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Abstract: In line with efforts to create a circular economy of plastics, recent EU legislation is
strengthening plastic bottle recycling by ambitious separate collection targets and mandatory recycled
content obligations. Furthermore, explicit design requirements on the caps of bottles and composite
beverage packaging have been introduced. These caps are typically made of polyethylene or
polypropylene and often contain additives such as slip agents and anti-statics. Commercially
available bottle cap recyclates (BCRs) as well as specifically formulated model compounds were
analyzed in terms of composition by means of infrared spectroscopy, differential scanning calorimetry,
and high-performance liquid chromatography. Their composition was found to be heterogeneous
due to polyolefin cross-contamination, directly reflecting the diversity of cap materials present in the
market. Slip agent legacy additives originating from the initial use phase were found and quantified
in both commercial and model cap recyclates. This highlights the opportunity for redesigning plastic
bottle caps not only in response to regulatory requirements, but to pursue a more comprehensive
strategy of product design for circularity. By including considerations of polymer resin and additive
choice in cap manufacturing, more homogeneous waste streams could be derived from plastic bottle
cap recycling, enabling recycling into more demanding and valuable applications.

Keywords: circular economy; design for circularity; EU policy; legacy additives; mechanical recycling;
plastic bottle cap; polyethylene; polypropylene; single-use plastics directive; slip agent

1. Introduction

1.1. Changing Policies and Regulatory Requirements Affecting Plastic Bottles and Their Caps

The concept of a circular economy of plastics is quickly gathering momentum [1-4] as our
understanding of national [5,6], regional [7], and global [8,9] plastics flows and stocks, as well as the
associated environmental burdens [10,11], is evolving. Plastic packaging in particular [3,5] is in the
focus when it comes to addressing the transition from linearity to circularity. Packaging is both the
main application field for single-use plastics [12] and the biggest group among different post-consumer
plastic waste fractions [5,13].

Plastic bottles made of polyethylene terephthalate (PET) are a good example of well-defined
post-consumer plastic waste streams that are suitable for high-quality mechanical recycling [14].
The recycling schemes and processes for PET bottles have evolved to very high standards that allow
for post-consumer recyclates to be reintroduced into new food contact applications [15]. Year by
year, humans produce several hundred billion plastic bottles [16]. As long as appropriate collection
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schemes are in place, these bottles can be closed-loop recycled into new bottles (bottle-to-bottle) [15].
Besides that, bottles may be open-loop recycled into the textile industry (bottle-to-fiber) [17] or into
thermoforming sheet products (bottle-to-sheet) [18]. Therefore, while a number of recycling paths
exist for PET bottles, there seems to be no high-value reutilization path for the bottle caps, which are
separated from the PET during recycling (see Figure 1).
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Figure 1. The plastic bottle, its characteristics with relevance to recycling, and potential recycling paths

(own illustration).

The caps, however, represent a growing waste stream and too often they find their way into the
environment [19]. Growth forecasts for major packed beverage sectors such as bottled water [19]
and specifically for plastic bottle caps [20,21] have been vital in pre-COVID-19 times and it seems
reasonable to assume that the material volumes are set to further increase [22,23].

Most recent EU legislation on single-use plastics laid down in Directive (EU) 2019/904 [24] is going
to target this segment by demanding that caps and lids of both beverage bottles and composite beverage
packaging will be subject to product requirements (Article 6), extended producer responsibility (Article
8 paragraph 2), and awareness raising measures (Article 10) in future. Additionally, there will be a
requirement for separate collection for recycling (Article 9) of plastic beverage bottles including their
caps and lids. The separate collection target for beverage bottles is 77% by 2025 and 90% by 2029 [24].
The foreseen product requirements demand that caps and lids remain attached to the container during
usage in order to avoid littering. All bottle cap manufacturers are hence confronted with the need to
redesign their caps, if they are to be marketed in the EU. In view of the juxtaposition of more stringent
requirements on material circularity on the one hand and quite impactful product design requirements
for caps on the other hand, attention needs to be devoted to understanding the current system. Ideally,
harvesting the potential benefits of increased bottle cap recycling will become a reality in the near
future by making clever adjustments that combine legislatively required changes with a viewpoint of
design for circularity.

The literature provides a number of examples of reuse and repurposing approaches for plastic
bottles and their components. Bottles with their caps on have been investigated for their suitability as
alternative building materials in the construction sector [25-27]. Post-consumer plastic bottle caps have
been suggested to function as core elements in aluminum-plastics composite sandwich structures [28].
Other small- and large-scale repurposing strategies included the handcrafting of molecular models
for chemistry teaching purposes out of used caps [29,30] and the utilization of caps as an alternative
combustion fuel to low-quality lignite [31], respectively.
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While downcycling, cascaded use, and repurposing can definitely have their justification, especially
when regionally specific circumstances have to be considered, a generally more sustainable way to
circulate end-of-life bottle caps is likely found in conventional mechanical recycling.

1.2. Characteristics of Plastic Bottle Cap Materials

Polymer resins specifically intended for beverage bottle caps and closures can be found in the
product portfolios of most polyolefin producers. As an incomplete yet illustrative example, a survey of
the relevant marketing documents and resin selection guides available from the websites of Borealis,
Braskem, Dow, INEOS, LyondellBasell, SABIC, and TOTAL was used to create the overview depicted
in the upper part of Figure 2. The material diversity in the caps and closure universe is huge, even
if only caps for beverage containers are considered and closures for chemicals and detergent bottles
or personal care products are excluded. Both high-density polyethylene (PE-HD) and different types
of polypropylene (PP) homo- and copolymers are used to make screw caps for beverage containers.
A tendency towards PE-HD as the material of choice for caps of pressurized beverages such as sparkling
mineral water and carbonated soft drinks (CSD) can be observed [32,33]. However, the spectrum of
melt flow rate (MFR) values—a very common measure to characterize thermoplastic polymers such
as PE and PP—covers more than two orders of magnitude. MFR values may range from as low as
0.3 g/10 min for high-molecular weight PE-HD grades designed for lightweight caps withstanding the
highest pressure levels up to about 30 g/10 min for caps of dairy products or general purpose PE-HD
caps. For PP caps, the range extends to well above 50 g/10 min for highly rigid caps that are suitable
for high-speed injection molding and fast cycle production.
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Figure 2. Typical range of melt flow rate (MFR) values for PE-HD and PP resins for different

plastic bottle cap applications and illustration of chemical structures of common slip agent additives
(own illustration).

Depending on the targeted application, a number of additives are commonly employed to tailor
the properties of polyolefin cap resins. These additives include processing and thermal stabilizers such
as phosphites. Antioxidants such as sterically hindered phenolic compounds provide for stabilization
during service life. Typically, blends of both processing and service life stabilizers are used. Occasionally,
UV light stabilizers might be incorporated too. These protect the polymer itself as well as light-sensitive
additives from degradation through sunlight. This can be necessary when caps are intended for
outdoor applications (e.g., sports beverages) or when the regional climate demands it. All of these
stabilizing additives are intrinsic components of the neat resin and they are usually not specifically
mentioned in data sheets.
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In addition to basic stabilizer formulations, other functional additives may be used to further
adjust the cap properties. In the case of PP caps, typical functional additives include nucleating agents.
These are substances that promote the formation of nuclei from which faster, more uniform, and more
complete crystallization of the polymer can take place [34,35]. Macroscopically, this results in faster
production cycles and improved mechanical performance of PP. Anti-statics are another commonly
incorporated functional additive in PP cap resins. These are substances that act on the surface of
molded parts where they optimize demolding behavior and enhance storage and handling properties
due to reduced electrostatic loading and dust attraction [34,35].

Finally, slip agents are very common additives in both PP and PE cap resins. In the case of PE
caps, slip agents are actually the prime functional additive to be used beyond the obligatory stabilizers.
On the level of additive composition, slip agents are a common feature of many bottle caps, regardless
of their base polymer being PE or PP. For this reason, the fate of slip agents is of particular relevance to
plastic bottle cap recycling.

Slip agents are slip-promoting additives that are incorporated to tailor service-related properties
of the caps such as the opening torque which plays an important role not only for consumer
comfort but also for the sealing performance [35-37]. Very common slip agents for polyolefins
are behenamide (docosanamide, C;,Hy5NO), erucamide (cis-13-docosenamide, CyHy3NO), and
oleamide (cis-9-octadecenamide, C1gH35INO) as well as stearamide (octadecanamide, C1gH37NO).
These compounds belong to the group of primary fatty acid amides that are characterized by a
hydrocarbon tail linked to an amide group forming the hydrophilic head of the molecule (see Figure 2).
While behenamide and stearamide comprise a fully saturated hydrocarbon tail, erucamide and oleamide
both contain a carbon—carbon double in cis-configuration. They are hence mono-unsaturated molecules.

Behenamide, erucamide, oleamide, and stearamide are all part of the Union list of authorized
plastics additives and none of these compounds are subject to specific migration limits according
to EU regulation No 10/2011 of 14 January 2011 on plastic materials and articles intended to come
into contact with food [38]. Among these four compounds, erucamide is the most commonly used
slip-promoting additive used for plastic bottle caps [37]. However, due to its double bond, erucamide
is more susceptible to oxidation and chemical degradation upon exposure to climate-related stresses
such as elevated temperature and UV light or contact with ozone which is used for drinking water
sterilization in some parts of the world [39,40]. The degradation products of erucamide as well as those
of contaminants potentially present in commercial standard-quality erucamide have been associated
with off-odor and off-taste issues in bottled water [39,41]. For this reason, other slip-promoting
additives with a saturated chemical structure, e.g., behenamide, are being used besides erucamide [42].
Typical slip agent concentrations in PE-HD bottle caps have been reported at 2000 ppm [36].

Obviously, colorants and pigments are another important group of additives in plastic bottle caps,
as in most other plastic products. However, coloration is a separate processing step that is typically not
performed by the resin manufacturer. Color master batches are added to the polymer resins by other
members of the bottle cap value chain such as a plastics converter or the brand owner.

In short, contrary to the situation of the PET bottle body, it can be argued that there seems to be a
material complexity issue [43] with the caps of these bottles. Besides the difference in waste stream
magnitude (a typical screw cap of a PET bottle may have a mass of 2 to 3 g, very roughly about a tenth
of the respective bottle body), this material’s complexity is an additional obstacle hindering effective
high-quality recycling of screw caps.

It remains in doubt which applications could best be targeted by bottle cap recyclates (BCRs) to
fully exploit their theoretical performance profile. Further, it is not clear what the fate of additives such
as slip agents that are typically used in bottle caps might be. Are they going to end up in new products
like extruded profiles, non-pressure pipes, or even bottle caps with recycled content (see Figure 1)?

Studies of the fate of additives during recycling and the potential impacts of so-called legacy
additives in products with recycled content are mostly focused on chemical compounds that pose
a certain level of risk to human and/or environmental health. The compounds are either subject
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to specific regulations and restrictions (RoHS, REACH, food-contact approval, etc.) or they can be
classified as substances of concern (SOC), substances of high concern (SHC), or substances of very high
concern (SVHC). For an effective circular economy of plastics that produces and circulates high-quality
plastic products with recycled content, however, it will be necessary to consider not only the fate of
potentially harmful substances. Understanding the fate of typical functional additives that are used to
tailor and tune properties such as in the case of slip agents in plastic bottle caps is of equal importance
from a polymer engineering point of view. If functional additives are effectively transferred into the
consecutive product life cycle by recycling, their presence should be made use of to contribute to
product performance and to create value.

1.3. Goal and Scope

It is therefore the aim of this work to systematically investigate a number of different bottle
cap recyclate formulations, both from commercial sources and from a controlled lab environment.
The questions addressed herein concern the impact that changing waste stream characteristics have
on the composition of bottle cap recyclates and the fate of slip agent additives found in bottle caps.
Slip agents are specifically addressed as these are a common feature of many plastic bottle caps, either
PE-HD or PP caps. Furthermore, they are the prime functional additive in PE-HD caps (apart from
obligatory stabilizers) that form the major fraction of caps in PET beverage bottles in many countries.

2. Materials and Methods

2.1. Materials

Three distinct groups of BCRs were studied in this work in order to investigate the influence
of variations in waste stream composition. The BCRs were grouped into commercial recyclates
(CRs), waste model recyclates (WMRs), and virgin model blends (VMB). A description of the BCR
formulations is given in Table 1.

Table 1. Overview of bottle cap recyclate (BCR) formulations used in this work.

:ca::f;fn Sample Type Origin Composition Remarks
CR-1 commercial post-consumer PET ~ mainly post-consumer  example of a commercially
recyclate bottles polyolefin screw caps available regranulate
) . . post-consumer PET post-consumer example of commercially
CR-2 commercial regrind bottles polyolefin screw caps available regrind
. illustrates the impact of
waste model post-consumer PET ~ mix of shredded screw
WMR-1 recyclate bottles caps and bottle labels labels of PET bottlgs on
recyclate characteristics
PET bottles, PE-HD self-collected caps of illustrates the impact of
WMR-2 waste model bottles, composite  used PET bottles, PE-HD  caps of diverse packaging
recyclate beverage bottles, and composite articles on recyclate
packaging beverage packaging characteristics
50% PE-HD1 simulates a recyclate with
. virgin polymer 45% PE-HD2 . Y
VMB-1 virgin model blend resin from 25% PP1 slip agent and low-level
2’50 ' PP2 PP contamination
B o
25% PE-HD1 simulates a recyclate with
. virgin polymer 25% PE-HD2 ; cyea
VMB-2 virgin model blend resin from 5% PP1 slip agent, anti-statics, and
259 /0 PP2 high PP fraction
o

Commercial recyclates (CR) were obtained from recycling companies in Austria and Germany.
The CR grades served as examples of BCRs already present in the market at the time of conducting
this study. The short sign CR-1 was used for the grade Krutene-HD multicolored compound MFR
2.1-3.0 from Kruschitz GmbH (Volkermarkt, Austria), which was available in the form of granules.
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It was claimed to consist mainly, but not exclusively, of post-consumer plastic bottle caps. The melt
flow rate (MFR) was reported to be 2.5 g/10 min (190 °C, 2.16 kg). The short sign CR-2 was used for
the regrind grade multiprop 3230 from Multiport GmbH (Bernburg, Germany), which consisted of
sorted, washed, and shredded bottle caps. This regrind material has a melt flow rate between 3 and
20 g/10 min (190 °C, 5 kg) depending on the batch.

Waste model recyclates (WMRs) were defined such to highlight the impact of different waste
stream compositions. The grade WMR-1 consisted of both caps and labels of post-consumer plastic
beverage bottles, i.e., all non-PET plastic components of a typical PET beverage bottle. This is not a
commercial product but was kindly supplied by Kruschitz GmbH (Volkermarkt, Austria). The grade
WMR-2 was composed of screw caps originating from a diverse range of beverage and dairy packaging
items. Specifically, the caps for WMR-2 originated from 58% PET bottles, 35% composite beverage
packaging, and 7% PE-HD bottles. These caps were self-collected during the course of several months
in a number of Austrian households.

Virgin model blends (VMBs) were formulated by melt blending four different commercially
available virgin polyolefin resins, designated as PE-HD1, PE-HD2, PP1, and PP2. All of these are
typically used for different caps and closure applications and are food contact-approved. The VMB
materials served as control samples in terms of composition and presence of typical additives,
specifically slip agents. VMB-1 was designed to simulate a bottle cap recyclate with low-level PP
contamination of 5% by mass, whereas VMB-2 represents a heterogeneous cap recyclate with equal
amounts of PE-HD and PP by mass.

PE-HD1 was a multimodal PE-HD with a density of 0.956 g/cm3 and a melt flow rate of 0.8 g/10 min
(190 °C, 2.16 kg). It contains a slip agent and is specifically designed for caps and caps of carbonated
soft drink bottles. PE-HD2 was a bimodal PE-HD with a density of 0.954 g/cm?® and a melt flow rate of
4 /10 min (190 °C, 2.16 kg). It contains no slip agents and is intended for caps and closures of flat
water, tea, and juices. PP1 was a PP homopolymer with a density of 0.905 g/cm® and a melt flow rate
of 25 g/10 min (230 °C, 2.16 kg). It is used to make various caps and closures and it contains both
anti-static and slip additives. PP2 was a commercial PP random copolymer grade with a density of
0.905 g/cm?® and a melt flow rate of 13 g/10 min (230 °C, 2.16 kg). It contains anti-static additives and it
is used for making items such as closures, lids, bottles, and containers.

2.2. Sample Preparation

The commercial recyclate CR-1 was received in sufficient amount to allow for production of an
injection molded multipurpose specimen according to ISO 3167. The molding was carried out using a
Victory 60 (Engel Austria GmbH, Schwertberg, Austria) injection molding machine. The processing
parameters included a barrel temperature profile of 145 °C at the rear end up to 225 °C at the nozzle
and a mold temperature of 30 °C. An initial injection rate of 19 cm3/s resulting in a fill time of ca. 2.7 s
was chosen and a holding pressure of 700 bar and a holding time of 14 s were used.

All other recyclate formulations were processed in smaller batch sizes using lab-scale techniques
due to limited material availability. The self-collected caps from beverage bottles and composite
beverage packaging were rinsed with tap water to remove packaging content residues. They were then
dried in air and shredded into flakes using a Pulverisette 25 cutting mill (Fritsch GmbH, Idar-Oberstein,
Germany) equipped with a 4 mm sieve cassette.

The recyclate formulations CR-2, WMR-1, WMR-2, VMB-1, and VMB-2 were compounded using
a Plasti-Corder Lab-Station (Brabender GmbH & Co. KG, Duisburg, Germany) equipped with a
twin-screw measuring kneader 350. For each of these five formulations, approximately 200 g of flakes
or granules was kneaded at 60 rpm and a temperature of 170 to 180 °C for 5 min. The resulting
homogenized melt was put between two layers of aluminum foil and transferred into a hydraulic
press pre-heated to 180 °C to make 1.5 mm-thick plates. The plates were cooled down to 100 °C under
pressure and then cooled down to room temperature in ambient air. The kneading chamber and
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kneading elements were thoroughly cleaned and aluminum foils were disposed of after processing
each individual material formulation to avoid cross-contamination.

Upon melt processing, the slip agent molecules are more or less evenly distributed throughout
the volume of the fabricated samples. Diffusion of the slip agent molecules from the volume to
the surface and subsequent formation of mono-, double-, and multi-layers represent a time- and
temperature-dependent process [36,37]. Within certain limits, higher storage temperature should result
in faster diffusion to the surface [44]. Hence, hot-pressed samples of all recyclate formulations except
CR-1 were stored at 23, 50, and 65 °C for up to 256 h in order to facilitate slip agent diffusion.

2.3. Methods

The presence of surface-bound legacy additives in different BCR formulations was investigated
by Fourier-transform infrared spectroscopy in the attenuated total reflection mode (ATR-FTIR).
High-performance liquid chromatography with ultraviolet light detection (HPLC-UV) was used
as a complementary method for refining the qualitative information gained from ATR-FTIR and
additionally allowing for quantification of legacy additives. Differential scanning calorimetry (DSC)
and thermo-gravimetric analysis (TGA) were employed to supplement the compositional analysis.

2.3.1. Infrared Spectroscopy (ATR-FTIR)

The ATR-FTIR spectra were acquired within a wavenumber range from 4000 to 650 cm™~!, using a
resolution of 4 cm~! (equivalent to a data point interval of 1 cm~'), and a contact force of approximately
100 N. A total of 16 spectra were acquired and averaged for each sample and at least five samples (i.e.,
individual injection molded specimens, individual pieces of hot-pressed plates, or distinct locations on
caps) were tested for each material. The ATR crystal was regularly cleaned with isopropanol and a
new background calibration was performed. The measurements were carried out using a Spectrum
100 (PerkinElmer, Waltham, MA, USA) equipped with a UATR module.

2.3.2. High-Performance Liquid Chromatography (HPLC-UV)

High-performance liquid chromatography was used to quantify the concentrations of three
typical slip agent compounds that were assumed to be present in the recyclate formulations as they
are common slip-promoting additives for polyolefins in general and specifically for plastic bottle
caps [35,36]. Behenamide (docosanamide, CyyHysNO, CAS registry No. 3061-75-4), erucamide
(cis-13-docosenamide, CypHy3NO, CAS registry No. 112-84-5), and oleamide (cis-9-octadecenamide,
CygH35NO, CAS registry No. 301-02-0) were chosen for analysis in this work.

The chemicals used for the HPLC-UV method included acetonitrile (VWR chemicals, >99%),
water (18 MQ), Merck Millipore Milli-Q water purification system), Cyanox 1790 (Cytec Industries)
as an internal standard, behenamide (ABCR, 75%), crodamide SR/OR (Crode Chemicals), oleamide
(Sigma-Aldrich, St. Louis, MO, USA, >99%), and toluene (VWR chemicals, 100%).

For each of the six recyclate formulations, 20 mg of polymer sample was dissolved with 450 puL
toluene and 50 pL of internal standard (Cyanox 1790) was added. The vials were kept in the oven
at 130 °C for 1 h. For the precipitation of the polymer, 800 uL acetonitrile was added and after
centrifugation, 300 pL of supernatant was brought to dryness via a nitrogen stream and re-dissolved in
300 uL acetonitrile. The samples were prepared in triplicates, then analyzed by HPLC-UV.

The measurements were performed on an Agilent Series 1260 Infinity HPLC system, equipped
with a diode array detector (Agilent Technologies, Waldbronn, Germany). The column for separation
was a Kinetex C18 column (50 x 3 mm, 2.6 um particle size) from Phenomenex (Aschaffenburg,
Germany). A binary gradient was used with acetonitrile and 18 M() water with a flow rate of
1.2 mL/min. The following linear gradient of acetonitrile/water was operated for elution: 60/40 from
0 to 4 min, 75/25 from 4 to 7 min, 87/13 from 7 to 10 min, 92/8 from 10 to 14 min, 92/8 from 14 to
17 min, and 100/0 from 17 to 23 min. The injection volume was 15 pL and the column temperature was
maintained at 38 °C. The detection wavelength was set to 200 nm.
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2.3.3. Differential Scanning Calorimetry (DSC)

The determination of melting and crystallization peak temperatures via DSC was used as a
method for compositional analysis complementary to ATR-FTIR. Samples with a mass of 6 to 8 mg
were cut from injection molded specimens (CR-1) or hot-pressed flat plates (all other BCRs) and
placed in aluminum pans with lids. A minimum of two samples were tested for each material.
The temperature program included an initial isothermal of 5 min at 20 °C, followed by a first heating
scan from 20 to 220 °C to erase the thermal history, a cooling scan from 220 down to 20 °C to reveal
crystallization peak temperatures, and a subsequent second heating scan from 20 up to 280 °C to obtain
melting peak temperatures. The heating and cooling rates were set to +10 K/min and —10 K/min,
respectively. Nitrogen was used as a purge gas at a flow rate of 20 mL/min. The measurements were
performed on a DSC 8500 (PerkinElmer, Waltham, MA, USA) and an empty pan was used as a baseline
correction reference.

3. Results

3.1. Spectroscopic Surface Characteristics of Selected Commercial Resins and Caps

Both anti-static and slip additives are supposed to be active at the plastic surface in order to fulfill
their functions. ATR-FTIR spectra collected from surface locations of granules of virgin polymer resins
for cap production are depicted in Figure 3a. Except for PE-HD2, which is free of anti-static and slip
additives according to its datasheet and which gives a pure PE spectrum [45], all other cap resins
have absorption bands located in the spectral regions between 3400 and 3000 cm~! and from 1750 to
1600 cm™! which are highlighted by red boxes in Figure 3. These additional bands cannot be attributed
either to PE or PP [45] and must hence originate from other compounds. Moreover, the respective
bands were absent in all virgin resins when spectra were recorded from the bulk via measuring the
cross-section instead of the surface locations of plastic granules.

I

pPpP2

PP1

M PE-HD1

PE-HD2

carrot juice (composite)

Absorbance [a. u.]

| A~ apple juice (composite)

CSD (PET)

sparkling water (PET)

b =

T T T T T T T T T T T
3500 3000 2500 2000 1500 1000

Wavenumber [cm™]

Figure 3. ATR-FTIR spectra obtained from surface of virgin bottle cap resins (a) and from surfaces
of screw caps taken from different beverage packaging items (b). Spectra are shown in absorbance.
Baselines have been shifted arbitrarily along the vertical axis to improve visibility. Red boxes indicate
absorption bands that are indicative of surface-bound additives.
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PE-HD1 exhibits particularly strong bands located at 3395 and 3185 cm ™! and a rather flat one at
3313 cm™! that were assigned to the asymmetric and symmetric stretching vibration of the NH, group
in a fatty acid amide compound [46]. The intensive bands at 1646 and 1630 cm™~! were attributed to the
carbonyl (C=0) stretching and the NH»-bending vibrations of the amide group [46]. These ATR-FTIR
signatures are in excellent agreement with spectra reported in the literature for erucamide [47], plastic
bottle caps containing erucamide [36,37], and PP cast films with erucamide slip agent [48].

The virgin PP resins PP1 and PP2 showed rather weak absorption bands due to additives.
Nevertheless, a broad and flat peak between 3350 and 3180 cm~! was found for PP2 together with a
sharp duplet peak at 1740 and 1730 cm™!. A precise assignment was not possible in this case. For PP1,
weak bands were detected at 3392, 3296, 3199, 1740, 1730, and 1646 cm™!. Again, a definite assignment
was not possible. According to the manufacturer, this PP homopolymer is equipped with anti-static
and slip additives and the bands detected would fit to a mixture of fatty acid amides (including
stearamide) and hydroxylated fatty acids [47].

In Figure 3b, the spectra obtained from individual screw caps taken from the raw material supply
for the WMR-2 formulation show ATR-FTIR characteristics similar to those of the virgin cap resins
above. The red boxes in Figure 3 extend over both image parts (a) and (b) in order to facilitate
comparison. Bands correlating with the NH; and C=0 groups of fatty acid amides were detected in
varying intensities on the cap of a sparkling water PET bottle, the cap of a carbonated soft drink (CSD)
in a PET bottle, and the PE-HD cap of a composite beverage packaging for apple juice.

Notable exceptions were found in the spectrum of the sparkling mineral water bottle cap that
exhibits an additional carbonyl duplet band with peaks at 1740 and 1730 cm~!, corresponding to
ester and aldehyde functionalities, respectively [46]. Moreover, the upper spectrum in Figure 3b
representing the PP cap of carrot juice in a composite packaging contains a broad band between 3400
and 3100 cm~! with peak absorption at 3307 and 3243 cm~! instead of the two distinct NH; bands at
3395 and 3185 cm™! mentioned above. Together with the intensive carbonyl bands at 1739 and 1731
cm™!, this points to the presence of glycerol monostearate (Cp1HgpO4, CAS registry No. 123-94-4) [47],
a common mold release and anti-static agent in polyolefins [35].

In short, the presence of surface-bound additives in both selected commercial polymer resins
intended for caps and closure applications and caps obtained from used beverage plastic bottles and
composite beverage packaging was confirmed by ATR-FTIR.

3.2. Bottle Cap Recyclates (BCRs)

3.2.1. Polymeric Constituents of Bottle Cap Recyclates (BCRs)

Despite the fact that ATR-FTIR is a facile, fast, and potent method for polymer identification,
its penetration depth is in the sub- and lower micrometer range, depending on the wavelength and
angle of the incident light and the refractive indices of the used ATR crystal and the investigated
material [37,45]. ATR-FTIR is hence well suited for surface and near-surface characterization, however,
for the purpose of compositional analysis, it was supplemented by DSC in this work. The resulting
thermograms for all recyclate formulations are plotted in Figure 4. They illustrate the heat flow
between the sample and the surrounding environment as a function of temperature. Endothermal
flows are positive and directed downwards; exothermal flows are negative and directed upwards.
The left column in Figure 4 shows the cooling curves (a, ¢, e) recorded after completion of the first
heating scan, whereas the right column depicts curves obtained from the second heating scan (b, d, f).
Temperatures higher than 180 °C are not shown because no endo- or exothermal events were detected
above this value.
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Figure 4. DSC thermograms resulting from cooling and second heating scans of commercial recyclates
(a,b), waste model recyclates (c,d), and virgin model recyclates (e,f). Exothermal direction is up;

endothermal direction is down.

The crystallization (T¢) and melting peak temperatures (Ty;) are summarized in Table 2 together
with the respective values for enthalpy of crystallization (AHc) and enthalpy of melting (AHyy).
The absence of further endothermal or exothermal events at higher temperatures suggests that
polyolefins form the main constituents of all recyclate formulations. Nevertheless, the presence
of small amounts of other polymeric contaminants cannot be completely excluded based on these
findings. Contaminations with foreign polymers that are in the lower percent range or even below
1 percent by mass are not readily detectable by means of DSC. Complimentary and more sensitive
analytical methods may be employed in this case. Liquid chromatography, for instance, was shown to
be a promising method for the detection of low-level contamination with polyamide 6 in polyolefin

recyclates [49].

Table 2. Crystallization and melting peak temperatures and respective enthalpy values of all BCRs

obtained from DSC measurements.

Sample Tc [°Cl! AHc [J/gl? Tm [°C13 AHy; [J/g]*
CR-1 117.2,125.2 72.4,25.0 131.4,162.8 92.7,25.8
CR-2 116.3 175.4,0 131.4,159.1 196.7,1.9

WMR-1 116.5,123.8 118.6,7.6 131.6,161.3 153.1,12.7

WMR-2 116.3,125.5 176.4,1.1 131.3,162.1 186.4,2.6

VMB-1 115.6,121.4 170.5, 0.7 130.7,157.0 192.1,2.5

VMB-2 115.9,122.7 77.0,31.2 131.0, 158.1 95.2,25.9

1 Crystallization peak temperature, 2 crystallization enthalpy, 3 melting peak temperature, 4 melting enthalpy.

Based on the same consideration of lacking sensitivity for components with very low concentrations,
no interference of DSC measurements with the presence of slip agents is expected. The typical
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concentrations of these compounds are in the range of several hundred up to a few thousand ppm,
which is still way below 1 percent by mass. Even if slip agent melting were to be observed, the melting
peaks would be located at temperatures significantly below the PE-HD peaks. Erucamide and oleamide
melt between 75 and 80 °C [50,51], while stearamide and behenamide have melting points slightly
below and slightly above 110 °C [52,53], respectively.

The commercial recyclate CR-1 is essentially a blend of PE-HD and PP, owing to clear signals for
both polymers with melting peak temperatures of 131 and 163 °C, respectively [54]. In contrast to that,
the CR-2 material seems to be almost free from cross-contamination with PP. It is essentially a PE-HD
material. Very flat melting peaks can be observed in the heating curves of CR-2 only upon strong
magnification. The associated melting peak temperature is 159 °C.

The waste model recyclates provide a similar impression (see Figure 4c,d). The major component
of both WMR-1 and WMR-2 is PE-HD. WMR-1 shows a moderate melting peak at around 161 °C and a
distinct crystallization peak at 124 °C, indicating the presence of PP [54]. This is likely due to significant
amounts of bottle labels as WMR-1 is made from all PET bottle parts that are separated from the
actual PET bottle body by float-sink separation during reprocessing. WMR-2, which is composed of
self-collected caps and, instead of labels, contains a few mass percent of caps from composite beverage
packaging for juices and milk, shows weak signs of PP too. The peak temperatures are 126 °C for
crystallization and 162 °C for melting and these can only be observed upon high magnification as in
the case of CR-2.

The DSC curves of the virgin model recyclates are depicted in Figure 4e,f. The case of VMB-2
illustrates that even a PP content of 50 percent by mass causes only a moderate PP melting peak.
This is due to both the lower average degree of crystallinity of typical PP grades compared to typical
PE-HD grades and the generally lower melting enthalpy of crystalline PP domains compared to PE-HD
crystallites [54]. While a value of 291 J/g is reported for theoretically perfectly crystalline PE, the
corresponding value for PP is just 209 J/g [54]. Accordingly, the DSC curves of VMB-1, that contains
only 5% PP, show just faint signs of PP crystallization and melting visible upon greater magnification.
This is a good piece of evidence for the difficulty of adequately detecting low-level polyolefin
cross-contamination by thermo-analytical methods, especially with PP being the minor component.

Enthalpy values for crystallization and melting may be used to calculate degrees of crystallinity
of PE-HD and PP [54]. Furthermore, they may also be used for estimating the relative content of each
of the two components [55]. The latter is of particular interest with regard to compositional analysis.
The compositions of VMB-1 and VMB-2 are known (see Table 1). Their respective enthalpy values can
hence be used for rough estimations based on linear regression. The regression is in this case based on
two points only, which is a relevant limitation from a precision point of view. Nevertheless, comparing
the AHy values of CR-1, CR-2, WMR-1, and WMR-2 with those of the VMBs provides interesting
estimates. Based on this approach, CR-2 and WMR-2 seem to have a PE-HD content of significantly
above 90%. The formulation WMR-1 can be called PE-dominated due to an estimated PE-HD content
of 70 to 80%, while CR-1 seems to contain only about 50% of PE-HD by mass. The commercial bottle
cap regrind material (CR-2) and self-collected caps (WMR-2) are hence the least affected by polyolefin
cross-contamination. In both cases, the care taken to keep bottle caps separate from other wastes either
by industrial means (CR-2) or by manual action (WMR-2) likely leads to this outcome. The case of
WMR-1 is an indicator that separation of bottle labels from the shredded caps is essential to keep
PE-HD purity high. The commercial regranulate CR-1 demonstrates that mixing post-consumer
bottle caps with other waste streams during reprocessing can have a severe impact specifically on
polyolefin cross-contamination.

Another interesting observation concerns the high similarity of PE-HD crystallization and melting
peak temperatures that show a maximum spread of 1.6 and 0.9 °C, respectively, for the various
formulations. For the PP crystallization and melting peak temperatures, the maximum spread is 4.1
and 5.8 °C, respectively. This points to rather similar PE-HD resins in all recyclate formulations on the
one hand and rather dissimilar PP resins in the various formulations on the other hand. It seems likely
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that PP grades used to make bottle labels (in WMR-1) are rather different from typical PP cap resins
which are present in VMB-1, VMB-2, and probably CR-1.

3.2.2. Evidence for Legacy Additives in Plastic Bottle Cap Recyclates

Whether typical plastic bottle cap additives such as anti-statics and slip agents survive the
processes involved in mechanical recycling and whether they can hence be inherited by the resulting
recyclates as legacy additives was investigated by ATR-FTIR analysis. The ATR-FTIR spectra of
all bottle cap recyclate formulations are depicted in Figure 5. Based on the findings discussed in
Section 3.1, the left column shows the spectral range from 3500 to 3050 cm~! where bands related to
hydroxyl groups (e.g., glycerol monostearate) or bands related to NH; groups (e.g., fatty acid amides)
are expected. Complementary to that, the right column shows the region from 1900 to 1450 cm™"
where bands associated with the carbonyl functionalities are expected.
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Figure 5. ATR-FTIR absorbance spectra of commercial recyclates CR-1 and CR-2 (a,b), waste model
recyclates WMR-1 and WMR-2 (¢,d), and virgin model blends VMB-1 and VMB-2 (e, f).

All curves plotted in Figure 5 show at least a certain degree of infrared absorption at 3395, 3188,
1646, and 1630 cm~!. This provides a strong piece of evidence for the presence of fatty acid amide
compounds in these commercial and model recyclates. It is also in good agreement with an earlier
work reporting the detection of surface-bound fatty acid amide molecules in polyolefin recyclates
containing post-consumer bottle caps [56].

The commercial recyclate CR-1 generated the strongest ATR-FTIR signals related to erucamide-like
slip agents (including an extra band at 3312 cm™! that is not visible at other samples and that also
belongs to erucamide [47]). In addition, compounds containing ester and aldehyde functionalities with
peaks at 1740 and 1730 cm™! [46] were recorded. The latter could indicate the presence of anti-static
additives. However, infrared activity in the carbonyl region between 1700 and 1780 cm™! could also
originate from other compounds or simply from thermo-oxidative polymer degradation [57-61].
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The spectra of the waste model recyclates in Figure 5¢,d and those of the virgin model recyclates
in Figure 5e,f show the same characteristics in both wavelength regions of interest with regard to
fatty acid amide signatures. In addition to amide-related bands, WMR-1 comprises absorption in
the carbonyl region at around 1715 cm™'. The intensities of all these bands, however, are rather low.
Interestingly, the situation did not change significantly when it was tried to support slip agent molecule
migration to the surface by incubating samples at temperatures of 50 and 65 °C for 256 h. Only VMB-1,
the virgin model recyclate containing 50% PE-HD with a slip agent, developed a pronounced increase
in band intensities upon incubation at 50 °C (data not shown here). This was not observed at 65 °C.

Summing that up, surface-bound additives were clearly detected in one commercial bottle cap
recyclate, whereas the other formulations did show only traces of additives in their ATR-FTIR spectra.
However, those weak signals could be effectively reproduced. Additive accumulation at the surface is
very dependent on the storage conditions [36] and future work should perhaps utilize other settings
than those employed here.

3.2.3. Identification and Quantification of Selected Slip Agents as Examples of Product-Specific
Legacy Additives

The average concentrations of behenamide, erucamide, and oleamide as obtained from triplicate
quantification via HPLC-UV including the respective standard deviation values are depicted as a bar
chart in Figure 6. It is worth mentioning, that despite the difficulties in obtaining intense and clear
signals of slip agent molecules on the surfaces of CR-2, WMR-1, WMR-2, and VMB-2 by means of
ATR-FTIR spectroscopy, all investigated formulations were shown to contain substantial amounts of
slip additives by HPLC-UV.

2000
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Figure 6. Concentrations of slip agent legacy additives behenamide, erucamide, and oleamide in all
investigated recyclate formulations determined by HPLC-UV.

Erucamide was the most abundant legacy slip agent in this study. It was the only analyzed
compound being found in all tested recyclate formulations. The measured concentrations ranged from
1592 + 212 ppm in CR-1, the commercial bottle cap recyclate available as granules, down to 475 +
19 ppm in WMR-2, the blend of self-collected caps from used PET bottles and composite beverage
packaging. These values are in the typical range of additive loading when using slip agents [35,37,48,62].
Specifically, erucamide and behenamide concentrations of 2000 ppm have been reported for PE-HD
bottle caps for carbonated soft drinks [36].

Behenamide was detected in four out of six samples, namely in CR-1, CR-2, WMR-1, and WMR-2.
While the measured concentrations in CR-2, WMR-1, and WMR-2 were rather similar with 586 + 84,
629 + 42, and 512 + 23 ppm, respectively, the sample CR-1 contained only 64 + 29 ppm of behenamide.
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Behenamide was not detected in the virgin model recyclates VMB-1 and VMB-2, however, its presence
in all commercial and waste model recyclates indicates widespread application in plastic bottle caps or
waste fractions that are intentionally or accidentally treated together with these. Nevertheless, not all
caps contain slip agents. This is not only supported by the availability of bottle cap resins without
any slip additive from several virgin polymer suppliers. In fact, both erucamide and behenamide
were found by HPLC-UV in only one out of three sample flakes taken from the batch of shredded
post-consumer bottle caps prior to melt processing them into the CR-2 recyclate formulation.

Oleamide was found exclusively in CR-1. Here, the derived concentration was 56 + 11 ppm and
was hence on the same (low) order of magnitude as the behenamide concentration in this recyclate
formulation. It seems that this compound is not as widely used in bottle caps, as this is the case for
erucamide and behenamide (acknowledging the fact that bottle cap composition and resulting waste
fractions may be subject to both regional and seasonal variations).

4. Discussion

The compositional analysis of bottle cap recyclates revealed two main aspects. First, polyolefin
cross-contamination, i.e., traces of PP in PE materials, is a fact. Second, slip agent molecules are present
as legacy additives in amounts that can in some cases be comparable to typical additive loadings of
virgin polymer resins and products. In both cases, feedstock composition plays a crucial role.

Polyolefin cross-contamination is a common phenomenon in post-consumer plastics recycling,
which is by now well documented through analytical work on both waste fractions [1,63,64] and
actual recyclates [55,56,65-67]. Despite their apparent chemical similarity, PE and PP are immiscible
polymers [68,69]. When mixed together, they develop a heterogeneous morphology characterized by
phase separation. The minor component forms the discontinuous phase being dispersed in the major
component which forms the continuous phase. Co-continuous phases may be built up under suitable
conditions of the mixing ratio (e.g., 50:50) and similar viscosities [68,69]. As long as the contaminating
minor component is present at a relatively low concentration, the effects on thermal behavior (such as
crystallization) and simple mechanical properties such as stiffness (E-modulus) are moderate or even
negligible [55,69,70]. However, the presence of PP in PE-HD was found to influence the deformation
behavior and to promote brittle failure [70]. At higher amounts of cross-contamination, a negative
deviation from additive property changes was observed [69]. This means that the blend of PE-HD
and PP performs worse than expected from simply adding up the properties of both components
multiplied with their respective mass fractions (simple additivity). This could be a major obstacle to
utilization in caps and closure applications where toughness is often required. Furthermore, a negative
impact on deformation behavior might lead to significantly reduced performance in more complex
and especially long-term mechanical loading cases [71] such as environmental stress crack resistance
(ESCR) testing, which is of high relevance for carbonated beverage caps. The presence of polyolefin
cross-contamination can hence be regarded as a severe challenge in the pursuit of high-quality and
high-value recycling paths for plastic bottle cap materials. Nevertheless, results presented herein
indicate that some bottle cap waste fractions such as the commercial regrind CR-2 are quite pure in
terms of polyolefin cross-contamination already. With some adjustments in sorting and/or in resin
choice and product design, a high-purity PE-HD waste stream could be obtained from post-consumer
bottle caps in future.

The presence of various levels of slip agents in the investigated recyclates sheds light on another
aspect of the quality discussion in post-consumer plastics recycling. In stark contrast to the amount of
academic interest regarding the fate of substances of concern in a circular plastics economy [72], the fate
of functional additives that are not necessarily harmful has not yet received significant attention in
scholarly work. However, it is of very high relevance for the functioning of an economy, especially a
circular one that strives to increase the amount of plastic products with ever more recycled content,
to have sufficient knowledge about the factors influencing the quality and performance of these
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products. Functional additives play a key role here and slip agents in recyclates derived from caps
may serve as an educative example that might be extended to other groups of plastic products.

While some functional additives like slip agents are not particularly harmful, they might still give
rise to rather subtle concerns, including concerns related to processing ability and product performance.
For example, erucamide has been associated with the occurrence of a kind of new clothes-like odor
and off-taste in bottled water [41], indicating potential issues with consumer experience. Migration of
erucamide and related compounds from plastic packaging into food simulants has been documented
in the literature [73,74]. This per se is no concern from a regulatory point of view as long as the
so-called overall migration limit is not surpassed because behenamide, erucamide, and oleamide
(as well as stearamide) are all members of the Union list of authorized additives for food contact and no
specific migration limits apply [38]. Nevertheless, attention has been drawn to the fact that oleamide,
for instance, is a bioactive compound that seems to affect diverse physiological processes including
certain cell signaling pathways [75]. Moreover, a recent study has emphasized the risk of experimental
interference and potential misinterpretation of data from bioassays and other (bio)analytical methods
due to the presence of oleamide and other leachables from plastic lab ware [76]. On the other
hand, erucamide and oleamide were reported to possess anti-fouling properties against marine
organisms including diatoms, biofilms, and abalones, whereas oleamide seemed to be significantly
more effective [77].

With a view on more technical aspects of the presence of (legacy) additives, erucamide [78],
as well as combinations of behenamide and erucamide [79], was shown to interfere with the surface
modification of plastics by means of corona treatment. Such treatments are used to clean and activate
plastic surfaces to improve consecutive bonding, coating, or lamination processes. An atmospheric
plasma, also called corona discharge, is generated by an electric field of high voltage and frequency.
This corona discharge reacts with the plastic surface, thereby increasing the surface energy [80]. For PE
films containing 1000 ppm of erucamide, a more intensive corona treatment in terms of higher voltage
and higher number of passes was required to achieve the same surface energy as compared to a neat
PE film without a slip agent. Furthermore, the presence of erucamide and/or behenamide reduced
the long-term stability and promoted faster decline in the surface energy of PE films after corona
treatment [79].

Another aspect to take into consideration is the interaction of different legacy additives with each
other on the one hand and the interaction between legacy additives and intentionally added additives
on the other hand. Detrimental interaction between erucamide and certain silica-based anti-block
agents has been reported [81]. Pronounced formation of colored degradation products of erucamide
was attributed to the presence of transition metal oxides and alkaline earth metal oxides which are
impurities in silica minerals, and silanol groups on the surface of silica anti-block agents [81].

None of these observations might be an obstacle to recycling in general. However, they might
interfere with intentions of high-quality recycling into applications where adherence to clearly defined
specifications and well-defined, tailored property profiles is a must. Juan and co-workers [82]
recently demonstrated very clearly that the origin and the precise type of recycled resin matter a lot
for fulfilling demanding performance requirements. They analyzed blends of pressure pipe grade
PE-HD with several different types of recycled PE-HD from diverse waste streams such as crates,
industrial containers, and automotive fuel tanks. They found that despite similar MFR values and
performance of the respective blends in short-term properties such as yield strength and flexural
modulus, a pronounced difference in impact and long-term properties (that are highly relevant for
pressure pipe applications) originated from contamination issues and molecular differences such as the
degree of short-chain branching of the HDPEs in the used waste streams [82]. Building on observations
such as this, the presence, leakage, and behavior of legacy additives such as slip agents, whether
of (health) concern or not, should be considered and potentially even exploited when high-quality
recycling loops are to be pursued.
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Regarding the case of bottle cap recyclates, it seems very worthwhile to elucidate whether
the legacy slip agents inherited to form the first product life cycle actually keep their functionality.
This seems plausible insofar, as the determined concentrations of a few hundred up to about 1600 ppm
are within the range of typical applications. Furthermore, the spectroscopic investigation indicates that
migration to the surface takes place. What is more to that, no evidence of severe chemical degradation
of the slip agent molecules was found in the spectra. To elucidate whether the typical plate-like surface
layer morphology of slip agents is developed would require a more in-depth analysis, e.g., by means
of atomic force microscopy [37,48]. Further, whether all this results in the desired low coefficient of
friction and adequate opening torque performance of caps as expected from slip agent activity is a
question that should be addressed in future research.

The aspects addressed above highlight some issues which may require further consideration and
more profound analysis prior to using them as a solid argument to demand for industry action or even
novel regulatory acts. They are rather meant to provide additional input for discussion and a new
perspective on the role of legacy substances that are of no particular (health) concern but give rise to a
number of other consequences for processing and product performance.

5. Conclusions

In the current quest for higher recycling rates of plastics, it seems crucial to adopt a comprehensive
approach on material composition and quality. Aiming for sustainable material cycles that create
benefits and value beyond recycling for the sole sake of recycling should be the common goal of
regulatory, corporate, and engineering efforts in this context. Besides continued research into advanced
sorting and processing technologies, and conventional concepts of design-for-recycling that are used
in product design, another potentially more rewarding strategy might be the dedicated compositional
design of well-defined and easy-to-recycle waste streams for product categories where this seems to
makes sense. Products that are subject to far-reaching regulatory action (such as plastic bottles and
their caps in the EU) could be a logic first choice here. The case of bottle caps and the recyclates derived
thereof demonstrates that a presumably simple application, such as making closures for beverage
containers, in reality gives rise to an entire family of very diverse polyethylene and polypropylene
grades, which eventually result in cross-contaminated polyolefin blends when subjected to recycling.
This is even more so, when not only PET bottle caps are considered alone but when caps from other
beverage packaging items such as composite packaging or PE-HD bottles are taken into account too.

On the other hand, it is common practice to incorporate functional additives into virgin plastic
formulations in order to tailor precisely the material characteristics and hence the final product
properties for specific applications. This is one of the success factors of polymeric materials. These
intentionally added substances, which provide for adequate functionality during the “first life” of a
given plastic grade—such as slip agents do in certain bottle cap materials—are readily transferred into
consecutive use phases by means of mechanical recycling. Evidence presented herein shows that neither
washing nor melt processing are effective in removing slip agent molecules from post-consumer bottle
cap materials. While methods to detect and quantify legacy additives are available, it is a case-specific
question whether the presence of these substances is irrelevant and negligible, a substantial source of
concern, or perhaps even an opportunity. A sufficiently high loading with slip agents inherited from
the previous use phase might reduce or even eliminate the need for re-additivation after recycling.

We argue that establishing sustainable material cascades and cycles for plastics not only requires
reliable knowledge of where materials destined for recycling are coming from and what else apart
from their main constituents they might contain. It also requires a thorough consideration of what
they could best be utilized for in a consecutive use scenario taking fully into consideration their
composition, intrinsic properties, and legacy additive content. This comprehensive approach on
recyclate quality anticipates multiple, potentially dissimilar cascades and life cycles and covers both
the actual polymer itself and the associated additives that must not be neglected [43,72,83]. It might
therefore be worthwhile to pursue an approach of rationalizing and harmonizing polymer and



Sustainability 2020, 12, 10378 17 of 21

additive formulations while still allowing for continuous (and maybe even concerted) innovation.
Definitely, this is an approach for selected applications only, perhaps with plastic bottle caps serving
as an indicative and educative example based on the current regulatory pressure (or let us call it a
window of opportunity for circularity-aware redesign). In combination with optimizing the respective
collection schemes and reprocessing infrastructure, this might even open a door for much needed food
contact-approved polyolefin recyclates that are currently still lacking in stark contrast to PET recyclates.
Additionally, this will perhaps allow the plastics recycling sector to live up to the success rationale that
has been working for virgin polymers for decades: to precisely tailor materials for specific use cases.
In the early 21st century, which is a crucial time for both plastics and sustainable development [84-88],
this could eventually be extended to a paradigm of tailor-making materials for specific use and reuse cases.

Author Contributions: Conceptualization, M.G. and R.W.L.; methodology, M.G., A.S., and W.B.; investigation,
M.G. and A S; resources, M.G.; writing—original draft preparation, M.G. and A.S.; writing—review and editing,
M.G., WB,, and RW.L,; visualization, M.G.; supervision, R W.L.; project administration, M.G. All authors have
read and agreed to the published version of the manuscript.

Funding: Open Access Funding by the University of Linz. Other than that, this research received no
external funding.

Acknowledgments: The authors express their gratitude for receiving sample materials used for experiments
as donations in kind from Kruschitz GmbH (Volkermarkt, Austria) and mp-bbg Multiport GmbH (Bernburg,
Germany). The support by Gtinter Jachs (Johannes Kepler University Linz, Institute of Polymeric Materials and
Testing, Austria) and Martin Reif (Kompetenzzentrum Holz GmbH, Linz, Austria) in sample preparation is highly
acknowledged. Furthermore, the authors wish to thank Robert Pugstaller, Roswitha Pleiner, Christian Pleiner,
Viktoria Gall, and Alexander Lovas for helping collect used plastic bottle caps.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Eriksen, M.K,; Astrup, T.F. Characterisation of source-separated, rigid plastic waste and evaluation of
recycling initiatives: Effects of product design and source-separation system. Waste Manag. 2019, 87, 161-172.
[CrossRef] [PubMed]

2. Simon, B. What are the most significant aspects of supporting the circular economy in the plastic industry?
Resour. Conserv. Recycl. 2019, 141, 299-300. [CrossRef]

3. World Economic Forum; Ellen MacArthur Foundation; McKinsey & Company. The New Plastics Economy.
Rethinking the Future of Plastics. 2016. Available online: http://www.ellenmacarthurfoundation.org/
publications (accessed on 12 November 2020).

4. Kaur, G,; Uisan, K.; Ong, K.L.; Ki Lin, C.S. Recent Trends in Green and Sustainable Chemistry & Waste
Valorisation: Rethinking Plastics in a circular economy. Curr. Opin. Green Sustain. Chem. 2018, 9, 30-39.
[CrossRef]

5. van Eygen, E.; Laner, D.; Fellner, ]. Circular economy of plastic packaging: Current practice and perspectives
in Austria. Waste Manag. 2018, 72, 55-64. [CrossRef] [PubMed]

6. Kuczenski, B.; Geyer, R. Material flow analysis of polyethylene terephthalate in the US, 1996-2007.
Resour. Conserv. Recycl. 2010, 54, 1161-1169. [CrossRef]

7. Ciacci, L.; Passarini, F; Vassura, I. The European PVC cycle: In-use stock and flows. Resour. Conserv. Recycl.
2017, 123, 108-116. [CrossRef]

8.  Brooks, A.L.; Wang, S.; Jambeck, J.R. The Chinese import ban and its impact on global plastic waste trade.
Sci. Adv. 2018, 4, eaat0131. [CrossRef]

9.  Geyer, R; Jambeck, ].R.; Law, K.L. Production, use, and fate of all plastics ever made. Sci. Adv. 2017, 3,
€1700782. [CrossRef]

10. Jambeck, J.R; Geyer, R.; Wilcox, C.; Siegler, T.R.; Perryman, M.; Andrady, A.; Narayan, R.; Law, K.L. Plastic
waste inputs from land into the ocean. Science 2015, 347, 768-771. [CrossRef]

11. Lazarevic, D.; Aoustin, E.; Buclet, N.; Brandt, N. Plastic waste management in the context of a European
recycling society: Comparing results and uncertainties in a life cycle perspective. Resour. Conserv. Recycl.
2010, 55, 246-259. [CrossRef]


http://dx.doi.org/10.1016/j.wasman.2019.02.006
http://www.ncbi.nlm.nih.gov/pubmed/31109515
http://dx.doi.org/10.1016/j.resconrec.2018.10.044
http://www.ellenmacarthurfoundation.org/publications
http://www.ellenmacarthurfoundation.org/publications
http://dx.doi.org/10.1016/j.cogsc.2017.11.003
http://dx.doi.org/10.1016/j.wasman.2017.11.040
http://www.ncbi.nlm.nih.gov/pubmed/29196054
http://dx.doi.org/10.1016/j.resconrec.2010.03.013
http://dx.doi.org/10.1016/j.resconrec.2016.08.008
http://dx.doi.org/10.1126/sciadv.aat0131
http://dx.doi.org/10.1126/sciadv.1700782
http://dx.doi.org/10.1126/science.1260352
http://dx.doi.org/10.1016/j.resconrec.2010.09.014

Sustainability 2020, 12, 10378 18 of 21

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.
23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

PlasticsEurope. Plastics—The Facts 2019. An Analysis of European Plastics Production, Demand and Waste
Data. Available online: https://www.plasticseurope.org/de/resources/publications/2154-plastics-facts-2019
(accessed on 10 April 2020).

PlasticsEurope.  The Circular Economy for Plastics. A European Overview. 2019. Available
online: https://www.plasticseurope.org/de/resources/publications/2606-circular-economy-plastics-european-
overview (accessed on 10 April 2020).

Hopewell, ].; Dvorak, R.; Kosior, E. Plastics recycling: Challenges and opportunities. Philos. Trans. R. Soc.
Lond. B Biol. Sci. 2009, 364, 2115-2126. [CrossRef] [PubMed]

Welle, F. Twenty years of PET bottle to bottle recycling—An overview. Resour. Conserv. Recycl. 2011, 55,
865-875. [CrossRef]

Laville, S.; Taylor, M. A Million Bottles a Minute: World’s Plastic Binge ‘as Dangerous as Climate Change’.
The Guardian [Online], 28 June 2018. Available online: https://www.theguardian.com/environment/
2017/jun/28/a-million-a-minute-worlds-plastic-bottle-binge-as-dangerous-as-climate-change (accessed on
21 February 2019).

Shen, L.; Worrell, E.; Patel, M.K. Open-loop recycling: A LCA case study of PET bottle-to-fibre recycling.
Resour. Conserv. Recycl. 2010, 55, 34-52. [CrossRef]

Kang, D.H.; Auras, R.; Vorst, K.; Singh, J. An exploratory model for predicting post-consumer recycled PET
content in PET sheets. Polym. Test. 2011, 30, 60-68. [CrossRef]

Boonstra, M.; van Hest, F. The Plastic Bottle Cap Report. Findings of the First Survey into Plastic Bottle Cap
Pollution on Beaches in The Netherlands. 2017. Available online: https://www.noordzee.nl/project/userfiles/
/SDN_Doppenrapport_ EN_2017_DEF_small_2.pdf (accessed on 26 March 2020).

Future Market Insights. Plastic Caps and Closures Market—Global Industry Analysis, Size and Forecast, 2017
to 2027. Available online: https://www.futuremarketinsights.com/reports/plastic-caps-and-closures-market
(accessed on 21 February 2019).

Plastics News Europe. Healthy Growth Forecast for Plastics Caps and Closures.  Available
online: https://www.plasticsnewseurope.com/article/20180123/PNE/180129980/healthy-growth-forecast-
for-plastics-caps-and-closures (accessed on 21 February 2019).

A European Strategy for Plastics in a Circular Economy; COM(2018): Brussels, Belgium, 2018.

Gambino, I; Bagordo, F; Coluccia, B.; Grassi, T.; de Filippis, G.; Piscitelli, P.; Galante, B.; de Leo, F. PET-Bottled
Water Consumption in View of a Circular Economy: The Case Study of Salento (South Italy). Sustainability
2020, 12, 7988. [CrossRef]

Directive (EU) 2019/904 of the European Parliament and of the Council. On the Reduction of the Impact of
Certain Plastic Products on the Environment; Directive (EU) 2019/904 of the European Parliament and of the
Council: Brussels, Belgium, 2019.

Haque, M.S. Sustainable use of plastic brick from waste PET plastic bottle as building block in Rohingya
refugee camp: A review. Environ. Sci. Pollut. Res. Int. 2019, 26, 36163-36183. [CrossRef]

Oyinlola, M.; Whitehead, T.; Abuzeinab, A.; Adefila, A.; Akinola, Y.; Anafi, F; Farukh, E; Jegede, O.;
Kandan, K.; Kim, B.; et al. Bottle house: A case study of transdisciplinary research for tackling global
challenges. Habitat Int. 2018, 79, 18-29. [CrossRef]

Taaffe, J.; O’Sullivan, S.; Rahman, M.E.; Pakrashi, V. Experimental characterisation of Polyethylene
Terephthalate (PET) bottle Eco-bricks. Mater. Des. 2014, 60, 50-56. [CrossRef]

Oliveira, PR.; Panzera, T.H.; Freire, R.T.; Scarpa, F. Sustainable sandwich structures made from bottle caps
core and aluminium skins: A statistical approach. Thin-Walled Struct. 2018, 130, 362-371. [CrossRef]
Siodlak, D. Building Molecular Models Using Screw-On Bottle Caps. J. Chem. Educ. 2013, 90, 1247-1249.
[CrossRef]

Siodiak, D. Building Large Molecular Models with Plastic Screw-On Bottle Caps and Sturdy Connectors.
J. Chem. Educ. 2017, 94, 256-259. [CrossRef]

Unal, N.I; Mertdinc, S.; Haykiri-Acma, H.; Yaman, S. Comparison of the fuel properties and the combustion
behavior of PET bottle caps with lignite. Energy Procedia 2017, 136, 22-26. [CrossRef]

Corvaglia, R.; Brandau, O. Closures for PET Bottles. In Bottles, Preforms and Closures, 2nd ed.; Brandau, O., Ed.;
William Andrew: Amsterdam, The Netherlands; Boston, MA, USA, 2012; pp. 115-163, ISBN 9781437735260.


https://www.plasticseurope.org/de/resources/publications/2154-plastics-facts-2019
https://www.plasticseurope.org/de/resources/publications/2606-circular-economy-plastics-european-overview
https://www.plasticseurope.org/de/resources/publications/2606-circular-economy-plastics-european-overview
http://dx.doi.org/10.1098/rstb.2008.0311
http://www.ncbi.nlm.nih.gov/pubmed/19528059
http://dx.doi.org/10.1016/j.resconrec.2011.04.009
https://www.theguardian.com/environment/2017/jun/28/a-million-a-minute-worlds-plastic-bottle-binge-as-dangerous-as-climate-change
https://www.theguardian.com/environment/2017/jun/28/a-million-a-minute-worlds-plastic-bottle-binge-as-dangerous-as-climate-change
http://dx.doi.org/10.1016/j.resconrec.2010.06.014
http://dx.doi.org/10.1016/j.polymertesting.2010.10.010
https://www.noordzee.nl/project/userfiles//SDN_Doppenrapport_EN_2017_DEF_small_2.pdf
https://www.noordzee.nl/project/userfiles//SDN_Doppenrapport_EN_2017_DEF_small_2.pdf
https://www.futuremarketinsights.com/reports/plastic-caps-and-closures-market
https://www.plasticsnewseurope.com/article/20180123/PNE/180129980/healthy-growth-forecast-for-plastics-caps-and-closures
https://www.plasticsnewseurope.com/article/20180123/PNE/180129980/healthy-growth-forecast-for-plastics-caps-and-closures
http://dx.doi.org/10.3390/su12197988
http://dx.doi.org/10.1007/s11356-019-06843-y
http://dx.doi.org/10.1016/j.habitatint.2018.07.007
http://dx.doi.org/10.1016/j.matdes.2014.03.045
http://dx.doi.org/10.1016/j.tws.2018.06.003
http://dx.doi.org/10.1021/ed400126p
http://dx.doi.org/10.1021/acs.jchemed.6b00576
http://dx.doi.org/10.1016/j.egypro.2017.10.256

Sustainability 2020, 12, 10378 19 of 21

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.
48.

49.

50.

51.

52.

53.

54.

55.

Plastics News.  Polyethylene to See More Use during Switch to 1-Piece Caps.  Available
online: https://www.plasticsnews.com/article/20121005/NEWS/310059974/polyethylene-to-see-more-use-
during-switch-to-1-piece-caps (accessed on 3 December 2020).

Maier, R.-D.; Schiller, M. Handbuch Kunststoff-Additive, 4, Vollstindig Neu Bearbeitete Auflage; Hanser: Miinchen,
Germany, 2016; ISBN 9783446432918.

Plastics Additives Handbook, 6th ed.; Zweifel, H.; Maier, R.-D.; Schiller, M., Eds.; Hanser: Miinchen, Germany,
2009; ISBN 9783446408012.

Dulal, N.; Shanks, R.; Gengenbach, T.; Gill, H.; Chalmers, D.; Adhikari, B.; Pardo Martinez, I. Slip-additive
migration, surface morphology, and performance on injection moulded high-density polyethylene closures.
J. Colloid Interface Sci. 2017, 505, 537-545. [CrossRef] [PubMed]

Dulal, N.; Shanks, R.; Chalmers, D.; Adhikari, B.; Gill, H. Migration and performance of erucamide slip
additive in high-density polyethylene bottle caps. |. Appl. Polym. Sci. 2018, 135, 46822. [CrossRef]
Commission Regulation (EU) No 10/2011 of 14 January 2011 on Plastic Materials and Articles Intended to Come
into Contact with Food; COMMISSION REGULATION (EU) No 10/2011; Commission Regulation: Brussels,
Belgium, 2011.

Strube, A.; Buettner, A.; Groetzinger, C. Characterization and identification of a plastic-like off-odor in
mineral water. Water Supply 2009, 9, 299-309. [CrossRef]

Song, Y.S.; Al-Taher, F,; Sadler, G. Migration of volatile degradation products into ozonated water from
plastic packaging materials. Food Addit. Contam. 2003, 20, 985-994. [CrossRef]

Kort, M.; Nijssen, B. Experiences with Off-Flavor Research over the Last Decade. In Flavour Science: Proceedings
from XIII Weurman Flavour Research Symposium; Zaragoza in September 2011; Ferreira, V., Lopez, R., Eds;
Elsevier/Academic Press: Amsterdam, The Netherlands, 2014; pp. 459-463, ISBN 9780123985491.
Couturier, M. Erucamide-Free Closure and Liner Composition. WIPO Patent WO2004078833A2, 5 March 2003.
Available online: https://patentimages.storage.googleapis.com/ed/c7/71/532b443c0528cd/W0O2004078833A2.
pdf (accessed on 4 December 2020).

Hahladakis, J.N.; Iacovidou, E. Closing the loop on plastic packaging materials: What is quality and how
does it affect their circularity? Sci. Total Environ. 2018, 630, 1394-1400. [CrossRef]

Shuler, C.A.; Janorkar, A.V.; Hirt, D.E. Fate of erucamide in polyolefin films at elevated temperature.
Polym. Eng. Sci. 2004, 44, 2247-2253. [CrossRef]

Stuart, B.H. Infrared Spectroscopy: Fundamentals and Applications; John Wiley & Sons, Ltd.: Chichester, UK,
2004; ISBN 9780470011140.

Socrates, G. Infrared and Raman characteristic group frequencies. In Tables and Charts, 3rd ed.; Wiley:
Chichester, UK, 2010; ISBN 978-0-470-09307-8.

Hummel, D.O. Atlas of Plastics Additives; Springer: Berlin/Heidelberg, Germany, 2002; ISBN 978-3-540-42414-7.
Wallner, G.M.; Resch, K.; Teichert, C.; Gahleitner, M.; Binder, W. Effect of Material Structure and Additives
on the Optical Properties of PP Cast Films. Monatsh. Chem. 2006, 137, 887-897. [CrossRef]

Schweighuber, A.; Gall, M.; Fischer, J.; Liu, Y.; Braun, H.; Buchberger, W. Development of an LC-MS method
for the semiquantitative determination of polyamide 6 contaminations in polyolefin recyclates. Anal. Bioanal.
Chem. 2020. [CrossRef]

PubChem. Oleamide. Available online: https://pubchem.ncbi.nlm.nih.gov/compound/5283387 (accessed on
4 December 2020).

PubChem. Erucamide. Available online: https://pubchem.ncbi.nlm.nih.gov/compound/Erucamide (accessed
on 4 December 2020).

PubChem. Docosanamide. Available online: https://pubchem ncbinlm.nih.gov/compound/76468 (accessed
on 4 December 2020).

PubChem. Octadecanamide. Available online: https://pubchem.ncbinlm.nih.gov/compound/31292 (accessed
on 4 December 2020).

Ehrenstein, G.W.; Riedel, G.; Trawiel, P. Thermal analysis of plastics. In Theory and Practice; Hanser: Munich,
Germany, 2004; ISBN 978-3-446-22673-9.

Vyncke, G.; Fiorio, R.; Cardon, L.; Ragaert, K. The effect of polyethylene on the properties of talc-filled
recycled polypropylene. Plast. Rubber Compos. 2020, 1-8. [CrossRef]


https://www.plasticsnews.com/article/20121005/NEWS/310059974/polyethylene-to-see-more-use-during-switch-to-1-piece-caps
https://www.plasticsnews.com/article/20121005/NEWS/310059974/polyethylene-to-see-more-use-during-switch-to-1-piece-caps
http://dx.doi.org/10.1016/j.jcis.2017.06.040
http://www.ncbi.nlm.nih.gov/pubmed/28645037
http://dx.doi.org/10.1002/app.46822
http://dx.doi.org/10.2166/ws.2009.382
http://dx.doi.org/10.1080/02652030310001606014
https://patentimages.storage.googleapis.com/ed/c7/71/532b443c0528cd/WO2004078833A2.pdf
https://patentimages.storage.googleapis.com/ed/c7/71/532b443c0528cd/WO2004078833A2.pdf
http://dx.doi.org/10.1016/j.scitotenv.2018.02.330
http://dx.doi.org/10.1002/pen.20252
http://dx.doi.org/10.1007/s00706-006-0480-6
http://dx.doi.org/10.1007/s00216-020-03071-z
https://pubchem.ncbi.nlm.nih.gov/compound/5283387
https://pubchem.ncbi.nlm.nih.gov/compound/Erucamide
https://pubchem.ncbi.nlm.nih.gov/compound/76468
https://pubchem.ncbi.nlm.nih.gov/compound/31292
http://dx.doi.org/10.1080/14658011.2020.1807729

Sustainability 2020, 12, 10378 20 of 21

56.

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

73.

74.

75.

Gall, M.; Lang, R.W.; Fischer, J.; Niehoff, A.; Schmidt, S. Characterization of post-use Polyethylene and
Polypropylene Recyclate Blends for Pipe Applications. In Proceedings of the 19th Plastic Pipes Conference
PPXIX, Las Vegas, NV, USA, 24-26 September 2018.

Grabmayer, K.; Wallner, G.M.; Beiffmann, S.; Braun, U.; Steffen, R.; Nitsche, D.; Roder, B.; Buchberger, W.;
Lang, R.W. Accelerated aging of polyethylene materials at high oxygen pressure characterized by
photoluminescence spectroscopy and established aging characterization methods. Polym. Degrad. Stab. 2014,
109, 40-49. [CrossRef]

Grabmayer, K.; Wallner, G.M.; Beifimann, S.; Schlothauer, ].; Steffen, R.; Nitsche, D.; Roder, B.; Buchberger, W.;
Lang, R.W. Characterization of the aging behavior of polyethylene by photoluminescence spectroscopy:.
Polym. Degrad. Stab. 2014, 107, 28-36. [CrossRef]

Vilaplana, F; Karlsson, S. Quality Concepts for the Improved Use of Recycled Polymeric Materials: A Review.
Macromol. Mater. Eng. 2008, 293, 274-297. [CrossRef]

Jansson, A.; Moller, K.; Hjertberg, T. Chemical degradation of a polypropylene material exposed to simulated
recycling. Polym. Degrad. Stab. 2004, 84, 227-232. [CrossRef]

Wallner, G.M.; Povacz, M.; Hausner, R.; Lang, R.W. Lifetime modeling of polypropylene absorber materials
for overheating protected hot water collectors. Sol. Energy 2016, 125, 324-331. [CrossRef]

Resch, K.; Wallner, G.M.; Teichert, C.; Gahleitner, M. Highly transparent polypropylene cast films:
Relationships between optical properties, additives, and surface structure. Polym. Eng. Sci. 2007, 47,
1021-1032. [CrossRef]

Brouwer, M.T.; van Thoden Velzen, E.U.; Augustinus, A.; Soethoudt, H.; de Meester, S.; Ragaert, K. Predictive
model for the Dutch post-consumer plastic packaging recycling system and implications for the circular
economy. Waste Manag. 2018, 71, 62-85. [CrossRef]

Eriksen, M.K,; Christiansen, J.D.; Daugaard, A.E.; Astrup, T.F. Closing the loop for PET, PE and PP waste
from households: Influence of material properties and product design for plastic recycling. Waste Manag.
2019, 96, 75-85. [CrossRef]

Gall, M.; Wiener, M.; Chagas de Oliveira, C.; Lang, R.W.; Hansen, E.G. Building a circular plastics economy
with informal waste pickers: Recyclate quality, business model, and societal impacts. Resour. Conserv. Recycl.
2020, 156, 104685. [CrossRef]

Jmal, H.; Bahlouli, N.; Wagner-Kocher, C.; Leray, D.; Ruch, F; Munsch, J.-N.; Nardin, M. Influence of the
grade on the variability of the mechanical properties of polypropylene waste. Waste Manag. 2018, 75, 160-173.
[CrossRef] [PubMed]

Kamleitner, F.; Duscher, B.; Koch, T.; Knaus, S.; Archodoulaki, V.M. Upcycling of polypropylene-the influence
of polyethylene impurities. Polym. Eng. Sci. 2017, 57, 1374-1381. [CrossRef]

Teh, ] W,; Rudin, A.; Keung, ].C. A review of polyethylene—polypropylene blends and their compatibilization.
Adv. Polym. Technol. 1994, 13, 1-23. [CrossRef]

Jose, S.; Aprem, A.S.; Francis, B.; Chandy, M.C.; Werner, P.; Alstaedt, V.; Thomas, S. Phase morphology,
crystallisation behaviour and mechanical properties of isotactic polypropylene/high density polyethylene
blends. Eur. Polym. J. 2004, 40, 2105-2115. [CrossRef]

van Belle, A.; Demets, R.; Mys, N.; van Kets, K.; Dewulf, J.; van Geem, K.; de Meester, S.; Ragaert, K.
Microstructural Contributions of Different Polyolefins to the Deformation Mechanisms of Their Binary
Blends. Polymers 2020, 12, 1171. [CrossRef]

Lang, R.W.; Bradler, P.R.; Fischer, J.; Poehlmann, D.; Schmidt, S.; Niehoff, A. Quality and performance
assessment of in-plant and post-use PE recyclates for pipe applications. In Proceedings of the 18th Plastic
Pipes Conference PPXVII], Berlin, Germany, 12-14 September 2016.

Wagner, S.; Schlummer, M. Legacy additives in a circular economy of plastics: Current dilemma, policy
analysis, and emerging countermeasures. Resour. Conserv. Recycl. 2020, 158, 104800. [CrossRef]

Vera, P; Canellas, E.; Nerin, C. Identification of non volatile migrant compounds and NIAS in polypropylene
films used as food packaging characterized by UPLC-MS/QTOF. Talanta 2018, 188, 750-762. [CrossRef]
Moreta, C.; Tena, M.-T. Determination of plastic additives in packaging by liquid chromatography coupled
to high resolution mass spectrometry. J. Chromatogr. A 2015, 1414, 77-87. [CrossRef]

Naumoska, K.; Jug, U.; Metli¢ar, V.; Vovk, I. Oleamide, a Bioactive Compound, Unwittingly Introduced
into the Human Body through Some Plastic Food/Beverages and Medicine Containers. Foods 2020, 9, 549.
[CrossRef]


http://dx.doi.org/10.1016/j.polymdegradstab.2014.06.021
http://dx.doi.org/10.1016/j.polymdegradstab.2014.04.030
http://dx.doi.org/10.1002/mame.200700393
http://dx.doi.org/10.1016/j.polymdegradstab.2003.10.016
http://dx.doi.org/10.1016/j.solener.2015.12.035
http://dx.doi.org/10.1002/pen.20781
http://dx.doi.org/10.1016/j.wasman.2017.10.034
http://dx.doi.org/10.1016/j.wasman.2019.07.005
http://dx.doi.org/10.1016/j.resconrec.2020.104685
http://dx.doi.org/10.1016/j.wasman.2018.02.006
http://www.ncbi.nlm.nih.gov/pubmed/29463419
http://dx.doi.org/10.1002/pen.24522
http://dx.doi.org/10.1002/adv.1994.060130101
http://dx.doi.org/10.1016/j.eurpolymj.2004.02.026
http://dx.doi.org/10.3390/polym12051171
http://dx.doi.org/10.1016/j.resconrec.2020.104800
http://dx.doi.org/10.1016/j.talanta.2018.06.022
http://dx.doi.org/10.1016/j.chroma.2015.08.030
http://dx.doi.org/10.3390/foods9050549

Sustainability 2020, 12, 10378 21 of 21

76.

77.

78.

79.

80.

81.

82.

83.

84.

85.

86.

87.

88.

Jug, U.; Naumoska, K.; Metli¢ar, V.; Schink, A.; Makuc, D.; Vovk, L; Plavec, J.; Lucas, K. Interference of
oleamide with analytical and bioassay results. Sci. Rep. 2020, 10, 2163. [CrossRef]

Getachew, P.; Getachew, M.; Joo, J.; Choi, Y.S.; Hwang, D.S.; Hong, Y.-K. The slip agents oleamide and
erucamide reduce biofouling by marine benthic organisms (diatoms, biofilms and abalones). Toxicol. Environ.
Health Sci. 2016, 8, 341-348. [CrossRef]

Sun, C.; Zhang, D.; Wadsworth, L.C. Corona treatment of polyolefin films? A review. Adv. Polym. Technol.
1999, 18, 171-180. [CrossRef]

Dai, L.; Xu, D. Polyethylene surface enhancement by corona and chemical co-treatment. Tetrahedron Lett.
2019, 60, 1005-1010. [CrossRef]

Izdebska, ]. Corona Treatment. In Printing on Polymers: Fundamentals and Applications, 1st ed.; Izdebska, J.,
Thomas, S., Eds.; Elsevier Reference Monographs: Amsterdam, The Netherlands, 2015; pp. 123-142,
ISBN 9780323374682.

Peloso, C.W.; O’Connor, M.].; Bigger, S.W.; Scheirs, J. Characterising the degradation of the polymer slip
additive erucamide in the presence of inorganic antiblock agents. Polym. Degrad. Stab. 1998, 62, 285-290.
[CrossRef]

Juan, R.; Dominguez, C.; Robledo, N.; Paredes, B.; Garcia-Mufioz, R.A. Incorporation of recycled high-density
polyethylene to polyethylene pipe grade resins to increase close-loop recycling and Underpin the circular
economy. J. Clean. Prod. 2020, 276, 124081. [CrossRef]

Hahladakis, ].N.; Velis, C.A.; Weber, R.; Iacovidou, E.; Purnell, P. An overview of chemical additives present
in plastics: Migration, release, fate and environmental impact during their use, disposal and recycling.
J. Hazard. Mater. 2018, 344, 179-199. [CrossRef] [PubMed]

Azapagic, A.; Emsley, A.; Hamerton, I. Polymers. In The Environment and Sustainable Development; J. Wiley:
West Sussex, UK; Hoboken, NJ, USA, 2003; ISBN 0471877417.

Kerscher, U. Towards a Sustainable Future? The EU Policies Concerning Plastics and Their Didactical
Potential for Primary and Secondary Teaching. Discourse Commun. Sustain. Educ. 2019, 10, 47-62. [CrossRef]
Miilhaupt, R. Green Polymer Chemistry and Bio-based Plastics: Dreams and Reality. Macromolecular
Chemistry and Physics. Macromol. Chem. Phys. 2013, 214, 159-174. [CrossRef]

Thompson, R.C.; Swan, S.H.; Moore, C.J.; vom Saal, E.S. Our plastic age. Philos. Trans. R. Soc. Lond. B Biol.
Sci. 2009, 364, 1973-1976. [CrossRef]

Lang, R.W. Kunststoffe—Schliisselwerkstoffe fiir Eine Nachhaltige Entwicklung. Available online:
https://www.kunststoff-cluster.at/partnerunternehmen/unser-nachrichtenportal-ihre-medienpraesenz/
detail/news/kunststoffe-schluesselwerkstoffe-fuer-eine-nachhal/ (accessed on 29 March 2019).

Publisher’s Note: MDPI stays neutral with regard to jurisdictional claims in published maps and institutional
affiliations.

@ © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1038/s41598-020-59093-1
http://dx.doi.org/10.1007/s13530-016-0295-8
http://dx.doi.org/10.1002/(SICI)1098-2329(199922)18:23.0.CO;2-8
http://dx.doi.org/10.1016/j.tetlet.2019.03.013
http://dx.doi.org/10.1016/S0141-3910(98)00009-3
http://dx.doi.org/10.1016/j.jclepro.2020.124081
http://dx.doi.org/10.1016/j.jhazmat.2017.10.014
http://www.ncbi.nlm.nih.gov/pubmed/29035713
http://dx.doi.org/10.2478/dcse-2019-0005
http://dx.doi.org/10.1002/macp.201200439
http://dx.doi.org/10.1098/rstb.2009.0054
https://www.kunststoff-cluster.at/partnerunternehmen/unser-nachrichtenportal-ihre-medienpraesenz/detail/news/kunststoffe-schluesselwerkstoffe-fuer-eine-nachhal/
https://www.kunststoff-cluster.at/partnerunternehmen/unser-nachrichtenportal-ihre-medienpraesenz/detail/news/kunststoffe-schluesselwerkstoffe-fuer-eine-nachhal/
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Changing Policies and Regulatory Requirements Affecting Plastic Bottles and Their Caps 
	Characteristics of Plastic Bottle Cap Materials 
	Goal and Scope 

	Materials and Methods 
	Materials 
	Sample Preparation 
	Methods 
	Infrared Spectroscopy (ATR-FTIR) 
	High-Performance Liquid Chromatography (HPLC-UV) 
	Differential Scanning Calorimetry (DSC) 


	Results 
	Spectroscopic Surface Characteristics of Selected Commercial Resins and Caps 
	Bottle Cap Recyclates (BCRs) 
	Polymeric Constituents of Bottle Cap Recyclates (BCRs) 
	Evidence for Legacy Additives in Plastic Bottle Cap Recyclates 
	Identification and Quantification of Selected Slip Agents as Examples of Product-Specific Legacy Additives 


	Discussion 
	Conclusions 
	References

