trade-off in product yield. Compared to the conven-
tional approach from p-xylene, our approach achieves a 28%
lower carbon footprint (Fig. 5d), benefiting from the utilization
of end-of-life PET instead of fossil-based p-xylene, milder reac-
tion conditions and the co-production of ethylene glycol and
acetamide. From a green chemistry perspective, operating at a

This journal is © The Royal Society of Chemistry 2025
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(a) Tandem conversion of PET items into terephthalonitrile. In the case of the PET/PVC mixture, 1:1 refers to their mass ratio. Reaction con-

ditions: same as in Fig. 4b. (b) NMR spectrum of terephthalonitrile crystallized after the reaction. Reaction conditions: terephthalamide (100 mg),
PdCl, (6 mg), CH3CN (3 mL), H,O (3 mL), 100 °C, 8 h. (c) Recycing test. Reaction condition: terephthalamide (50 mg for the first cycle and 25 mg for
the subsequent cycles), PdCl, (6 mg), CH3zCN (3 mL), H,O (3 mL), 100 °C, 6 h. (d) Comparison of CO, released between the conventional approach
and this work (Scenario 1 and Fig. S10). (e) Schematic diagram of the large-scale production of terephthalonitrile, ethylene glycol and acetamide

from PET.

high feed concentration of 33.3 kg m™ is expected to be more
environmentally beneficial by reducing energy consumption
and CO, emission. The main challenge at large scale lies in
designing efficient product-separation and intermediate-re-
cycling units, which can draw inspiration from industrial ester-
ification processes with similar reversible nature.®

We further evaluated the impact of using low-carbon energy
and feedstock sources (Fig. S11 and Table S10). Employing
green ammonia, green acetonitrile and cleaner energy sources
(hydrogen for heating and nuclear power for cooling) further
reduced the CO, footprint to 2.0 kg CO, per kg terephthaloni-
trile (Scenario 4). In this scenario, the primary contributor to
CO, emissions shifted from evaporation to acetonitrile pro-
duction, accounting for over 60% of the total footprint. We

This journal is © The Royal Society of Chemistry 2025

anticipate that future advancements in the sustainable pro-
duction of nitrogen-containing chemicals will further lower
the CO, emissions associated with PET-based terephthaloni-
trile production.

Conclusions

In summary, we developed a tandem process to upcycle PET
waste into terephthalonitrile under mild conditions. By com-
bining PET ammonolysis with Pd-catalyzed dehydration via a
water transfer mechanism, we achieved a high terephthaloni-
trile yield of up to 68% with no undesired by-products.
Mechanistic investigations revealed the reversible nature of the
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transformation, the critical role of water in the dehydration
step and the formation of Pd dimeric complexes as the major
catalytic species. Applying this process to end-of-life plastics
demonstrated its feasibility in handling PET packaging and
textile waste. The process is scalable using commercially avail-
able equipment, enabling the separation of high-purity ter-
ephthalonitrile alongside value-added ethylene glycol and acet-
amide. Moreover, life cycle analysis confirmed that our
method offers 28% lower carbon footprint compared to con-
ventional terephthalonitrile  production, with further
reductions achievable through the use of low-carbon feed-
stocks and clean energy sources. This study adds an example
to integrate plastic upcycling with sustainable nitrogen chemi-
cal production, contributing to a circular carbon economy.
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