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Unlocking the potential of plastic recycling
processes with the integration of membrane
technology: a focus on PET valorisation

Hamidreza Mahdavi, @2 **® Laila Halim,®® Selina Giles,? Xiaoheng Jin,”
Leonie van 't Hag, (2 *@ Zongli Xie, © ** Matthew R. Hill  *© and
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Plastics have revolutionised modern society; however, they have also caused environmental damage via waste
accumulation. To balance their advantages with the negative impact on the environment, it is necessary to
enhance recycling procedures, since the existing techniques are ineffective, require significant energy consump-
tion, and yield recycled items of poor quality. One promising pathway is to utilise membranes. While membrane
technology has been extensively studied in wastewater treatment and organic solvent recovery, its direct appli-
cation to plastic recycling, particularly using real plastic feedstocks like PET, remains underexplored. This paper
aims to address the gap by exploring different plastic recycling technologies, followed by an analysis of the
current state of the art and then the prospective integration of membrane technology into plastic recycling pro-
cesses with an emphasis on PET as a case study. This study provides a forward-looking discussion on some
exciting opportunities including using conventional membrane processes and emerging membrane processes.
These include separating impurities and additives from the recycling stream, recovery of valuable catalysts, and
treating wastewater produced during PET recycling processes. This study also investigates emerging membrane
research in PET recycling via use of mixed matrix membranes (MMMs) and implementation of hybrid membrane
systems (HMSs). This study also aims to identify current challenges and future opportunities for membrane
technology implementation in the field of plastic recycling, considering its impact on recycled product quality,
energy consumption, and economic feasibility. Membrane technology is demonstrated to have the potential to
transform the plastic recycling industry, and contribute to a more sustainable and circular economy.

1. Advances in Green Chemistry: The perspective advances green chemistry by integrating membrane technology into plastic recycling, achieving precise

molecular separations that reduce energy consumption by up to 90% compared with traditional methods. This technology enables the production of high-
purity, food-grade recyclates from waste plastics, promoting a circular economy and significantly lowering the carbon footprint of the plastics industry.
2. Significance of the Study: With only 9% of the nearly 460 million tonnes of plastic produced annually being recycled, the study addresses a critical environ-

mental issue. It provides an interdisciplinary solution that combines materials science and chemical engineering to enhance recycling efficiency, aligning
with global sustainability goals and legislative targets for increased recycled content in products.

3. Future Directions: The field is set to advance with innovations in membrane materials and systems, such as mixed matrix membranes, to process diverse
plastic types and scale up for industrial applications. The review identifies key research opportunities and challenges, guiding efforts to develop more
efficient and sustainable recycling technologies, thereby shaping the future of green chemistry science.
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cost and easy to process, enabling plastic use in a variety of
industries.* Plastic production rose to around 460 million

. . 5 .
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Fig. 1 Global plastics production, waste generation, and recycling,
alongside U.S. PET waste generation and recycling.>26%°

durability has led to environmental challenges related to their
disposal.* Plastic waste is a significant environmental concern
because it is non-biodegradable (taking ~450 years to
degrade®) and detrimental to ecosystems and living
organisms."®

Plastic waste is a diverse category that includes an extensive
range of polymers. A few notable examples are polyethylene
terephthalate (PET), low-density polyethylene (LDPE), high-
density polyethylene (HDPE), polypropylene (PP), polystyrene
(PS), polyvinyl chloride (PVC), polylactic acid (PLA), polycarbo-
nate (PC), acrylonitrile butadiene styrene (ABS), thermoplastic/
thermoset polyurethane (PU), and nylon. However, this review
focuses on PET as a key case study due to its significant contri-
bution to recycling efforts and its well-documented valorisa-
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tion routes. PET is a model polymer that, despite accounting
for approximately 8% of global plastics production in 2019,
represents a remarkable 55% of all recycled plastics globally in
2017.7 This contrast highlights the significant role PET plays
in the recycling industry and makes it an ideal candidate for
exploring recycling processes and strategies. Knowledge
gained from its recycling processes can be used to inform
membrane integration strategies for other plastics. PET pos-
sesses unique and well-characterised properties. It is colour-
less and can be transparent or translucent, depending on crys-
tallite size and content, allowing for visibility of the products it
contains while possessing high strength and durability,
making it impact resistant.® ' PET is chemically resistant and
inert, so it can withstand a wide range of chemicals and does
not react with other substances."' PET possesses a high
melting point (260 °C) which makes it a suitable choice for
applications involving elevated temperatures,'® and it is also
appropriate for use where moisture resistance is crucial, as its
minimal water absorption and excellent barrier properties
limit permeation of gases and liquids."® Furthermore, PET is
normally considered nontoxic and typically does not require
plasticisers. As a result, it is unlikely to release potentially
dangerous substances into the environment,"'! and is an
excellent candidate for recycling.®'*

PET is a highly versatile material used in numerous
industries owing to its distinctive properties. PET is wide-
spread in the packaging industry, specifically the packaging of
foods, drinks, and cosmetic products,®'" and it is also used to
manufacture textile fibres and fabrics.">'® PET is a key
material in the medical industry, having applications in surgi-
cal implants, medical equipment, and drug delivery
systems.'”2° In the electronics industry, components such as
circuit boards and electrical housings are manufactured from
PET,>"** and the automotive industry utilises the material in
vehicle bumpers and dashboards.>® Within the construction
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industry, PET is employed to fabricate insulation, roofing
sheets, and pipelines.>**® The engineering industry also
employs PET in the production of gears, bearings, and electri-
cal insulators.”?

In 2018, only 29.1% of PET waste was recycled in the United
States (Fig. 1),%° leaving the overwhelming majority in landfills
or oceans, according to the Environmental Protection Agency
(EPA).*” In addition to addressing the impact of plastic pol-
lution on the marine ecosystem, developing a more circular
carbon economy through recycling is crucial to mitigate the
excessive greenhouse gas emissions associated with the pro-
duction of plastics from petrochemical sources.*® Despite the
various PET recycling routes that have been developed in aca-
demia and that have penetrated industry, the use of PET
plastic material remains overwhelmingly single-use across the
globe. PET recycling techniques have obstacles, including the
low quality and properties of recycled materials due to impuri-
ties and contaminants, high energy consumption, low
efficiency, high cost, and waste of resources.?*** Moreover, the
recycling rate of PET significantly deviates between countries
due to the limited financial benefit it yields. Investigation of
effective and economically viable methods of recycling PET is
of crucial significance, as the production of PET from waste
PET is currently not as profitable as PET sourced from fossil
fuels, and only a handful of developing countries are willing to
undertake this task." Therefore, new recycling techniques or
approaches for enhancing current techniques are needed to
reduce plastic waste’s negative effects on the ecosystem,’ and
harmonise production, consumption, and disposal.** One of
the most promising approaches is membrane technology,
which may play an increasingly important part in PET re-
cycling methods (as well as the recycling of other plastics), as
the demand for sustainable and eco-friendly recycling
methods rises.
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Membrane application perspectives

The emergence of membrane technology may ultimately spark a
revolutionary transformation in the field of plastic recycling due
to its ability to selectively separate and purify various com-
ponents based on their size and molecular weight.>**”
Moreover, the continuous progress in economic membrane
preparation methods and the wide diversity of available mem-
branes present considerable possibilities for the emergence of
different membrane applications to improve plastic recycling
processes.*® Importantly, the technology could contribute to
enhanced sustainability by reducing energy and water
consumption.’>*® One notable advantage of membrane techno-
logy lies in its easy integration potential within existing indus-
trial processes. This feature not only makes it a scalable solution
but also significantly contributes to its cost-effectiveness.*’
Considering these factors, membrane technology offers a broad
range of advantages, including the ability to produce high-
quality recycled products, the reduction of reliance on virgin
materials, the improvement of plastic processing efficiency
through selective separation capabilities such as the removal of
impurities and contaminants, and the facilitation of recovery of
valuable components from plastic waste. Therefore, the inte-
gration of membrane technology is a step towards achieving
highly efficient and economically viable plastic recycling pro-
cesses.”” Moreover, membrane performance can be further
advanced through various strategies such as utilising mixed
matrix membranes (MMMs) and employing hybrid membrane
systems (HMSs).** These potential uses of membrane technology
have significant implications for future research in the field of
plastic recycling. Nevertheless, the successful implementation of
membrane technology first requires an in-depth understanding
of valorisation routes. PET valorisation routes produce complex
streams necessitating precise separations to optimise resource
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recovery and reduce waste. Membrane technologies inherently
enhance these routes by providing modular, scalable solutions
for contaminant removal, monomer purification, and by-product
valorisation. For example, in some recycling processes, mem-
branes could recover depolymerisation products while treating
effluents, therefore decreasing energy requirements relative to
conventional approaches. This synergy not only improves
product quality but also fosters a circular economy by facilitating
closed-loop processes. Thus, due to the technology’s novelty in
this domain and high potential impact, it is important to
conduct a comprehensive study and analysis to determine the
different potential aspects of membrane applications in PET re-
cycling, thereby also guaranteeing the technology’s utmost
efficiency and environmental benefits.

Therefore, this paper aims to contribute to the ongoing dis-
course on improving plastic recycling by exploring the prospec-
tive integration of membrane technology into existing pro-
cesses. Rather than providing a detailed review of past limited
research, the focus has been directed towards offering a
forward-looking perspective on how membranes can be
applied to overcome existing challenges, such as separating
impurities, reducing energy consumption, and improving the
economic viability of recycling.

History of PET valorisation routes

The history of PET recycling demonstrates how society as a
whole has become more aware of environmental concerns and
the growing demand for more efficient and environmentally
friendly PET recycling techniques. The history of PET recycling
can be classified into distinct stages (Fig. 2). In the 1950s and
1960s, various methods of PET recycling were introduced such
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as methanolysis, hydrolysis, and glycolysis. Despite this, the
PET bottle was only recycled beginning in the 1970s. Then, fol-
lowing earlier favourable outcomes, the implementation of re-
cycling methods for recycling PET bottles was commercia-
lised.** In the 1980s, the Resin Identification Code system,
which comprises a triangular structure, was developed to
assist with the identification and -classification of plastic
waste." In the early 1990s, a newly developed recycling method
called “bottle-to-bottle” arose, which made it possible to
recycle PET bottles into fresh bottles. This breakthrough was a
huge step forward for PET recycling, as it allowed for a more
effective and sustainably oriented approach for recycling PET
bottles. The United States provided an early stimulus for the
expansion of the recycling industry by authorising the use of
recycled PET in food-contact applications.” In the late 1990s
and early 2000s, there was a notable upsurge in PET recycling,
which was attributed partly to the development of the bottle-
to-bottle recycling method and partly to the establishment of
recycling programs and regulations in numerous countries. As
a result, companies were beginning to give precedence to the
implementation of recycled PET in their products. Moreover,
these companies directed their efforts toward the development
of novel technologies to enhance the efficacy and quality of
PET recycling. They successfully implemented automated
sorting systems, advanced washing systems, and introduced
new catalysts like ionic liquids (ILs).*>"*®

In the 2010s, technological developments, such as the
implementation of new technologies that remove impurities
and contaminants from recycled PET, increased both the
efficiency and quality of the PET recycling process. On the
other hand, a rise in demand for recycled PET has been
observed concurrently with the expansion of the packaging
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Fig. 2 The development history of PET and PET recycling (reproduced with permission.! Copyright 2018, Elsevier).

industry, prompting companies to incorporate greater quan-
tities of recycled material into their products. Therefore, the
percentage of PET materials being recycled has been rising
over time." A sustained trend of increasing PET recycling was
observed up to 2017, but this was followed by a decrease in
recycled PET amount as a result of changes in the regulations
of key importing countries, which restricted importation of a
significant portion of plastic waste. As a result, many of the
world’s leading PET plastic exporters have enhanced their own
PET recycling infrastructure.*’

Today, an increasing emphasis on sustainability and
the circular economy is still promoting the growth of PET
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recycling, with the progression of technologies such as
chemical recycling as well as the establishment of new
markets for recycled PET.*® The acceptance of PET-recycled
products has long been established, and many countries
and companies are actively advocating and engaging in re-
cycling initiatives. For example, in 2020, Carbios
produced the first PET bottle made entirely from textile
waste with the same properties as conventional bottles,
thanks to PET enzymatic depolymerisation. There is an
increasing industry movement towards incorporating more
recycled PET, such as into product packaging in the coming
years.
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Development of PET valorisation routes

Valorisation is the process of turning waste into more useful
materials or products. There are four distinct routes of plastic
valorisation, as defined by ASTM D5033:

» primary recycling, which involves the mechanical repro-
cessing of waste materials into products with equivalent
properties;

« secondary recycling, which involves the mechanical repro-
cessing of waste materials into products requiring lower
properties;

- tertiary recycling, which involves the recovery of valuable
chemical constituents such as monomers or additives;

« quaternary recycling, which involves the recovery of
el,lergy.Z,Sl,49,50

The various routes differ in terms of their process and rela-
tive merits, depending on the feedstock and requisite process
conditions (Fig. 3 and 4). The development of all valorisation
routes has been promoted by the intensifying requirement for
sustainable materials and the necessity to decrease waste.>"
Therefore, it is vital to possess awareness regarding PET valori-
sation routes to drive further innovation in the recycling industry.

Primary recycling

The primary recycling route refers to the physical degradation
processes of converting waste plastic into a product that
retains the same properties as the original product.>*" The key
distinguishing feature of this recycling route lies in its empha-
sis on pre-consumer feedstock. This feedstock primarily com-
prises clean and uncontaminated pure polymers obtained
from industrial by-products or discarded materials.*>*">°
While primary recycling is often known as “closed-loop
recycling”,*>>® it is technically feasible for other recycling
routes to also establish a closed loop. Primary recycling is typi-
cally carried out through a process known as re-extrusion.*"*?
Re-extrusion is a frequently employed process in plastic
manufacturing facilities to directly recover waste. As shown in
Fig. 5, the process involves shredding pure polymer scrap into
flakes, followed by melting and reprocessing of these flakes,
frequently accompanied by addition of virgin plastic to
improve recycled plastic properties. However, there is degra-

[ Monomer H Polymer

recycling

Landfill

Illi

Fig. 3 PET valorisation routes, associated plastic quality, and their posi-
tion within the processing line (adapted under terms of the CC-BY
license.>2 Copyright 2013, Scientific Research Publishing Inc.).
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Fig. 4 PET valorisation routes (adapted under terms of the CC-BY
license.>® Copyright 2022, MDPI).

Virgin plastic

PET scrap
i Exlruding Recycled PET
0 R [I— [E— :l

Fig. 5 Proposed schematic of the re-extrusion recycling process
(based on provided information in ref. 6).

dation in product quality upon repeated extrusion of the same
materials due to minor amounts of chemical breakdown
during extrusion. Because of the degradation during re-extru-
sion, a depolymerisation process, which would avoid such
degradation, may have some advantages over re-extrusion.®”?

Secondary recycling

Secondary recycling is similar to primary recycling whereby
PET stays in polymeric form throughout the process. However,
the physical degradation processes are performed on post-con-
sumer waste.>® Moreover, the secondary recycling route typi-
cally leads to a final product with diminished properties com-
pared with the initial product.”*® Consequently, this category
of recycling is commonly referred to as “downgrading”.’?
Secondary recycling does not involve altering the basic
polymer chain chemistry,>® thereby rendering it relatively

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 Schematic of the mechanical recycling process (adapted with
permission.®® Copyright 2009, Elsevier).

energy-efficient and environmentally friendly. Two processes
are frequently employed for secondary recycling: mechanical
recycling and dissolution recycling.’”

Mechanical

The mechanical recycling process is widely used in recycling
moderately contaminated waste PET, resulting in the pro-
duction of recycled products.">>® Fig. 6 depicts the mechani-
cal recycling process. Despite maintaining the fundamental
polymer chain chemistry, each cycle results in property
deterioration due to a decrease in molecular weight resulting
from chain scission.’>®® In addition, the degradation is influ-
enced by various chemical reactions such as hydrolysis, esteri-
fication, trans-esterification, hydroxylation, polyaddition, and
thermo-oxidative reactions;'' the presence of impurities
further intensifies degradation.'*>°! Therefore, pre-treatment
washing and drying are essential due to the presence of con-
taminants in post-consumer waste. Washing removes physical
impurities, whereas instances involving substances such as
glue require chemical washes, frequently involving the use of
NaOH.>®>% Often, highly contaminated items such as take-
out containers are rejected from the process." Moreover, PET
flakes are subjected to melting and reprocessing to produce
recycled PET pellets, typically through extrusion or injection
moulding techniques,®'" with the potential addition of pig-
ments and additives.®?

Dissolution

Dissolution recycling is a less commonly employed process,
but it results in a recycled product comparable in quality to
virgin PET.®*®® Fig. 7 presents a schematic representation of
the dissolution recycling process. The dissolving process
involves use of heat and a solvent (such as N-methyl-2-pyrroli-
done (NMP) or benzyl alcohol)*® to selectively dissolve PET
waste flakes, resulting in the formation of a solution consist-
ing of the original polymers and additives.®”*® Following dis-
solution, additives and insoluble contaminants are separated
via filtration.>*>®” The target PET polymer can be obtained by
reprecipitation, achieved by introducing non-solvents/anti-
solvents.>®® Afterwards, the polymer undergoes a series of fil-
tration, washing, and drying steps,®® ultimately leading to its

This journal is © The Royal Society of Chemistry 2025
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Fig. 7 Schematic of the dissolution recycling process (adapted under
terms of the CC-BY license.®® Copyright 2021, MDPI).

final form as a powder or small grains appropriate for use in
traditional plastic manufacturing processes.®® To promote sus-
tainability, the recovery of the solvent or non-solvent can be
achieved by evaporative techniques.®

Tertiary recycling

Tertiary recycling routes can be employed to recycle waste
which is highly contaminated, or composite or heterogeneous
in nature, such that it is not suitable for primary or secondary
recycling.>® Tertiary recycling takes advantage of a range of
chemical, biological, and radiation-based processes to break
down plastic waste into its basic chemical constituents: the
monomers.>* On the other hand, the quality of the recycled
product deteriorates when the same materials are extruded
again through primary or secondary routes. The degradation is
a result of the compromise of both the physical and chemical
properties, mostly caused by contaminants. Furthermore,
there is a slight occurrence of chemical degradation during
extrusion. Therefore, the process of depolymerising polymers,
purifying the individual monomers, and reassembling the
material from its fundamental constituents could provide a
significant benefit in tackling these problems.”®”" Tertiary re-
cycling processes involve several steps including pre-treatment,
degradation of the original polymeric chain, and purifi-
cation,”” resulting in the formation of predominantly mono-
mers, dimers, and oligomers that can be employed to produce
valuable commodities, such as high-quality recycled
plastics.®?*>*%1

Thermolysis

Thermolysis is an approach for plastic recycling that utilises
thermal energy to disintegrate polymer chains into smaller
gaseous and liquid constituents that can be repolymerised or
used as fuels.>® Thermolysis exhibits exceptional adaptability
in managing a diverse array of (mixed) waste streams, and it
leads to degradation and elimination of impurities and colour-
ants. This approach involves a range of processes, including
pyrolysis, gasification, and hydrocracking/hydrogenation.>”

Pyrolysis

Pyrolysis refers to the thermal degradation of PET in an
environment free of oxygen.”>’* Fig. 8 depicts a schematic rep-
resentation of the pyrolysis recycling process. The process is
often conducted in fixed or fluidised bed reactors at 300 to
900 ©°C, using catalysts such as zeolites and silica-
alumina.”®”® This process results in hydrocarbon-rich liquid/
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Fig. 8 Schematic of the pyrolysis recycling process (adapted under
terms of the CC-BY license.8® Copyright 2021, MDPI and CC-BY
license.®* Copyright 2022, Springer Nature).

wax mixtures as pyrolysis oil, which are commonly used to
manufacture fuel or produce high-value chemicals.’>”® With
PET as the feedstock, the liquid/wax fraction primarily com-
prises terephthalic acid (TPA) and its derivatives, aldehydes,
benzoic acid (BA) and its derivatives, aromatics and other
oxygen-containing compounds such as ethylene glycol (EG)
and ketones.””®' Fig. 9 depicts a primary thermal cleavage
mechanism where PET becomes TPA. The process also gener-
ates solid carbonaceous residue and a gas fraction comprising
C;-C,4, methane (CH,), hydrogen (H,),”° carbon monoxide
(CO) and carbon dioxide (CO,) (due to PET being oxygen-
containing).”*”>®® The presence of BA in the recycling stream
presents challenges, including obstructing the piping system
and having a detrimental effect on product oil fuel efficiency.””
The system can be optimised by incorporating metal oxides
into the procedure to mitigate acid production and promote a
high yield of the valuable product benzene in the oil.®"%>

Gasification

Gasification converts carbonaceous materials into mostly
gases, and it can be implemented after pyrolysis of the char,
tar, and gas products.”” The gasification recycling process is
shown in Fig. 10. Gasification is conducted at temperatures
ranging from 800 to 1500 °C, using a gasification agent
(steam, air, or oxygen (O,)) in sub-stoichiometric
amounts,*>””®* leading to incomplete combustion.*® The
process primarily produces syngas, accompanied by CO,, CH,,
and other hydrocarbon gases. Steam gasification yields syngas
with a high H, content, rendering it well-suited for various
chemical synthesis purposes. However, this approach results
in increased levels of tar. In contrast, air gasification yields
syngas that contains a greater concentration of CO, and H, is
often used in energy-related contexts as a viable alternative to
natural gas.”” The N, present in air dilutes the gaseous pro-

[%O% = rOAE - O-O-Ow

Benzene Biphenyl

Fig. 9 Schematic representation of the primary thermal cleavage
mechanism of PET pyrolysis.®*
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Fig. 10 Schematic of the gasification recycling process (adapted under
terms of the CC-BY license.®® Copyright 2022, MDPI).

ducts, diminishing their calorific value.®® The process of O,
gasification is a more intricate and costly option; however, it
includes the benefits of both steam and air agents.”
Management of tar content is of utmost importance in PET
gasification because of its propensity to condense at low temp-
eratures and impede the functioning of gasification equipment
or engine components when product syngas is used for energy
applications.”””®” To tackle this challenge, many approaches
have been suggested, including careful catalyst and bed addi-
tive selection and implementation of downstream tar cracking
processes.®’

Hydrocracking/hydrogenation

Hydrocracking/hydrogenation has similarities with pyrolysis.
However, in hydrocracking, PET waste is subjected to heating
in the presence of hydrogen (H,)."**%*® Indeed, the hydro-
cracking process is often used to treat pyrolysis product oils
and gases.”® A hydrocracking/hydrogenation recycling process
schematic is presented in Fig. 11. The process involves the
breakdown of heavier PET molecules into lighter substances
by the cleavage of carbon-carbon bonds, while simultaneously
subjecting unsaturated by-products to hydrogenation.
Therefore, hydrocracking yields a greater percentage of satu-
rated products compared with pyrolysis, leading to the pro-
duction of C,~Cys as liquid products of superior quality.”® A
higher fraction of gases is produced from PET compared with
other plastic types,” and consists of predominantly light C;-
Cs hydrocarbon gases.”> A coke-like solid carbon residue is
also produced by the process.”” The usual reaction conditions
include temperatures ranging from 300 to 450 °C and press-
ures ranging from 2 to 15 MPa (20-150 bar) in the presence of
pressurised cold H,. These conditions are generally achieved
using a batch-stirred autoclave reactor.®® To facilitate the crack-
ing activity, the process uses a bifunctional acidic catalyst,
often a zeolite.>

REACTOR COOLER

Light C: —Cs
e ol
Screw extruder
Cr-Cy
liquid fraction
Coke
Fig. 11 Schematic of the hydrocracking/hydrogenation recycling

process (adapted with permission.®? Copyright 2005, Elsevier).
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Solvolysis (depolymerisation or chemolysis)

Solvolysis is a highly efficient approach utilised in the recycling
of plastics, wherein chemical compounds are employed to dis-
integrate the polymer into its constituent components.>
Solvolysis exhibits significant advantages in the recycling of
contaminated and heterogeneous plastics by enabling possible
enhanced filtration and purification processes.® The solvolysis
approach comprises a range of processes including glycolysis,
alcoholysis (methanolysis), aminolysis, ammonolysis, and
hydrolysis (acidic, neutral, and alkaline).®>>

Glycolysis

Glycolysis is a prominent recycling process that effectively
depolymerises PET into its constituent components through a
transesterification reaction, which is facilitated by an excess
amount of glycols such as EG.>® The schematic of the glycoly-
sis recycling process is shown in Fig. 12. EG initiates a chemi-
cal attack on the ester bonds in PET waste, thereby inducing
depolymerisation of the polymer (as shown in Fig. 13).* The
chemical reaction occurs at elevated temperatures, typically
within the range of 180 to 240 °C, and it can be facilitated by
the presence of a catalyst such as zinc acetate.”® The predomi-
nant product of glycolysis consists of bis(2-hydroxyethyl) tere-
phthalate (BHET) monomers, accompanied by minor quan-
tities of undepolymerised PET, dimers, low molecular weight
oligomers, and potentially other impurities and colours.>?*° It
is crucial to prioritise the removal of undepolymerised PET, as
these oligomers can undergo polycondensation. The purifi-
cation processes may present a level of complexity owing to the
potential  occurrence of subsequent polymerisation
reactions.**® Consequently, vacuum distillation is not a viable
option.”® Instead, effective methodologies to separate the com-
ponents in the depolymerised mixture include precipitation,

REACTOR MIXER PRECIPITATOR

. Cooled
SR s, @7 oo
::)——l T
FILTER FILTER BHET
| 0 L
T T~ EG, H:0,

. . DEG, TEG
Un-reacted PET, 1

oligomers, catalyst

Un-reacted PET, oligomers

EG |

Fig. 12 Schematic of the glycolysis recycling process (adapted with
permission.®® Copyright 2013, Springer Nature).
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Fig. 13 Schematic representation of the PET glycolysis mechanism.**
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agitation, filtration,? crystallisation, and membrane or mole-
cular distillation.®°

Alcoholysis

Alcoholysis facilitates the depolymerisation of PET through a
transesterification reaction involving the use of an alcohol,
which is usually methanol.”® The schematic depiction of the
methanolysis recycling process is presented in Fig. 14. The car-
bonyl group in the PET polymer chain is subjected to attack by
the alcohol, resulting in the formation of dimethyl tere-
phthalate (DMT) and EG.> This process takes place at tempera-
tures ranging from 180 to 280 °C and pressures ranging from 2
to 4 MPa, accompanied by a catalyst such as zinc acetate,
cobalt acetate, lead dioxide, or magnesium acetate.>*° Fig. 15
illustrates a schematic representation detailing the mechanism
of PET methanolysis. The resulting products can also consist of
some by-products, including phthalate derivatives and a range
of alcohols.*® To ensure the process efficiency, it is essential to
eliminate any residual water since it would deactivate the cata-
lyst and form an undesirable azeotrope.”* Moreover, to prevent
further reaction and potential loss of DMT, it is essential to
separate the catalyst from the resulting products.®

Aminolysis

Aminolysis involves depolymerisation of PET by reacting it
with an amine.?>® Fig. 16 provides a schematic of an amino-
lysis recycling process. Amines, such as allylamines, hydra-
zines, polyamines, and morpholines, undergo a chemical reac-
tion with the ester group in PET, resulting in the formation of
monoamine and diamine derivatives of EG and TPA.*?*%%?
Fig. 17 illustrates a schematic representation of the mecha-
nism of PET aminolysis. The reaction takes place within a
moderate temperature range of 20-100 °C and is facilitated by
the presence of a catalyst, which often includes glacial acetic
acid, sodium acetate, or potassium sulphate.?® Ethanolamine
is a commonly observed amine used in aminolysis, resulting
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Fig. 14 Proposed schematic of the methanolysis recycling process
(based on provided information in ref. 29).
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Fig. 16 Proposed schematic of the aminolysis recycling process (based
on provided information in ref. 95 and 96).
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Fig. 17 Schematic representation of the mechanism of PET aminolysis.®*®

in bis(2-hydroxyethylene) terephthalamide (BHETA) pro-
duction, and some EG.® The BHETA product can be precipi-
tated thereafter by adding distilled water while agitating.®>

Ammonolysis

The process of ammonolysis is also employed to recycle PET,
although it is less explored than other methods.’® This is
achieved by subjecting PET to a reaction with ammonia in the
presence of EG solvent®**® to produce terephthalamide (TPD)
and an additional quantity of EG.>* The TPD product will easily
precipitate as it is insoluble in EG.® This reaction occurs within
a moderate temperature range of 70 to 180 °C and at pressures
approximately equal to 2 MPa. The utilisation of a catalyst, such
as zinc acetate, can expedite the reaction.> Fig. 18 offers a sche-
matic representation illustrating the ammonolysis recycling
process. Fig. 19 provides a schematic representation elucidating
PET ammonolysis. Moreover, the TPD product has the potential
to generate terephthalic acid nitrile, which can subsequently be
transformed into 1,4-bis(aminomethyl) cyclohexane and/or para-
xylylene diamine.>®” These intermediates have significant value
in polyamide (PA) synthesis.”®
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! 1
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Fig. 18 Proposed schematic of the ammonolysis recycling process
(based on information in ref. 96).
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Fig. 19 Schematic representation of the mechanism of PET ammonolysis.®
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Hydrolysis (acidic, neutral, and alkaline)

Hydrolysis is a widely recognised process for PET depolymeri-
sation, and the one that also occurs in nature and leads to the
formation of microplastics (MPs).°® The process produces TPA
and EG, which play crucial roles in the manufacturing of
recycled PET.»*"** This method involves the reaction of water
with PET, resulting in the conversion of an ester group to a car-
boxyl group,’® and it can be conducted under acidic, neutral,
or basic conditions.”*®® The expenses associated with purifi-
cation of the TPA product can be comparatively high in the
context of hydrolysis.””””® Moreover, the process tends to
proceed at a slower rate compared with alternative recycling
methods, primarily due to the comparatively weaker nucleo-
philic properties of water.>?

Acidic. The process of acidic hydrolysis commonly employs
concentrated sulfuric acid (H,SO,) or other mineral acids,
such as nitric acid (HNO;) or phosphoric acid (H;PO,).***°7°
If a concentrated solution of at least 87 wt% H,SO, is utilised,
rapid degradation of PET can be achieved at temperatures
below 100 °C and atmospheric pressure.®®” The TPA product
readily precipitates from the reaction mixture, but it can be re-
dissolved in a solvent to separate it from the unreacted PET,
and then reprecipitated.'®® Fig. 20 presents a schematic of the
acidic hydrolysis recycling process, while Fig. 21 illustrates a
schematic representation of the mechanism of PET acidic
hydrolysis. The process is commonly extended to achieve high
purity by utilising an alkaline solution such as sodium hydrox-
ide (NaOH) to form TPA as a sodium salt, separating impuri-
ties and colourants, and then once again reprecipitating TPA
utilising sulfuric acid.®”

Neutral. The neutral hydrolysis process utilises hot water or
steam at temperatures in the range of 200 to 300 °C, along
with pressures ranging from 1 to 4 MPa.***°° This process is
carried out in the presence of excess water, with a PET/water
ratio (w/w) ranging from 1:2 to 1:12 to achieve complete PET
depolymerisation.>”'®" To accelerate the process, catalysts
such as alkali metal acetates, zeolites, or organophosphorus
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Fig. 20 Proposed schematic of the acidic hydrolysis recycling process
(based on provided information in ref. 93 and 100).
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Fig. 21 Schematic representation of the mechanism of PET acidic
hydrolysis.®°*
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compounds can be employed.”® Fig. 22 provides a schematic of
the recycling process for neutral hydrolysis. Additionally, Fig. 23
depicts a schematic illustration of the mechanism involved in
the neutral hydrolysis of PET. In contrast to acidic or alkaline
conditions, neutral hydrolysis yields a reduced quantity of in-
organic salts, thereby rendering it a more ecologically sustain-
able process.?® Nevertheless, its main limitation lies in the
retention of all impurities from PET in the TPA, resulting in a
product of comparatively lower purity compared with the output
of acid or alkaline hydrolysis.*** The resolution of this matter
can be accomplished by dissolving TPA in caprolactam or
NaOH, followed by filtration to attain high-purity TPA.°

Alkaline. Alkaline hydrolysis is conducted by employing a
4-20 wt% aqueous solution of a strong base, such as NaOH or
potassium hydroxide (KOH).° The reaction necessitates a tempera-
ture range of 210 to 250 °C and pressures between 1.4 to 2
MPa.* The reaction produces EG and either a disodium or dipo-
tassium terephthalate salt. Consequently, an additional step is
required to transform these salts into TPA by employing a strong
acid, such as H,SO, or HCL.*** Fig. 24 demonstrates a schematic
of the alkaline hydrolysis recycling process, whereas Fig. 25 out-
lines a schematic of the PET alkaline hydrolysis mechanism.

Enzymolysis
Enzymolysis is a biological degradation mechanism wherein
plastics undergo enzymatic and microbial breakdown. This
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Fig. 22 Proposed schematic of the neutral hydrolysis recycling process
(based on provided information in ref. 6 and 93).
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Fig. 23 Schematic representation of the mechanism of PET neutral
hydrolysis.®°*
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Fig. 24 Schematic of the alkaline hydrolysis recycling process (adapted
with permission.®® Copyright 2013, Springer Nature).
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Fig. 25 Schematic representation of the mechanism of PET alkaline
hydrolysis.®**

phenomenon can occur spontaneously within the natural sur-
roundings or can be expedited with genetic engineering to
produce and/or modify enzymes and microorganisms.'*>%*
These processes offer a potentially viable solution for depoly-
merising waste petro-plastics into components suitable for re-
cycling, or alternatively, mineralising them into CO,, water,
and new biomass.'** 1%

Enzymatic

Enzymatic degradation of PET involves the utilisation of
enzymes as biocatalysts to catalyse chemical reactions, with a
specific focus on cleavage of ester bonds in PET. The enzymes
initially adhere to the polymer’s surface, after which the bonds
undergo hydroperoxidation/hydrolysis.'***°”1%% This reaction
degrades PET into its constituent components, namely TPA
and EG,'**'% enabling their subsequent use for production of
recycled PET. Enzymatic hydrolysis is the most extensively
researched process for PET degradation. However, other such
reactions include oxidative enzymatic reactions, enzymes exhi-
biting polymerase activity, and enzymes possessing esterifica-
tion or transesterification capabilities.”''° Fig. 26 shows a
schematic of the enzymatic recycling process. Extensively
investigated enzymes for PET include lipases, cutinases,
esterases, and carboxylesterases."'’ Enzymes have a major
limitation in that they cannot work properly on bulk PET
waste; their function is often limited to small oligomers.""
Moreover, the activity of PET hydrolysing enzymes can be hin-
dered by by-products from incomplete hydrolysis, specifically
mono(2-hydroxyethyl) terephthalate (MHET) and BHET, which
function as competitive inhibitors of enzymes. The elimin-
ation of MHET and BHET when using enzymes for PET bio-
degradation, without compromising the enzyme’s integrity,
presents significant challenges. These factors highlight the
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Fig. 26 Schematic of the enzymatic recycling process (adapted with
permission.** Copyright 2021, Elsevier).
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importance of acquiring enzymes that are resistant to inhi-
bition by MHET and BHET, either through direct screening or
enzyme modification.’*"'"? Fig. 27 provides a schematic depic-
tion of the PET enzymatic degradation mechanism.

Microbial

PET has the potential to undergo degradation through
microbial metabolism processes, whereby microorganisms
utilise PET as a source of carbon and energy. The schematic
illustration of a microbial recycling process is shown in Fig. 28.
The microbial metabolism process encompasses a wide variety
of mechanisms, including enzymatic hydrolysis, surface
erosion, and intracellular depolymerisation, which collectively
facilitate PET degradation. Several bacterial and fungal species,
including Ideonella sakaiensis and Rhodococcus ruber, can syn-
thesise enzymes such as PETase and MHETase. These enzymes
can catalyse PET hydrolysis, leading to PET depolymerisation
into its constituent components. Surface erosion is an
additional degradation mechanism that occurs when microor-
ganisms engage in the physical breakdown of the surface of
PET. The mechanism of intracellular depolymerisation involves
the internalisation of PET constituents below 600 Da by micro-
organisms, followed by subsequent mineralisation within their
cellular compartments into H,O, CO,, N,, and CH,''""’
Furthermore, it is crucial to emphasise that all microbial pro-
cesses are restricted by scale limitations, necessitating continu-
ous efforts in scaling up to overcome this obstacle."'® Fig. 29
provides a schematic representation elucidating the intricate
mechanism.
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Fig. 27 Schematic representation of the mechanism of PET enzymatic
degradation 113
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Fig. 28 Proposed schematic of the microbial recycling process (based
on provided information in ref. 53).
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Photodegradation

Fig. 30 shows the schematic of an ultraviolet (UV) radiation re-
cycling process. Photodegradation is a unique approach for
plastics recycling that utilises sunlight or UV radiation, with
the assistance of additives or catalysts like titanium dioxide
(TiO,), to induce the disintegration of the molecular compo-
sition of plastic via free radical generation."'”"*° The resultant
smaller constituents can subsequently be employed as a
resource for the production of recycled plastics.'*®">" The
observed surface effects are believed to be linked to the spon-
taneous degradation of polymer chains in plastic caused by
oxidation. As shown in Fig. 31, this degradation process
decreases polymer chain length and molecular weight and
increases functional end groups. Additionally, volatile pro-
ducts are released during this degradation process.''®*>1??

Quaternary recycling

The quaternary recycling route refers to the recovery of energy
from plastic waste.>>>%1%%12> When alternative recycling
routes are neither practical nor affordable, this approach is
often the technique of choice.>® Nevertheless, this route fails
to generate a recycled material suitable for repolymerisation,
thus lacking the ability to contribute to the circular
economy of plastics.> This route is typically achieved through
incineration.

Incineration is a process that involves the combustion of
waste at elevated temperatures, resulting in its conversion into
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Fig. 29 Schematic representation of PET microbial degradation, 9214
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Fig. 30 Proposed schematic of the UV radiation recycling process
(based on provided information in ref. 118, 120, 123 and 124).
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Fig. 31 Schematic representation of the mechanism of PET degra-
dation via UV radiation (R: linear straight-chain alkanes). '8
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residue waste (primarily ash'*®), gases, and the generation of
heat energy. The generated heat energy can be effectively har-
nessed to produce electricity, steam, or heat for a wide range
of applications.'*® Burning waste with the introduction of air
results in significant CO, emissions, as well as a variety of
undesirable gases such as CO, nitrogen oxide (NO,), sulphur
dioxide (SO,), and heavy metals that must be managed.® A
schematic of incineration recycling process is shown in Fig. 32.

Comparison between different valorisation routes

When selecting a PET recycling method, several factors should
be considered, including the quantity and quality of available
PET waste, energy consumption, cost-effectiveness, the effec-
tiveness of the method, its environmental impact, and the
desired quality of the recycled product. A synergistic approach
incorporating a combination of different methods may be uti-
lised to optimise the efficiency of PET recycling.’” Table 1 pro-
vides a summary of significant advantages and disadvantages
of each PET recycling method. In addition, the table provides
context on the applicability of the recycling techniques for
other common plastic types, to provide a broader perspective
into the plastic recycling landscape. Moreover, Table 2 has
been developed to outline various stages of PET recycling pro-
cesses, grouped by feedstock pre-treatment, separation of con-
taminants and unwanted components, purification of
monomer and valuable components, and waste treatment
opportunities. This table sets the stage for the plethora of
opportunities for integration of membrane technology. The
integration of membranes at key stages of PET recycling pro-
cesses not only improves the effectiveness and sustainability of
PET recycling but also provides the opportunity to enhance
resource efficiency, decrease energy consumption, and miti-
gate negative environmental impacts. The selective separation
and purification capabilities of membrane technology provide
an appealing choice for addressing issues related to pre-treat-
ing feedstock, contaminant removal, and monomer purifi-
cation. Moreover, the use of membrane technology presents
exciting ways to tackle waste treatment challenges.
Furthermore, the strategic use of selective membrane pro-
cesses enables accurate targeting of specific components,
hence enabling the recovery of valuable by-products while
reducing the production of additional waste. This not only
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|
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Fig. 32 Schematic of the incineration recycling process (adapted under
terms of the CC-BY license.'®® Copyright 2018, Faculty of Engineering
of Nnamdi Azikiwe University).
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aligns with sustainability goals but also presents economic
opportunities by creating alternative revenue streams.

Navigating the membrane landscape in plastic recycling

To effectively navigate the membrane landscape in plastic re-
cycling, it is essential to have a comprehensive understanding
of membrane applications in this field and closely related
fields. This understanding enables the identification of
approaches for integrating membrane technology into PET re-
cycling. As presented in Table 3, the direct application of mem-
branes in plastic recycling is still very limited, with the
primary focus on the removal of MPs, and their application in
related processes is similarly restricted. However, each mem-
brane process possesses distinctive characteristics that can be
customised to meet the specific recycling requirements. For
instance, it highlights processes targeting plastics such as PE,
PS, and PVC in wastewater treatment (e.g., a Hydrotech
HF2220 disc filter achieves 89.7% removal efficiency™®’), as
well as applications such as the separation of phenolic mono-
mers from depolymerised lignin oil (e.g., a separation factor of
1.09 with NF90 membranes'?®) and the purification of pyrol-
ysis reactor products.’** These applications highlight the
potential for membrane technology to enhance performance
across diverse processes, stages and polymer types. Although
these cases represent only a fraction of membrane technol-
ogy’s potential, they provide promising pathways for enhan-
cing recycling efficiency and sustainability, building on the
valorisation routes. The following sections investigate these
opportunities by analysing the various ways in which mem-
brane technology can be integrated to meet the changing
requirements of sustainable plastic waste management.

Rationale for membrane integration in PET recycling

A comprehensive evaluation of benefits and drawbacks on a
route-by-route basis was conducted to identify the recurring
limitations that eventually govern yield, product quality, and
energy consumption in PET valorisation (Table 1). This com-
parison revealed five route-agnostic challenges: contaminant
and additive removal without quality loss; solvent and
monomer recovery with low thermal duty; gas upgrading in
thermolysis processes; heat recovery between hot and cold
recycle loops; and wastewater treatment that removes micro-
plastics and trace organics at low cost. Membranes are well
suited to tackle these limitations due to their size- and solubi-
lity-based selectivity, combined with near-isothermal oper-
ation, and could simultaneously decrease specific energy and
solvent consumption while enhancing product purity and
yield.

To ensure that this conceptual framework is applicable to
process design, the separations required by each route were
divided into four intervention stages: feed pre-treatment, sep-
aration of contaminants and unwanted components, purifi-
cation of monomers and valuable components, and waste
treatment (Table 2). Therefore, membrane selection is linked
to the specific separation task rather than a general process
unit. This framework enables the integration of membrane
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technology at key points to enhance resource efficiency,
decrease energy consumption, and mitigate environmental
impacts via selective separation and purification. To comp-
lement this, a comprehensive understanding of membrane
options and performance variables can be derived by analysing
a summary of the applications and advancement strategies of
membranes in plastic recycling and closely related areas
(Table 3).

The membrane technology landscape was categorised into
three families aligned with these stages. Conventional fil-
tration was employed where pore/cut-off governs performance;
emerging solution-diffusion processes were implemented
where affinity and volatility dominate; and specialised appli-
cations were used for thermally driven separations, phase-
change mediated product isolation, bioprocess intensification
with selective retention, and membrane-enabled heat inte-
gration. Then, a comparative mapping of process streams to
suitable membrane technologies was established (Table 4),
with a focus on size exclusion, separation targets, material
compatibility, and operational rationale. This table bridges the
route-specific opportunities in Table 2 with mechanism-led
choices and highlights how membranes tackle critical chal-
lenges via staged, hybrid designs.

Perspectives on integrations of membrane technology in PET
recycling

Membrane technology could potentially address a wide range
of applications in PET recycling, including the pre-treatment
of plastic waste feedstock, separation of contaminants, purifi-
cation of valuable components, and waste treatment. PET re-
cycling could involve the application of a number of different
membrane categories, including conventional membrane pro-
cesses, emerging membrane processes, and specialised mem-
brane applications.

Conventional membrane processes

Membrane filtration processes, such as microfiltration (MF),
ultrafiltration (UF), nanofiltration (NF), and reverse osmosis
(RO), utilise membranes to separate particles or solutes based
on their respective sizes and/or affinity for the membrane.
Except for NF and RO membranes, these membranes are cate-
gorised according to pore size and their capacity to retain par-
ticles or solutes of specific dimensions. As shown in Fig. 33,
filtration techniques find crucial applications in PET recycling.
These applications include separating contaminants like dirt,
dust, labels, dyes, pigments, and adhesive residues, and purify-
ing valuable components such as monomers, solvents, cata-
lysts, and various chemicals. Moreover, filtration could be
used to eliminate MP and nanoplastic (NP) pollutants from
waste streams. The efficiency of this approach depends on the
dynamic interaction of various factors. These factors include
the characteristics of the membrane material (e.g., porosity
and surface area), plastic waste variable attributes (including
particle size, shape, and concentration), and operating
conditions, 37166170
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MF membranes feature a pore size ranging from 0.1 to
10 micrometres (um) and are commonly made from a variety
of polymeric materials such as polyethylene (PE), polyvinyli-
dene fluoride (PVDF), polyacrylonitrile (PAN), and PA, as well
as ceramic materials like alumina, zirconia, titania, kaolin,
and mullite."””" MF membranes can show strong potential in
PET recycling, particularly mechanical recycling processes
such as dissolution by efficiently separating contaminants,
including suspended solid impurities such as undissolved
materials, PET additives, and undesired by-products from the
recycling stream. Furthermore, MF membranes can be used in
tertiary recycling processes, such as alcoholysis or methanoly-
sis, to remove MPs, solid impurities, and particulate additives
from the reaction slurry. This application helps reduce waste
stream pollution while improving the purification of valuable
components such as DMT or glycol derivatives. MF mem-
branes primarily operate on size exclusion, where they effec-
tively capture particles in this range while allowing other com-
ponents to pass through for collection. This technique
enhances downstream processing efficiency and reduces
environmental impact by decreasing solid waste generation.
Furthermore, MF has shown efficacy in removing MPs from
waste streams. Pramanik et al. documented an 84.3% removal
efficiency using a commercial PVDF MF membrane with a pore
size of 0.1 pm to remove a combination of PVC, PE, and poly-
ester (PL) particles, averaging 0.74 pym in size, from water.'*?
The removal of PET additives and by-products from tertiary re-
cycling streams using MF membranes becomes increasingly
significant as the complexity of waste feedstock evolves in
modern recycling systems. However, MF membranes are prone
to fouling and clogging due to the accumulation of PET addi-
tives and by-products like plasticisers, which can reduce their
long-term performance. For example, a key challenge in purify-
ing acid-precipitated TPA crystals from the alkaline hydrolysis
process is fouling of the MF membranes. To address these
issues, the development of anti-fouling membrane materials
with hydrophilic coatings or other surface modifications could
improve operational stability, while innovative MF systems
with self-cleaning mechanisms could effectively mitigate clog-
ging. Furthermore, employing materials with higher chemical
and thermal resistance could increase the durability of these
membranes under extreme recycling conditions. Due to the
wide size range of hydrolysis and glycolysis liquors - from very
small molecules like EG (~62 Da; ~0.35 nm) and methanol
(~32 Da; ~0.26 nm), to monomers such as MHET (~194 Da;
~0.65 nm) and BHET (~254 Da; ~0.76 nm), and extending to
oligomers (~500-1000 Da; ~1-1.5 nm) - a staged design incor-
porating tight-UF/loose-NF (~1-3 kDa), NF (~200-500 Da), and
RO (<200 Da) cut-offs can enhance the separation performance
while mitigating fouling.

UF membranes have pore sizes between 0.008-0.2 pm and
are commonly fabricated from PAN, PVDF, polysulfone (PSF),
polyethersulfone (PES), and cellulose acetate (CA).'”> These
polymers are chosen for their chemical resistance, mechanical
strength, and ability to form tight pore structures. These
characteristics make UF membranes effective in processes
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such as glycolysis and hydrolysis, which frequently generate
compounds that contain EG, oligomers, and catalysts. In the
PET recycling process, particularly in tertiary recycling pro-
cesses such as acidic hydrolysis, UF can selectively recover
valuable products such as BHET and remove smaller dissolved
by-products or dispersed organic and inorganic contaminants
such as residual additives and residual oligomers. This is
achieved by separating these components based on the size
exclusion principle, thereby improving the quality and purity
of the recycled PET material. Numerous studies have under-
scored the potential of UF membranes in enhancing separ-
ation efficiency by their effectiveness in removing a wide range
of contaminants."”*"7® Using UF membranes also offers a
promising way to mitigate the environmental impact of plastic
waste treatment by enhancing purification and reducing waste
generation."”” For instance, Alterkaoui et al used a loose
150 kDa PES UF membrane to recover NaOH from industrial
PET-washing streams. The membrane directly treated the
highly alkaline fluid and recovered 98.6% of the NaOH while
operating at only 5 bar, which means offering a low-energy
route to recycle cleaning agents.'’® Additionally, UF mem-
branes can be implemented in enzymatic hydrolysis to concen-
trate enzymes for re-use, thereby enhancing enzymatic
efficiency and reducing process costs. For example, the recov-
ery of the enzyme PETases has been a subject of research in
the past decade. This line of inquiry aims to translate labora-
tory successes in PET microbial degradation into a tangible
real-world impact using membranes."””® Ismail et al. used a
commercial UF membrane to separate enzymes and TPA from
a dissolved organic solution obtained from depolymerisation
of polybutylene adipate-co-terephthalate (PBAT) film."** In
these enzyme loops, UF cut-offs within the 10-100 kDa range
effectively retain PETases/cutinases (~30-50 kDa; ~4-6 nm)
while allowing the passage of small depolymerisation products
such as MHET (~194 Da) or BHET (~254 Da) to the permeate.
This facilitates enzyme recycling without product accumu-
lation. Despite these advancements, UF membranes exhibit
limitations in removing ultra-fine dissolved solutes or nano-
particles and sometimes need high operating pressures, result-
ing in increased energy consumption. Therefore, ongoing
research should focus on refining pore structure precision to
increase separation efficiency while preserving high flux, as
well as on the development of selective membranes capable of
enhancing the retention and recovery of valuable components,
such as PETase enzyme, from depolymerisation processes.
Furthermore, integrating UF with pre-treatment processes like
MF, using membranes with optimized pore sizes, could enable
more precise filtration, reduce fouling, increase efficiency, and
improve the quality of the recovered material.

NF membranes with pore size varying from 0.0008 to
0.01 pm, commonly fabricated from materials such as PA, PS,
PET, and CA,'®® can effectively reject dissolved components
from the PET recycling process such as alkaline or acidic
hydrolysis. Components include residual colours, monomers,
dimers, trimers and low molecular weight oligomers as well as
NPs from waste streams. For example, Severino et al. recently

This journal is © The Royal Society of Chemistry 2025
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demonstrated that a commercial TiO, tubular NF module with
0.9 nm pores (MWCO ~450 Da, 19 channels) could capture PS
NPs with 100% rejection. They concentrated the NPs from
2 mg L' to 100 mg L and reduced the wastewater volume by
a factor of 44.25."* In addition, alkaline hydrolysis produces
compounds such as NaCl, EG, and TPA, which can be effec-
tively separated and recovered using NF membranes. Aside
from the purification of PET components, NF can also play a
vital role in recycling valuable components like catalysts owing
to its pore sizes that are suitable for these components, such
as the transition metal-containing ILs ([Bmim]ZnCl; and
[Bmim],CoCl,) utilised for the PET glycolysis process, which
are known for their high efficiency and mild catalytic con-
ditions."® Employing membrane technology to recover these
IL catalysts is promising, as glycolysis occurs under relatively
mild conditions, allowing for flexibility in selecting appropri-
ate membrane materials. Studies utilising commercial NF
membranes like FilmTec (NF270),'** and Desal DK'® have
demonstrated 70% IL recovery. Particularly for glycolysis
liquors, NF with an effective MWCO of ~200-1000 Da can be
adjusted to retain the BHET monomer (~254 Da; ~0.76 nm)
and strongly its dimers/trimers (~ 500-1000 Da; ~1-1.5 nm)
while allowing ions to pass. This makes tight-UF/loose-NF a
practical boundary for oligomer separation. Other PET-related
solutes are captured by similar NF membranes across pro-
cesses, including DMT from methanolysis (~194 Da;
~0.61 nm), amide derivatives from aminolysis (~250-300 Da;
~0.7-0.9 nm), and aromatic acids formed in thermolysis/pyrol-
ysis, such as benzoic/phthalic species (~122-166 Da;
0.6-0.7 nm). In this range, critical additives are also addressa-
ble. For instance, the phthalate plasticiser DEHP (~390.6 Da;
~0.9 nm) and the azo dye Solvent Red 24 (~380-500 Da;
~1.0-1.2 nm) are efficiently rejected by NF with ~300-1000 Da
and ~300-500 Da cut-offs, respectively. Smaller stabilisers,
such as benzotriazole (~119.1 Da; ~0.5-0.6 nm), are located
near the NF/RO boundary (~200-300 Da), which influences the
selection of the membrane for separation. However, NF mem-
branes often face issues including fouling and scaling from
organic and inorganic contaminants and complex additives.
Additionally, their scalability is hindered by the high capital
expenses associated with high-performance membranes.
Hence, the development of improved fouling-resistant
materials and coatings could substantially extend their operat-
ing lifetime. At the same time, improving NF membranes for
enhanced selectivity and recovery rates of specific PET com-
ponents, such as catalysts, could improve the economic viabi-
lity of recycling processes. Cost-effective manufacturing tech-
niques for the large-scale production of NF membranes, while
maintaining performance, will be essential for their broader
implementation.

RO membranes with pore sizes between 0.0001-0.004 pm,
commonly produced from PA or CA materials, are a promising
technology for treating plastic recycling wastewater produced
during PET recycling processes.'®* It can be particularly ben-
eficial for wastewater streams generated from tertiary recycling
processes, such as aminolysis, ammonolysis, alcoholysis, or

This journal is © The Royal Society of Chemistry 2025
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hydrolysis, as it significantly reduces impurities and dissolved
solids. For instance, while aminolysis is effective at PET re-
cycling, it raises environmental concerns due to amine
waste. T. Fujioka et al. addressed this by proposing a hybrid
ultraviolet RO process tailored to
N-nitrosodimethylamine (NDMA) from aqueous solutions.
In the RO process, PET waste streams pass through mem-
branes at elevated pressure, selectively allowing water to
permeate while retaining smaller impurities, dissolved solids,
salts, monomers, and trace organic contaminants, which
results in purified water of exceptional quality and purity, suit-
able for diverse applications. Moreover, RO could prove valu-
able for treating and purifying plastic recycling wastewater gen-
erated during incineration, aiding in meeting discharge regu-
lations and mitigating environmental impact while concentrat-
ing valuable monomers like TPA and EG. For instance, alkaline
hydrolysis produces a mixture of salts and water that RO mem-
branes can purify, thereby promoting environmental sustain-
ability by decreasing wastewater discharge. The development
of recycling technology significantly contributes to more envir-
onmentally conscious waste management and efficient
resource utilisation practices. Apart from their advantages, RO
systems are energy-intensive due to high-pressure require-
ments. Moreover, the brine produced during RO processes pre-
sents a disposal challenge, and the membranes are prone to
clogging and degradation when exposed to amine waste,
organic materials or viscous by-products. Consequently, future
research can focus on developing low-energy RO membranes
that require reduced operating pressures, hybrid systems with
pre-treatment techniques like UV oxidation to reduce fouling,
and innovative strategies for brine management via valorisa-
tion or advanced disposal techniques. Operationally, RO’s <
200 Da selectivity is well suited to the recovery of solvents and
small molecules across PET routes. This allows for the refining
and recycling of methanol (~32 Da) from methanolysis, EG
(~62 Da) from hydrolysis/glycolysis, and even DMSO (~78 Da)
used in solvent-extraction stages.

remove
185

Emerging membrane processes

Separation processes, including pervaporation (PV), organic
solvent nanofiltration (OSN), and gas separation (GS) are mem-
brane-based processes that have been developed with the
primary objective of effective separation of contaminants, puri-
fication of valuable components from mixtures, such as
liquid-liquid or gas-liquid systems, and catalyst retention.
These separation processes rely on advanced materials and tai-
lored membrane structures to improve separation efficiencies.
The incorporation of novel materials, such as intrinsically
microporous polymers, metal-organic frameworks (MOFs),
and hybrid nanocomposites, can enhance selectivity and
chemical resistance.

PV membranes are commonly made from polymeric
materials including CA, poly(vinyl alcohol) (PVA), polyether-
block-amide (PEBA), polydimethylsiloxane (PDMS), and chito-
san (CS) as well as inorganic materials like zeolite, silica and
silicate, and metal oxides (e.g. y-alumina, titania, zirconia).'®
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Fig. 33 Perspectives on the integration of conventional membrane
processes in PET recycling: illustration of potential component separ-
ations from the outputs of various PET recycling processes.

These membranes operate based on the solution-diffusion
mechanism, where components dissolve into the membrane,
diffuse through it at varying rates, and then evaporate as per-
meation. This mechanism enables the selective separation of
solvents from contaminants according to their volatility and
solubility. Meanwhile, PV membranes operate under moderate
conditions and bypass the thermodynamic vapour-liquid equi-
librium limitations of traditional distillation processes, which
leads to lower energy consumption. These can reduce reliance
on new solvents and decrease total expenses.'®”"'®® Therefore,
PV membranes may have significant importance in PET re-
cycling, as they allow for precise and efficient separation of
contaminants while simultaneously purifying valuable com-
ponents from impurities and by-products with low energy con-
sumption. On the other hand, the use of PV membranes can
also contribute to environmental sustainability by reducing
overall waste volume. For example, as shown in Fig. 34a and b,
PV membranes can excel at recovering valuable solvents like
EG from mixtures with water and other by-products in PET gly-
colysis process, outperforming traditional distillation methods
due to their enhanced selectivity. They can increase the
efficiency of solvent separation, resulting in a substantial
boost in the yield of pure solvent during recycling processes.
PV membranes can also recover high-purity solvents for reuse
in other recycling processes like aminolysis, ammonolysis, and
alcoholysis. Additionally, PV membranes may prove advan-
tageous in regenerating solvents commonly used in dissolving
PET for dissolution recycling process, such as NMP and benzyl
alcohol, owing to their high efficiency and low energy con-
sumption. Furthermore, PV membranes can be integrated into
PET pyrolysis. Catalytic pyrolysis converts a large amount of
the material into valuable products such as benzene.*' PV
membranes could then be employed to purify this benzene by
effectively removing impurities like aldehydes. Despite these
advantages and potential applications, PV membranes face
specific challenges such as membrane fouling and maintain-
ing performance under industrial conditions. These chal-
lenges could potentially be solved by developing new
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materials, such as crosslinked block copolystyrene membranes
with flexible side chains, to ensure consistent performance
throughout long operational times.

OSN, a special form of NF, is typically made from materials
like PSF, PES, PAN, PA, polyimide (PI), and polymers of intrin-
sic microporosity (PIMs)."®® OSN is a membrane-based process
where selective separation of the species present in the solu-
tion is obtained based on their size and relative affinity for the
membrane. Molecules smaller than the so-called MWCO of
the membrane will pass through the membrane, while species
larger than the MWCO are selectively retained. Typical MWCO
values for commercial OSN membranes range from 150 to
1000 Da. This potentially makes them ideal for the selective
recovery of homogeneous catalysts having a large molecular
weight, separation of monomers from oligomers, and organic
solvent recovery. In PET recycling, OSN membranes exhibit
strong potential in the recovery of valuable liquid products
such as in hydrocracking and pyrolysis processes, while simul-
taneously allowing for the effective reuse of solvents in solvoly-
sis processes. For instance, OSN membranes can retain high-
molecular-weight catalysts such as cobalt-based IL or selec-
tively recover important liquid products like C,-Cyq oil frac-
tions or solvents like methanol in methanolysis (see Fig. 34c,
and d). Additionally, OSN has the distinct advantage of low
energy requirements since phase transitions, such as evapor-
ation, are avoided in this separation technique. The absence of
thermal phase transitions also removes the issue of thermal
stress for the recovered catalyst, which is present in other
recovery techniques. This highlights the significant potential
of OSN for catalyst recovery while maintaining its integrity.
Recent studies, such as the work by Wen et al., have demon-
strated effective catalyst recovery using commercial OSN mem-
branes.'®® For aminolysis, ammonolysis and alcoholysis pro-
cesses, OSN could aid in the recovery and recycling of these
catalysts, reducing waste and minimising environmental
impact. Although this study showcased the potential of OSN in
catalyst recovery, it also highlighted challenges such as cata-
Iytic deactivation and membrane fouling. This challenge could
intensify with viscous solutions like depolymerised PET oligo-
mers. Future research should focus on developing more robust
membrane materials and advanced surface chemistries to
minimize fouling and ensure consistent performance in
chemically aggressive, high-viscosity environments often seen
in PET recycling. Also, catalyst recovery work in PET-relevant
catalytic systems is still lacking.

GS membranes are fabricated from a diverse range of
materials, including polymeric membranes such as PIs, PIMs,
and perfluoropolymers; inorganic membranes like zeolites,
silica, MOFs, and carbon molecular sieves (CMSMs); metallic
membranes made from metal alloys; and emerging materials
such as graphene and other two-dimensional (2D)
materials.””" These membranes are highly efficient at selec-
tively separating gas mixtures based on differences in mole-
cular size and membrane affinity.'”> GS membranes allow
specific gas components to preferentially pass through the
membrane, driven by differences in partial pressures. This
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leads to advantages such as low energy consumption, environ-
mental sustainability, and operational simplicity. These
characteristics make GS membranes particularly promising for
PET recycling like pyrolysis or gasification."? In PET pyrolysis
and gasification, the aim is to transform polymer waste into
valuable gas products like syngas and by-products like C;-C,
gases. To meet the required composition to be used in various
technologies such as Fischer-Tropsch synthesis, it is impor-
tant for the syngas to generally have a high concentration of
H, and low quantities of acid gases.**'®® As illustrated in
Fig. 34e and f, GS membranes can be used to enhance the
quality of syngas and decrease downstream processing costs by
adjusting the H,/CO ratio and removing impurities. For
instance, in pyrolysis off-gas, where the primary target species
are C,-C, hydrocarbons (~<100 Da; ~0.5 nm), sub-5 A GS
membranes can selectively sieve CH, and C** from the more
rapidly diffusing H,/CO, thereby enhancing the syngas in the
permeate and concentrating a valuable light-fuel fraction in
the retentate. In addition, GS membranes have the potential to
remove CO, that is produced during biological PET degra-
dation processes by enzymes or microorganisms.'*®'®” For
example, the inclusion of a palladium (Pd) alloy membrane in
the pyrolysis reactor, due to its excellent H, selectivity,
enhances H, recovery in the permeate stream and aids in the
conversion of biochar into gaseous fuels.'®® Additionally, selec-
tive membranes can also be designed to remove N, and CO,
from H, during the gasification process and enrich H, purity.

Filter
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C - DMT

MeOH, EG, phthalate
derivatives nnd alcohols <
1

24

TPA, EG, aldehydes, f
aromatics, ketones,
benzoic acid

C)-Cy gases,
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Fig. 34 Perspectives on the integration of emerging membrane pro-
cesses in PET recycling, showing process and membrane schematics
for: (@ and b) potential application of PV membranes in PET glycolysis
for EG purification; (c and d) application of OSN membranes in PET
methanolysis for methanol recovery; (e and f) use of GS membranes in
PET pyrolysis for selective H, separation (image for b): adapted with per-
mission.*®® Copyright 2023, RSC; image for (d): adapted with per-
mission.’®® Copyright 2024, ACS; image for (f): adapted with per-
mission.2%° Copyright 2013, Elsevier.
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The presence of CH, as a valuable energy resource in syngas
presents another opportunity for its selective purification and
recovery. However, GS membranes experience difficulties in
harsh conditions despite these benefits. High-pressure and
high-temperature gas streams can compromise membrane per-
formance. Therefore, the development of new materials with
improved chemical and thermal stability remains a critical
area for future research.

Specialised membrane applications

Specialised membrane applications refer to membrane appli-
cations that are designed to fulfil distinct and specific pur-
poses. One example is membrane distillation (MD), which is
commonly employed for water treatment and resource concen-
tration processes.'®>**" Another application, the membrane
bioreactor (MBR), combines membrane separation with bio-
logical treatment for efficient plastic recycling wastewater treat-
ment."> Furthermore, membrane heat exchangers (MHES)
excel in heat transfer processes,'®* while membrane crystallisa-
tion (MCr) is specifically employed for crystallisation of solutes
from solutions.'®

Membrane-based vapour separation processes such as MD
are emerging as an effective thermal separation technology.
MD membranes are typically fabricated from polymeric mem-
branes such as PP, PE, PAN, PVDF, PTFE, and PES/PVDF
blends or ceramic membranes like alumina, titania, and
kaolin.?> As shown in Fig. 35a, MD uses hydrophobic mem-
branes to segregate liquid mixtures based on differences in
vapour pressure.’®® In this process, a hot feed solution con-
tacts one side of the membrane, while the other side remains
cold or under vacuum, or swept with a gas. This creates a
vapour pressure gradient that drives the selective transport of
volatile components through the membrane, while non-volatile
compounds remain in the feed. This mechanism allows the
recovery and recycling of solvents used or produced in pro-
cesses such as dissolution, glycolysis, and hydrolysis, substan-
tially reducing the need for fresh solvent and enhancing the
economic and environmental sustainability of recycling pro-
cesses. Moreover, MD has the ability to selectively remove
impurities such as water from recycling stream mixtures,
thereby concentrating valuable components like EG, and
monomers (e.g., TPA). For instance, for example, MD can
recover EG used in the glycolysis process from water or EG pro-
duced during alkaline hydrolysis process from inorganic salts
to facilitate its utilisation in subsequent reactions. It also
shows great promise for concentrating other valuable com-
pounds like catalysts.?** Additionally, MD can offer effective-
ness in concentrating by-products such as sodium sulphate
from acidic or neutral hydrolysis waste streams, thereby redu-
cing waste volume and enhancing economic sustainability. It
can also be used to recover valuable chemicals from off-gas
streams generated during incineration,"*®'®" including tar-
geted recovery of specific chemicals from pyrolysis-produced
condensate oils. This supports a more circular approach to
waste management. Recent advancements in MD have focused
on enhancing membrane materials and system design to
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address issues such as fouling, pore wetting, and energy
efficiency.”’”® For example, incorporating modified additives
into membrane structures has been shown to improve hydro-
phobicity and reduce fouling by lowering surface energy.>*®
Similarly, dual-layer and multi-layer electrospun membranes
with customised pore sizes and surface roughness have
demonstrated enhanced flux and stability.>®” These enhance-
ments make MD membranes appropriate for demanding
plastic recycling applications. However, some challenges
remain, including the development of anti-swelling mem-
branes to maintain stable performance in aqueous systems,
and the design of pore structures that optimise both selectivity
and flux.>°®?% Future studies should focus on the develop-
ment of such membranes and continue to explore materials
that enhance MD performance in plastic recycling.

MBR is an advanced treatment system that combines bio-
logical degradation with MF or UF membrane filtration.>'° It is
typically made from organic materials including such as PVDF,
PES, PP, and PTFE or inorganic materials like ceramics, zirco-
nium dioxide, silica, and silicates.>’* MBR uses a semi-per-
meable porous membrane to separate treated water from
biomass and suspended solids (Fig. 35b). Membrane modules
can be integrated directly into bioreactors to improve contact
between microorganisms or enzymes and target components.
This creates efficient reaction systems with enhanced degra-
dation efficiency.”’> MBR systems offer additional benefits
such as higher effluent quality, better pathogen removal, and
compact design.”’* These developments have resulted in the
widespread use of MBRs in a broad range of applications and
they have become an essential part of modern water treatment
processes.”™ Such systems can be effectively integrated into
plastic recycling processes like PET enzymatic hydrolysis to
separate produced monomers (e.g., TPA, EG) and concentrate
enzymes such as PETases for reuse. MBRs hold promise for
reducing downstream purification needs, lowering capital
costs, and accelerating biological depolymerisation. For
example, Barth et al. integrated a UF membrane into a PET re-
cycling reactor. The continuous removal of inhibitory hydro-
lysis products by the UF membrane increased the efficiency of
biocatalytic hydrolysis of PET by 70% over 24 h compared with
hydrolysis performed in batch mode.'®* Ayafor et al have
recently used an in situ-product-removal dialysis reactor. This
reactor retains LCC-ICCG cutinase while continuously
diffusing TPA, MHET, and protons out of the reaction zone
through a 7 kDa UF cellulose membrane. This system resulted
in a more than two-fold increase in both the overall PET depo-
lymerisation and TPA yield (at 10 mg PET per mL) compared
with a similar batch system that was run for 120 h.'®?
Moreover, optimising antifouling properties, membrane
surface area, and enzyme recycling strategies can further
improve MBR performance, especially in breaking down PET
additives and by-products. Despite the considerable benefits of
MBR technology, it faces obstacles like membrane biofouling,
high maintenance expenses, and the need for regular cleaning,
which limit its long-term economic viability. Therefore, future
research should focus on the development of advanced anti-
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fouling membrane materials, including coatings or surface
modifications that prevent biofilm growth and reduce cleaning
frequency. Moreover, scalable and cost-effective enzyme re-
cycling methods could lower operating expenses and environ-
mental effects, enhancing the feasibility of MBRs for extensive
use in plastic recycling.

MHESs are innovative heat transfer devices that utilise semi-
permeable membranes to enable efficient heat exchange
between two fluid streams while preventing mixing. MHEs are
often made from PVDF, PES, silica, alumina, carbon, and
titanium.' 217217 As illustrated in Fig. 35¢c, these membranes
act as a selective barrier that allows only heat transfer, which
makes MHEs particularly suitable for handling fluids with sig-
nificant temperature differences or those prone to fouling or
corrosion. Therefore, MHEs can offer energy-efficient and
economically viable solutions for the energy optimisation and
thermal integration of plastic recycling processes such as
incineration, pyrolysis, and gasification processes. Indeed, by
recovering heat from high-temperature streams (e.g., flue
gases, syngas, char, and tar), MHEs reduce total energy con-
sumption and enhance process sustainability.'®**'® Recovered
heat can be reused for generating steam or preheating com-
bustion air which contributes to greater system efficiency and
lower operational costs.”*> For instance, MHEs can optimise
syngas production by capturing waste heat. This helps main-
tain optimal reactor temperatures during the gasification
process, thereby reducing overall energy consumption. The
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Fig. 35 Perspectives on the integration of specialised membrane appli-
cations in PET recycling, illustrating membrane schematics for: (a) MD,
(b) MBR, (c) MHE, and (d) MCr (image for a): adapted with permission.??
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Table 4 Comparative mapping of PET recycling process streams to membrane technologies
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et al. reported a commercial ceramic MHE showing a superior
heat recovery rate of 80%, surpassing the conventional stain-
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cleanable-in-place
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less steel heat exchangers,'®® which shows the significant
potential of this membrane process in energy recovery. A
recent study focused on operational parameter optimisation
for ceramic membrane heat exchangers and highlighted the
effect of liquid boundary layers and heat-mass coupling on
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MHE performance.>'® To fully realise the potential of MHESs in
plastic recycling, future studies should focus on enhancing
membrane materials, improving system design (e.g., ceramic-
polymer composite membranes), increasing high-temperature
thermal stability, and maximising heat recovery efficiency.
These developments can significantly improve the perform-
ance and adaptability of MHEs for practical plastic recycling
applications.

MCr is a novel separation technique that employs semi-per-
meable membranes to selectively precipitate solute crystals
from a solution.””® These membranes are commonly fabri-
cated from CA, PVDF, fluoropolymers (such as Teflon AF 2400
and PDMS), MOFs, and 2D materials like graphene.*?***' In
MCr, a solution flows through the membrane, and when the
solute concentration surpasses its saturation limit, crystals
begin to form on the membrane surface. The membrane acts
as a selective barrier that controls mass transfer, allowing
solvent molecules to permeate while retaining solute mole-
cules near the surface to initiate controlled nucleation and
growth (Fig. 35d). This provides an ideal environment for the
formation of high-purity crystals. MCr offers several advan-
tages compared with conventional crystallisation methods
including improved product purity, lower energy consumption,
and reduced environmental impact. It may find practical appli-
cations in PET recycling, such as concentrating sodium sul-
phate, a by-product formed during pH adjustment of reaction
slurries, where it significantly reduces processing costs.>*?
Another potentially valuable application is in the crystallisa-
tion of TPA from acid precipitation of post-PET hydrolysis solu-
tion. Growing TPA crystals to sizes above 1 pm ensures high
product purity and facilitates subsequent separation by MF
membrane.?*® Through the facilitation of high-purity recovery
during the crystallisation stage, MCr can enhance the overall
economic feasibility of PET recycling as well as process
efficiency. However, advances in membrane materials are still
needed to allow finely tuned nucleation and growth kinetics,
essential for achieving crystals with a narrow size distribution
and elevated purity.>*"*** Developing membranes that enable
the exit of large crystals from the membrane surface while
retaining the nucleation seeds is a promising strategy to over-
come the bottleneck in MCr systems.*** Continued exploration
of these attributes is vital for expanding the applications and
efficiency of membrane crystallisation, especially in PET
recycling.

Possible advancing membrane performance strategies in PET
recycling

Through ongoing research and development, the advancement
of membrane technology is pushing the limits of what is poss-
ible. Researchers in both scientific and engineering commu-
nities are examining novel materials, surface modifications,
and manufacturing procedures to improve performance as
well as membrane durability through various strategies. These
efforts include material enhancement through the use of
MMMs and process integration via the implementation of
HMSs in the pursuit of advancing PET recycling.*®> On the
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other hand, with the global shift towards a more circular and
sustainable trajectory, there is also a growing need to advance
membrane performance strategies in PET recycling.””” These
strategies are not only applicable to single-type plastic waste
streams but are also highly adaptable to complex mixed plastic
waste which often contains polymers with diverse chemical
and physical properties.”*®**° By addressing this variability,
advanced membranes can greatly improve process flexibility
and separation performance.

However, the utilisation of MMMs and implementation of
HMSs also present several challenges. The design, optimi-
sation, and integration of these systems require careful engin-
eering and extensive testing to achieve desired performance
improvements.**® Furthermore, the fabrication of MMMs and
HMSs can often involve higher costs compared with conven-
tional membranes. In the long term, the benefits of MMMs
and HMSs such as increased selectivity, extended operational
lifespan, and improved resistance to fouling may outweigh the
initial investment concerns and technical barriers. Therefore,
continued innovation in membrane materials, fabrication
methods, and system design is crucial to overcoming current
limitations and making advanced membranes a practical and
competitive option for PET and broader plastic recycling
applications.

Mixed matrix membranes (MMMs)

As part of the ongoing efforts to enhance membrane function-
ality in PET recycling processes, MMMs can be considered a
promising solution to the limitations of conventional poly-
meric/ceramic membranes.’>® MMMs combine conventional
membranes (Fig. 36a) with a diverse range of nanofillers such
as nanoparticles, porous frameworks, and carbon-based
materials, into a unified membrane structure (Fig. 36b).
Common polymer matrices include PVDF,**' polyether sulfone
(PES),**> PSF,*** CA,»* PAN,*”*® and PIL>*® while ceramic
matrices often consist of alumina,*®’ zirconia,>*® titania,**’
and silicon carbide.>*® Common nanofillers include zeo-
lites,>*' carbon molecular sieves,>*> activated carbons,**?
mesoporous materials,>** graphene oxide (GO),>*> carbon
nanotubes  (CNTs),**® and metal-organic frameworks
(MOFs).**” The integration of these advanced materials
enhances membrane performance and properties by lever-
aging both the individual strengths and synergistic inter-
actions of the components.**®**® In the recycling of PET,
MMMs improve separation by combining free-volume tuning
and diffusion-path tortuosity which are determined by the
size, shape, and loading of the filler, with specific sorption on
the filler and reduced solvent swelling of the polymer matrix.
The size-sieving distribution is tightened and the matrix is
stiffened by rigid porous domains, such as ZIF-8, UiO-66-NH,,
silica, and GO/CNTs. This preserves the effective cut-off in sol-
vents like MeOH, EG, and NMP, as well as at high tempera-
tures. Aromatic and hydrogen-bonding surfaces facilitate solu-
tion-diffusion selectivity for EG, DMT, BHET, MHET, phtha-
lates, and azo dyes, while -COOH/-NH2 groups enable
Donnan exclusion of ionic species generated during hydrolysis.

This journal is © The Royal Society of Chemistry 2025
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Fig. 36 Strategies to enhance membrane performance in PET recycling
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enriching cascade. (Images for a and b): adapted with permission.?”®
Copyright 2023, Elsevier; (images for ¢ and d): adapted with per-
mission.?’# Copyright 2019, IWA Publishing.

Robust polymer—filler adhesion by silanes or ligand exchange
prevents non-selective voids, so transforming the interphase
into a high-resistance, selective pathway.

There are numerous potential advantages associated with
using MMMs in the PET recycling process. Primarily, these
membranes have the potential to greatly enhance separation
efficiency and selectivity. The integration of advanced
materials possessing targeted permeation properties facilitates
enhanced separation of contaminants, purification of valuable
components and waste treatment.”>® Furthermore, the colla-
borative impact of the polymeric or ceramic matrix and the
nanofillers amplifies the overall separation process, resulting
in high-quality products associated with PET recycling.
Moreover, MMMs effectively tackle various obstacles associated
with fouling, chemical degradation, and mechanical stresses.
Through surface modification methods or the introduction of
antifouling agents such as silver nanoparticles or hydrophilic
coatings, MMMs can significantly reduce fouling and extend
operational lifetime. The incorporation of robust nanofillers
alongside conventional polymer or ceramic membranes also
contributes to enhanced mechanical strength and resilience,
thereby rendering the membranes more resistant to deterio-
ration and degradation throughout the recycling processes.>"
These enhancements are especially beneficial for the separ-
ation and purification of oligomers, where conventional mem-
branes often face performance and stability challenges. For
instance, integration of ZIF-8 and GO into MMMs has been
shown to increase flux while maintaining high selectivity and
improving both mechanical and chemical stability.”>> One
additional benefit of MMMs relates to their inherent versatility
and adaptability. Researchers are afforded the opportunity to
conduct experiments involving diverse combinations of
materials, pore sizes, and surface modifications, thereby custo-
mising membranes to accommodate the particular compo-
sition of feeds and meet the expected result specifications.>
For example, Dmitrenko et al. synthesised a MMM using poly
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(2,6-dimethyl-1,4-phenylene oxide) (PPO) polymer and GO
nanoparticles supported on fluoroplast F42L as a fluoropoly-
mer substrate for PV dehydration of EG (10-30 wt% water).
Introducing GO into the PPO matrix resulted in a high per-
meation flux (180-230 g m™> h™') along with high selectivity
(99.8-99.6 wt% water in the permeate)."*® This example high-
lights how MMMs can be precisely engineered to meet the
needs of specific plastic recycling scenarios such as EG de-
hydration in PET glycolysis. These chemistries translate
directly to performance in key PET streams. In glycolysis
liquors, PI/PES OSN MMMs incorporating ZIF-8 or UiO-66-NH,
exhibit resistance to EG-induced swelling, effectively reject
BHET dimers/trimers through a combination of size exclusion
and affinity, while retaining bulky IL/cobalt catalysts and allow-
ing BHET monomer and/or EG permeation to reduce thermal
duty compared with distillation. In dissolution decolorisation,
GO-MMMs with solvent-resistant PI/PES/PIM backbones
prevent the passage of aromatic dyes and plasticizers, thereby
minimising organic fouling. In EG dehydration and solvent
recovery, lamellar GO or zeolitic fillers within hydrophilic
matrices enhance water absorption and diffusivity while inhi-
biting EG, aligning with the PPO/GO pervaporation results. In
pyrolysis oil treatment, amine-functional silica/MOF MMMs
embedded in organophilic matrices complex with acidic
species and stabilise the cut-off in aromatic-rich feeds.
Hydrophilic or zwitterionic surfaces decrease the adsorption of
TPA crystals, oligomers, and dyes; fluorinated low-energy sur-
faces inhibit the adhesion of viscous organics; and a negative
zeta potential repels terephthalate at neutral to alkaline pH,
hence maintaining flow and rejection in hydrolysis loops.

However, achieving these advantages depends heavily on
the compatibility and dispersion of the nanofillers within the
matrix. Weak interfacial adhesion or poor dispersion can
cause a significant decrease in MMMs’ performance.>*%2°4233
This highlights the careful selection of MMMs’ components
based on compatibility and dispersion along with target
species’ properties, operating conditions, suitable separation
performance, and long-term stability requirements.>*®
Furthermore, long-term performance evaluation under real
operating conditions is crucial to assess fouling resistance and
maintenance requirements.>®” These factors continue to
present substantial challenges for MMM application in PET re-
cycling. Accordingly, implementing strategies that improve the
adhesion between polymers and fillers (e.g., ligand-exchange
anchoring or silane coupling) is crucial to eliminate interfacial
voids and transform the interphase into a selective, high-resis-
tance path that can withstand high temperatures in EG,
MeOH, and NMP exposure. To address these challenges, future
research should focus on deepening the understanding of
structure—-property relationships and systematically optimising
material combinations to ensure stable, high-performance
operation tailored to the specific demands of PET recycling
processes.

Beyond single-type plastic recycling, MMMs hold significant
promise for processing mixed plastic waste streams due to
their tunable chemical functionality and pore structure which

Green Chem., 2025, 27,12115-12150 | 12141


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5gc03012a

Open Access Article. Published on 22 settembre 2025. Downloaded on 29/10/2025 23:03:04.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Perspective

allow selective interactions with specific polymer components.
This customised selectivity enhances separation performance
in complex waste mixtures, addressing the limitations of tra-
ditional membranes in achieving high purity levels.>*®**° For
example, in a plastic waste mixture containing both hydro-
phobic and hydrophilic polymers, MMMs can be engineered
to selectively interact with one component over the other and
enable more precise fractionation.>®® These selective inter-
actions not only enhance the purity of recovered materials but
also improve the overall efficiency of the recycling process.
Therefore, MMMs are possible solutions in the management
of mixed plastic waste with the potential to enhance sustain-
ability outcomes and offer performance flexibility.

Hybrid membrane systems (HMSs)

Another promising strategy for enhancing membrane function-
ality in PET recycling processes is the implementation of
HMSs. The primary objective of HMSs is to leverage the dis-
tinct advantages resulting from two or more different mem-
brane processes with distinct separation mechanisms into a
single, integrated system.”®® The implementation of this com-
bination creates a multifunctional system that effectively
tackles complex separation or purification applications as well
as creates more adaptability to varying stream compositions to
achieve higher overall efficiency (Fig. 36c and d).>°°%* The
HMS’s performance is significantly affected by the physico-
chemical properties of the chosen membranes. The choice of
materials usually corresponds to these physicochemical pro-
perties and specific processes being integrated and their
associated separation mechanisms.?®? Similar to MMMs, the
selection process must account for target species properties,
operational conditions, mechanical stability, and desired sep-
aration efficiency.>®* HMSs in PET recycling operate by sequen-
cing complementary transport mechanisms, ensuring that
each step conditions the next one and enhances selectivity
under real feed conditions. During dissolution and glycolysis,
MF or UF initially removes labels, fines, TPA crystals, and oli-
gomers to reduce organic fouling and stabilise the OSN cut-off
in NMP or EG. The subsequent OSN process then conducts
affinity-aided molecular-weight fractionation by rejecting
BHET dimers and trimers as well as dyes and plasticisers
while allowing the passage of BHET monomers and/or EG or
solvent, which extends cycle length and facilitates closed
solvent loops. In enzymolysis, a UF enzyme loop within the
10-100 kDa range keeps PETase/cutinase at 30-50 kDa while
constantly removing MHET, BHET, and TPA to mitigate
product inhibition and enhance hydrolysis, with downstream
NF/RO to meet water and EG reuse or discharge standards. In
methanolysis and glycolysis, the combination of OSN for
homogeneous-catalyst retention with MD or PV for methanol
or EG recovery maintains catalyst activity and eliminates reboi-
ler duty in contrast to distillation. In thermolysis and gasifica-
tion, H,-selective gas separation using CMS/PIM/zeolite or Pd-
alloy membranes enhances syngas, while a MHE recovers sen-
sible heat from off-gas or char to heat feeds or power MD/PV,
therefore diminishing site energy intensity.
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The combination of multiple membrane processes within a
hybrid system can present numerous benefits in the context of
PET recycling. Firstly, it enables the simultaneous benefit of
complementary separation mechanisms. For example, a par-
ticular membrane process may demonstrate superior size-
based separation, whereas another process may exhibit greater
adsorptive separation.”®® By combining these processes, the
hybrid system may exhibit enhanced separation efficiency and
selectivity relative to the utilisation of a solitary membrane.
This improvement is particularly beneficial for PET recycling
applications, such as oligomer separation, leading to
enhanced fractionation and higher product purity. In addition,
HMSs offer increased adaptability in customising varying com-
positions. Indeed, hybrid membranes facilitate the customisa-
tion of systems to address the specific challenges presented by
various feed sources.’”®?%> Hence, as the streams of PET re-
cycling may exhibit variability with regard to the presence of
contaminants, distribution of molecular weights, and various
other characteristics, the ability to adapt enables the achieve-
ment of consistent performance across a wide range of compo-
sitions, thereby enhancing the overall reliability of the process.
Moreover, HMSs have the capability to effectively address
fouling and membrane long-term stability concerns as well.
Fouling is a prevalent issue encountered in membrane-based
processes. This phenomenon has the potential to diminish the
overall efficiency and effectiveness of such processes as time
progresses. Hybrid systems can mitigate fouling rates or miti-
gate the severity of fouling by leveraging the synergistic effects
of various separation mechanisms.'”>?%® This leads to an
extended lifespan of the membrane and a reduction in energy
and maintenance demands of downstream operations such as
waste treatment.”®” Across these systems, practical design rules
establish a connection between chemistry and metrics. These
rules include matching the cut-off to the EG-BHET and
MeOH-DMT gaps and utilising n—r, H-bonding, and acid-base
interactions to increase marginal molecular-weight differences;
selecting solvent-resistant matrices, such as ceramics or PI/
PES/PIM, or crosslink PA to reduce the swelling of MeOH/EG/
NMP; utilizing the charge to achieve Donnan exclusion of tere-
phthalate and IL/catalyst anions; applying zwitterionic or
fluorinated antifouling coatings and removing foulants up
front with MF/UF; and closing loops with OSN/MD/PV for
solvent, UF for enzyme, and MCr plus MF for TPA crystals.

For instance, Cassano et al. addressed the issue of fouling
by proposing a HMS that combines UF and NF processes. The
main objective of this new approach was to reduce fouling by
simultaneously tackling the accumulation of organic and in-
organic scale within the system. Additionally, this approach
has the opportunity to eliminate contaminants or enhance the
purification of valuable components with greater potential.
This approach exhibits the potential to improve the effective-
ness and durability of the HMS. This is supported by the
observed decrease in fouling, which was attributed to the
removal of suspended solids and fat substances by the UF
process. Furthermore, the NF process successfully recovered
and concentrated chromium, resulting in a final concentration
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of approximately 10 g L".>°® Moreover, Cai et al. performed a
study to assess the effectiveness of a HMS in filtering MPs in a
full-scale wastewater treatment plant. The HMS consisted of an
MBR, UF as a pre-treatment for RO, and the RO process itself.
MP concentrations decreased significantly, with a reduction of
93.2% after MBR treatment and a decrease to 98.0% after RO
treatment. The results highlight the advantages of incorporat-
ing HMSs into coastal wastewater treatment plants, as they
successfully mitigate MP pollution in marine ecosystems while
simultaneously recycling wastewater into reusable water
resources. This dual capability helps reduce ocean pollution
and tackle water shortage concerns.'®® As highlighted in these
studies, HMSs not only improve the overall performance of
membrane systems but also contribute to the environmental
sustainability of various processes such as PET recycling.
However, achieving these advantages in the context of plastic
recycling faces some challenges. The integration of multiple
membrane processes in HMSs introduces engineering com-
plexities that can result in high initial investment and oper-
ational costs. Furthermore, the performance that has been
demonstrated in laboratory-scale studies may not be directly
applicable to pilot or industrial-scale applications, particularly
when applied to the diverse and variable feedstocks that are
standard in PET recycling. Therefore, future research should
focus on systematic approaches for optimising HMS inte-
gration specifically within PET recycling systems to address
these limitations. This will ensure that the HMSs provide scal-
able, efficient, and consistent performance in PET recycling
environments.

In addition to PET recycling, HMSs offer a strategic solution
for managing the complexities of mixed plastic waste. HMSs
can leverage a variety of membrane processes, each optimised
to separate specific contaminants or polymer types. These
membranes can be customised and selected based on the
required separation performance, and the characteristics of
the mixed polymer waste.>***%° For example, MF can remove
large contaminants, while NF can selectively separate com-
ponents based on differences in molecular size, charge, or
solubility.>’®?”! This hybrid configuration enhances both the
efficiency and effectiveness of the recycling process.>”>
Therefore, by optimising the configuration and combination
of these membranes, HMSs can significantly improve the
recovery rates and purity of recycled materials. As such, HMSs
represent a powerful tool for advancing sustainable and scal-
able management of mixed plastic waste.

Challenges and limitations

The emergence of membrane technology in PET recycling has
shown promise for enhancing the process’s efficiency and sus-
tainability. However, that promise is constrained by a set of
difficulties that must be overcome before membranes can be
implemented at scale to deliver consistent performance. A
central difficulty results from three interconnected technical
limitations: feed heterogeneity, fouling/wetting, and materials
stability. Post-consumer streams exhibit significant variability
in grade, colourants, labels, adhesives, fillers, and legacy addi-
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tives. As a result, systems designed for homogeneous streams
tend to underperform with real mixtures, resulting in fluctuat-
ing selectivity and inconsistent quality of recycled products.
This variability also intensifies fouling caused by oligomers,
plasticisers, dyes, fines, salts, biofilms, and TPA crystals,
which leads to flux decline and pore wetting that compromises
separation. Simultaneously, aggressive chemicals (e.g., metha-
nol, EG, NMP, amines, acids/bases) and high temperatures can
swell or hydrolyse membranes and seals, thus shifting the
effective cut-off and shortening membrane lifetime. These con-
siderations create the primary performance trade-off: tighter
cut-offs are required to separate monomers from oligomers or
maintain homogeneous catalysts. However, tighter membranes
reduce permeation and are more sensitive to swelling and
temperature variations. Practical options to overcome these
limitations include robust MF/UF pre-treatment and in-line
analytics for feed stabilisation, solvent-resistant materials,
fouling-resistant surfaces, hybrid systems that stage condition-
ing and recovery (e.g., MF/UF — OSN or NF/RO), and targeted
solvent/monomer recovery via PV or MD. Finally, their effec-
tiveness must be verified on real depolymerisates rather than
synthetic laboratory feeds.

In addition, implementation is further limited by scale-up,
residual management, and the quality of decision evidence for
investment. Modules that operate efficiently in laboratory cells
may not perform as well in plants due to maldistribution, non-
ideal hydrodynamics, and maintenance logistics. Moreover,
without simple monitoring procedures and soft sensors,
fouling can escalate into unplanned downtime. Membrane
processes also concentrate contaminants and hence produce
brines, neutralisation salts (e.g., Na,SO,), and catalyst-rich resi-
dues. These cause costly streams with regulatory implications
unless paired with recovery methods such as MCr for salts and
closed-loop solvent/catalyst recycling. Finally, techno-economic
analyses (TEA) and life-cycle assessments (LCA) often lack
comparability due to omitting membrane replacement, clean-
ing agents, off-spec penalties, or using inconsistent system
boundaries, while the field still lacks standardised protocols
for feeds, modules, and key performance indicators. A viable
path to scale couples modular skids and energy integration
(e.g., MHX) with harmonised TEA/LCA frameworks, routine
reporting of flux, rejection, recovery, cleaning energy, and
module lifetime, alongside open pilot datasets on real
materials recovery facility feeds. Standardised challenge cock-
tails, defined test geometries, and periodic marker-solute cali-
bration enable direct comparisons and accelerate the develop-
ment of deployable membrane systems for PET recycling.

Outlook and future opportunities

The outlook for membrane technology in PET recycling is
promising, offering substantial opportunities to significantly
improve the plastics recycling industry’s sustainability. As
membrane technology advances, it will become more efficient
and cost-effective, making it a more financially feasible option
for PET recycling and potentially a game-changer for the re-
cycling industry as a whole. Membrane technology is already
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in minor use at a number of PET recycling plants around the
world, and its widespread implementation is anticipated as
more and more businesses see the value in this technology.
Although membrane technology has been successfully applied
to some limited sections of PET recycling processes, there are
still challenges and limitations to overcome and areas for
developmental improvement to unlock the full potential of
membrane technology. For instance, researchers are investi-
gating the possibility of creating novel membrane materials
and coatings that are more resistant to fouling. Moreover,
efforts are being made to develop more durable membrane
materials that can withstand conditions such as harsh chemi-
cals, and high temperatures and pressures. Researchers are
also working to develop membrane processes that use less
energy and are exploring the incorporation of solar power and
other renewable energy sources. Furthermore, researchers are
exploring a range of strategies to advance membrane perform-
ance in PET recycling, focusing on materials and engineering
aspects. One potentially effective approach is the use of MMMs
to improve materials characteristics. Another promising
avenue is the implementation of HMSs to improve the overall
efficiency of membrane processes. Finally, predictive models
are currently being developed by researchers to aid in scaling
up. Continuous investment and research in membrane techno-
logy for plastic recycling in the future can significantly contrib-
ute to the reduction of plastic pollution and the promotion of
a circular economy. This has the potential to break down
diverse plastic mixtures, separate contaminants, purify valu-
able components and waste treatment, and eventually revolu-
tionise the field of plastic recycling towards a more environ-
mentally friendly future.

Conclusions

Membrane technology has the potential to transform the
plastic recycling industry by directly addressing the challenges
of recycling complex plastic streams like PET, which have not
been fully explored in the existing literature. PET is a com-
monly used plastic material, known for its outstanding dura-
bility and versatility. Therefore, PET recycling is an integral
component of sustainable plastic management, with the
primary objective of mitigating environmental consequences
via reuse of PET materials. The integration of membrane
technology into PET recycling processes has opened new
avenues for the recycling industry to improve its effectiveness
and sustainability. There is optimism that membrane techno-
logies can enhance purification and separation in the PET re-
cycling process, resulting in higher-quality value-adding pro-
ducts suitable for a variety of applications. Moreover, mem-
brane technology has the potential to reduce the amount of
energy and resources needed for the recycling process, making
it an economically and environmentally feasible option. Of
course, membrane technology could also be exploited in a
similar capacity to enhance recycling of other plastics.
Anticipated advances in membrane technology for plastic re-
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cycling represent a significant step toward a more circular
economy as the need for environmentally friendly goods
grows.
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