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Abstract: Textile wastewater is polluted by inorganic/organic substances, polymers, dyes, and
microfibers (MFs), which are microplastics (MPs) and natural fibers. This work is aimed at the
preliminary investigation of MFs and MPs in textile industrial wastewater, and at evaluating the
removal efficiency of an on-site wastewater treatment plant (WWTP). Ten samples of inflows and
outflows of the WWTP of a textile company (applying a physic-chemical process) have been analyzed.
Firstly, the samples underwent a pretreatment with 15% hydrogen peroxide at 25 °C for 5 days to
remove organic compounds. Secondly, the MFs were recovered from the aqueous phase by pre-
screening centrifugation, density separation, and filtration as alternative options. Filtration obtained
the best performances, compared to the other recovery processes. Thirdly, the MFs were counted
through optical microscopy and the MPs were identified through micro-FTIR. The MFs amount in
the inflow samples was in the range of 893-4452 MFs/L. The outflow samples (310-2404 MFs/L)
exhibited a 38-65% reduction compared to the inflows, demonstrating that up to 62% of residual
MFs can enter the sewer network or the receiving water body. Cotton and wool, and numerous
MPs (acrylic, polyester, polypropylene, polyamide, and viscose/rayon) were identified in the inflow
and outflow samples (with the only exception of “dense” viscose (rayon), not detected in the out-
flows, and probably retained by the WWTP with the sludge). This study, even if just preliminary,
offers interesting hints for future research on MFs/MPs detection in textile wastewater, and on the
performance of a full-scale WWT process for their removal.
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1. Introduction

Microplastics (MPs) are particles smaller than 1 mm, according to ISO/TR 21960 [1],
while the scientific literature classifies MPs as particles up to 5 mm [2-5]. MPs can
have different shapes (fibers, granules, fragments, etc.) and they have been detected in
aquatic ecosystems, urban runoff, and wastewater [6]. MPs can derive from many sources
(e.g., tires wearing, clothes washing, etc.) [7,8]. MPs can enter the human body through
food such as milk [9], honey [10], salt [11], seafood and fish [12], drinking water [13], and
air [14,15], posing serious health risks [16]. The annual intake of MPs in the United States
was estimated between 39,000 and 121,000 particles per person, based on the consumption
of food, bottled water, and air inhalation [17]. MPs’ capacity to interact with human body
tissues may result in inflammatory lesions, and MPs’ potential to influence immunological
and metabolic illnesses has been hypothesized [18].
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MPs” analysis in water typically involves three consequent steps [19], not yet standard-
ized, as follows. Firstly, a pretreatment is used based on the use of reagents
(e.g., hydrogen peroxide, Fenton’s reagent, hydrochloric acid, sodium/potassium hy-
droxide, enzymes, etc.), and aimed at removing organic compounds [20]. Secondly, MPs
are recovered from the aqueous phase to be analyzed [21,22], via density separation [23],
vacuum filtration [24], or centrifugation [25]. Thirdly, MPs are quantified (usually through
optical and stereo microscopy) and characterized through microscopy coupled with Fourier
Transform Infrared (micro-FTIR), Near Infrared (NIR), Raman, Nuclear Magnetic Reso-
nance (NMR) spectroscopy, Scanning Electron Microscopy (SEM) and Energy Dispersive
X-ray Spectroscopy (EDS). Fourier-transform infrared (FTIR) spectroscopy is the most
widely used method for detecting MPs, thanks to its repeatability and nondestructive
nature [26]. Micro-FTIR can identify MPs smaller than 20 pm, which is a limitation of
FTIR [27].

MPs are very common in the inflows of urban wastewater treatment plants (WWTPs) [28]
and state-of-the-art WWT technologies are not able to produce MPs-free effluents [29-31].
MPs found in the inflows of urban WWTPs may be microfibers (MFs), granules, pellets,
films, fragments, etc., and usually, the MPs detected in the effluents of urban WWTPs are
MFs [28], as the other types tend to be eliminated in the settling phase [32]. An Italian
study [33] showed that WWT can remove up to 84% of MPs and that every day 1.6 billion
MPs are released into freshwater through the effluent, while the agricultural disposal of
the sludge implied a daily deposition of 3.4 billion MPs into the soil. A study related to a
Turkish WWTP [34] revealed 73-79% MPs’ removal efficiency, based on a concentration
of 1-6.5 million particles per day in the influent, and up to 1.5 million residual MPs per
day in the effluent. A review [35] analyzing 15 studies reported an overall efficiency
in MPs removal up to 90%. Another review analyzing the performances of 16 urban
WWTPs all over the world [28] reported an overall efficiency in MPs’ removal in the range
of 60-99.9% depending on the applied technology. The highest MPs removal efficiency
(99.9%) was reported for membrane bioreactor (MBR) processes [36,37]. A recent Italian
study [38] analyzing three WWTPs demonstrated that MBR technology allows to greatly
improve (up to 76%, compared to active sludge with or without primary settling) the
concentration of MPs in the sludge. Considering the consequent phases of state-of-the-art
WWT, mostly based on active sludge processes, it was reported [19,31] that 35-59% of
MPs are removed through preliminary treatments, 50-98% via primary settling, up to 20%
through secondary settling, and that about 2% residual MPs can be detected in the effluent.
The high variability of the MPs’ removal performances reported by literature is a key critical
issue for the transferability of its results to the full scale. It should be mentioned that MPs-
targeted WWT technologies are still in the research phase [19,28]. Standardization and/or
harmonization of MPs’ recovery and analysis procedures are urgently required to facilitate
a critical analysis of the results of the available literature [19]. Moreover, inconsistencies
have often been reported between the MPs concentrations adopted in the experimental
studies with the ones found in the environment [39].

A relevant source of MPs in wastewater is textiles” washing [40] accounting for up to
35% of the total MPs identified in aquatic ecosystems [41] and the textile industry has a
key role in introducing MPs and natural MFs (as wool, cotton, etc.) in the environment. A
link between the concentration of MPs and MFs in freshwater and sediments in a specific
local context and the intensity of textile industrial activities has been demonstrated [42-44].
Some studies describing Chinese textile industrial districts (holding the largest share of
synthetic fibers” production in the world) [45] reported a concentration of MFs > 54,000/L
in the wastewater [46] and a residual concentration in the effluent of 537 MFs/L; an
average concentration of 362 MFs/L in the wastewater [47]; an average concentration of
334 MFs/L in the wastewater [30] and a residual concentration of 16 MFs/L in the effluent
(95% removal). A concentration of 0.02 &= 0.02 g MPs/L in textile wastewater was reported
by a Portuguese study referring to one single sample [48].
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As mentioned before, extensive literature is available on MPs detection and analysis in
urban wastewater and on the assessment of the efficiency of up-to-date WWT technologies
in their removal. On the other hand, to our knowledge, the release of MPs in textile
wastewater was previously explored by only a few studies [30,46—48], analyzing single
samples collected from different facilities, and reporting highly variable data. In these
references, the variability at the time of MPs concentration in textile wastewater was not
considered, and the removal performances of the existing WWTPs have not been analyzed
specifically referring to the applied technologies. The novelty of this study is based on
several issues, as follows. Firstly, multiple samples collected at the inflow and outflow
of a full-scale industrial WWTP located in a textile industry have been considered. This
study was preliminary; the idea was to explore the variability of MPs’ concentration in a
specific facility for some months without yet performing a systematic sampling campaign.
Secondly, this study allowed us to preliminary investigate the performances of a full-
scale WWTP based on a coagulation/settling process, which is a technological solution
commonly applied to the on-site treatment of industrial textile wastewater [49]. This
study analyzed MPs through optical microscopy and micro-FTIR, considering 10 samples
supplied by a Turkish textile company producing different types of synthetic fabrics.
The company performs an on-site physic-chemical WWT process, and the samples have
been collected for 5 months from its inflow and outflow. This study has two main aims:
(i). investigating the amount and characteristics of MPs in the wastewater of a textile
industry; (ii). assessing the performances of a full-scale physic-chemical WWT process
towards MPs’ removal. Moreover, this study pre-screened different options for the recovery
of MPs from the pretreated aqueous samples, comparing centrifugation, density separation,
and filtration.

2. Materials and Methods
2.1. Samples Origin and Pretreatment

A Turkish textile company producing wool, cotton, acrylic, polyamide, polyester,
polypropylene, and viscose (rayon) fabrics, provided 10 wastewater samples (1 L) collected
along 5 months (17 February, 23 March, and 8-13-14 June) in 2022. Before starting the
sampling, all equipment was cleaned with distilled water and sterilized with ethanol.
The bottles were manually filled with wastewater, and after being capped, they were
covered with paraffin and stored in the refrigerator until the analysis to prevent bacterial
growth. On these dates, 5 samples were collected at the inflow of the on-site WWTP,
and 5 at the outflow. The inflow samples were made of the wastewater deriving from all
the wet processes (dyeing, rinsing, softening, mechanical /chemical finishing) performed
in the factory on the numerous types of fabrics produced. The outline of the on-site
WWTP is based on a multi-phase physic-chemical process aimed at controlling pH, organic
substances, and suspended solids through the addition of lime, iron-sulfate, and anionic
polyelectrolyte in consequent stirred reactors, ending the process with a settling tank. The
outflow samples were collected from the clarified effluent of the settling phase.

Before starting the processing, all equipment was cleaned with distilled water and
sterilized with ethanol. Then the 1 L samples were pretreated for 5 days with 15% hydrogen
peroxide (Merck KGaA, Darmstadt, Germany) at 25 °C [50-52].

2.2. MFs’ Recovery

MFs’ recovery from the pretreated aqueous phase was explored by testing centrifuga-
tion, density separation, and filtration [24,53] as alternative options. These tests had the
mere purpose of pre-screening, and they were performed on three aliquots of one of the
inflow samples (collected on March 23). All samples deriving from different recovery pro-
cesses were vacuum filtered on 0.7 um pore size glass fiber (GF) (Whatman, 47 mm diameter),
and dried at 40 °C overnight before MFs/MPs’ analysis. Centrifugation (6000 rpm for
20 min, Hermle LaborTechnik Z206A, Wehingen, Germany) generated two phases,
i.e., sediments and supernatant, both filtered on GF. Density separation consisted of adding
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150 g NaCl to the pretreated sample, and then, left to settle for a day; the resulting sink and
float fractions were filtered on GF. Filtration was performed under vacuum on GF as above
specified. The performances of the three different recovery processes have been evaluated
through a visual count of the MFs on the GF filters (see Section 2.3).

2.3. MFs and MPs Analysis

The recovered MFs have been quantified by visual counting through a Leica OR-
THOLUX II POL-MK (Wetzlar, Germany) optical microscope with normal and UV light,
allowing the identification of fibers containing UV stabilizers. A Shimadzu AIM- 9000
Micro-FTIR was used to characterize the MFs, and MPs recovered on the GF filters in the
wavelength range 7004000 cm~!. SHIMADZU-T-Polymer2 was the spectra library used.

3. Results and Discussion
3.1. Preliminary Comparison of the Different Recovery Processes

The result of the analyses of the GF filters resulting from the preliminarily tested re-
covery processes (Figure 1, 23 March sample) was as follows. MFs were surely collected by
centrifugation, but some were still found in the supernatant. Density separation revealed
that MFs were found in both sink and float fractions, due to the heterogeneous distribution
of MFs’ density. Finally, due to the high turbidity of the sample, an efficient filtration
required multiple GF filters. In any case, filtration seemed the most effective recovery
technique since it was able to collect MFs within a single phase, while the other techniques
required two phases (more time-energy-consuming) and were not efficient. The achieved
results are confirmed by literature, where different recovery processes have been applied
to recover MPs from various types of samples. Specifically, density separation gave good
results with sediments [51,53], centrifugation with sludge and bio-solids [54,55]. On the
other hand, filtration achieved the best performance with aqueous samples [23,56,57]. In the
study by Lares et al. [58], municipal wastewater and digested sludge samples underwent
six different procedures (filtering, wet peroxide oxidation, degradation with KOH, oil ex-
traction, density separation, and drying), previously used in MPs investigations in various
media. The procedures were assessed by analyzing recovery rates, time consumption, ben-
efits, and drawbacks. Filtration with size fractionation was found to be the most effective
method for both wastewater and sludge samples, with 91.4% and 92.9% MPs recovery rates,
respectively [58]. In a similar way, a review by Liu et al. [54] focused on current research on
the presence and transmission of MPs in WWTPs and compared sampling and separation
methods and analytical techniques for identifying and characterizing MPs. The review
emphasized that filtration is the recommended method to remove and separate MPs from
wastewater and sludge samples [59].

It is also interesting to observe that this research considered MFs and MPs larger than
0.7 um, as all samples were filtered on 0.7 um pore size GF (see Section 2.2). Literature
reports that various materials (quartz, glass, nitrocellulose, cellulose, polycarbonate) and
pore dimensions (from 0.2 to 12 um) were used to recover MFs and MPs [51,53,55,56]. The
filter composition and porosity were chosen depending on the analyzed sample (e.g., sludge,
water, solid) and the analytical technique adopted for the identification. It should be noticed
that, on one hand, the filter discards the MFs/MPs having dimensions below its porosity; on
another hand, the accuracy of their identification is less reliable with small particles [60,61].
For these reasons, the Joint Research Centre of the European Commission [62] suggested a
cut-off of particles smaller than 0.1 mm.

3.2. MPs Amount and Characterization

Depending on the turbidity of the samples, multiple GF filters (1 to 5) were necessary
to recover MFs from the aqueous phase; thus, Table 1 shows variable numbers of filters (F)
for each sample. The number of MFs was visually measured only on samples pretreated
and vacuum filtered, i.e., the GF filters obtained from the tests on centrifugation and density
separation were excluded from this measurement (see Section 2.2). This implies that the



Microplastics 2022, 1

576

count of MFs in the inflow sample collected on March 23 was performed only on one third
of its volume; therefore, the sum of the MFs collected on the filters was multiplied by three
to obtain the total estimated number of MFs for that sample.

Table 1. MFs quantification in the inflow and outflow samples pretreated and vacuum filtered.

Samples 17 February 23 March 8 June 13 June 14 June
F1 =447 Ilj; : AZLZS F1=1921 F1 =870 F1=1022
Inflow F2 = 446 F3 =767 F2 = 834 F2 =539 F2 = 642
Total = 893 Total * =4452  Total = 2755 Total = 1409 Total = 1664
F1 =491
F2 = 416 F1 =625 F1 =476 F1 =343
F3 =428
Outflow F1 =310 F4 = 635 F2 =375 F2 =391 F2 =377
F5 =434 1= 1= 1=
Total = 2404 Total = 1000 Total = 867 Total =720

% Decrease 65 46 63 38 56
* see Section 3.2.

The results of MFs visual count through optical microscopy (Table 1 and Figures 1 and 2)
showed that the average amount of MFs in the analyzed samples was for the inflow samples
in the range 893-4452 MFs/L, while for the outflow samples in the range 310-2404 MFs/L.
It should be noticed that the number of MFs in the inflow and outflow of the on-site WWTP
is highly variable in the analyzed samples. These values are higher compared to the few
data reported by literature (circa 300 MFs/MPs per L) [30,47].

Considering the MFs’ removal efficiency, the obtained values were again highly vari-
able and between 38 and 65% (average 54 + 11%), with the average and three values out
of five (Table 1) in agreement with the range reported by literature for primary settling
(50-98%) [19,31].

For characterization, the MFs detected through an optical microscope were measured
one by one, obtaining fiber lengths ranging from 10 um to 5 mm in all samples (Figure 3).

A high variability in the distribution of dimensions of MFs can be observed among the
different samples. While in the samples of 17 February, 23 March, and 8 June the dimensions
(both for inflow and outflow) of MFs are mainly in the range between
10 um and 1 mm, in the samples of 13 and 14 June the distribution of dimensions in
inflow samples is more homogenous, reaching a percentage of 20% of MFs of dimension
between 1-2 mm (13 and 14 June samples). However, in all the samples the MFs with
dimensions minor than 1 mm are predominant both in inflow and in outflow. The highest
amount of MFs in the range between 10 um and 0.1 mm has been detected in the inflow
sample of 17 February (25% in comparison with 8-13% in the other samples) and the
number increases in the outflow sample collected in the same data (reaching 30%). The
MFs length class between 0.1 mm and 0.5 mm is for the samples 17 February, 23 March,
and 8 June most abundant, reaching the maximum of 38% in outflow (17 February, 8 June)
and 36% in inflow (17 February, 8 June). The 13 June sample is characterized by the most
abundant MFs length class respectively of 0.5-1 mm for inflow (22%) and of 0.1-0.5 mm
for outflow (32%). The 14 June sample is characterized by a maximum of length MFs in
the length class 2-3 mm for the inflow sample (20.0%) and 10 pm-0.1 mm for the outflow
sample (33%).
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Figure 1. Microscopic images (normal and UV light) of the filters deriving from the inflow samples.
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Figure 2. Microscopic images (normal and UV light) of the filters deriving from the outflow samples.
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Figure 3. Distribution of MFs’ lengths in the inflow and outflow samples.

Comparing the length of the MFs in the inflow and outflow samples for each sampling
date, overall the outflow samples exhibited a higher amount (82.0 = 6.1%) of particles
having dimensions below 1 mm compared to the inflow samples (64.8 £ 8.3%), confirming
that larger particles tend to settle with the chemical sludge in the on-site WWTP.

The results of micro-FTIR analysis (Table 2) allowed us to identify the recovered MFs in
the inflow samples as cotton and wool, and numerous MPs were made of acrylic, polyester,
polypropylene, polyamide, and viscose (rayon) (Figure 4). On the other hand, the MFs
detected in the outflow samples were cotton and wool, and fewer MPs made of acrylic,
polyester, polypropylene, and polyamide, with only viscose (rayon) not detected. These
results are due to the different densities of the textile fibers. When considering natural
fibers, the density of cotton fiber ranges from 1.50-1.54 g/cm?; whereas, that of wool fiber is
1.30 g/cm?®. The densities/ranges for acrylic, polyamide, polyester, and polypropylene
fibers are 1.52, 1.02-1.18, 1.22-1.38, and 0.95-0.96 g/ cm3, respectively [36]. Certain re-
generated fibers, such as viscose (rayon), can have a significantly larger density range
(1.53-4.50 g/cm?) [63]. These are quite dense compared to other fibers and were not de-
tected in the outflow samples probably because they settled with the sludge in the textile
company’s WWTP.
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Table 2. Types of MFs and MPs identified in the considered samples.

Samples 17 February 23 March 8 June 13 June 14 June
Acrylic Acrylic Acrylic Acrylic Acrylic
Cotton Cotton Cotton Cotton Cotton
Polyester Polyester Polyamide Polyester Polyester
Inflow Polypropylene Polyester Viscose (rayon)  Viscose (rayon)
Viscose (rayon)  Viscose (rayon)
Wool
Acrylic Cotton Cotton Acrylic Cotton
Cotton Polyester Polyamide Cotton Polyester
Outflow Polypropylene Polyester Polyester
Wool

In detail, the following fibers were detected through micro-FTIR (Figure 4): acrylic
(C—-H stretching at 2924-2853, C=0 stretching at 1734, CEN stretching at 2242, and C-C
stretch in-ring at 1452); cotton (O-H stretching at 3300, C—H stretching at 2896, C=0 stretch-
ing at 1730, C-H bending at 1428, C-C, C-O, and C-O-C stretching at 1030); polyamide
(N-H stretching at 3293, C-H stretching at 2932-2857, C=0 stretching at 1631, C-H stretch-
ing at 1536-1460, and C-N stretching at 1373); polyester (C-H stretching at 2968-2908,
C=0 stretching at 1710, aromatic ring at 15041405, the carboxylic acid (C-O) at 1242,
ester (O=C-0O-C) at 1093, and aromatic (C-H) at 718); polypropylene (C-H stretching at
2952-2918-2823, C-H bending at 1455-1375, C-C bending at 1165); viscose(rayon) (O-H
stretching at 3450, C-H stretching at 2900, N-H bending at 1655-1545, and C-O stretching
at 1050); and wool (O-H stretching at 3300 and C-N stretching at 1227-1350-1506).
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Figure 4. Cont.
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Figure 4. Results of the Micro-FTIR analyses on the recovered MFs and MPs.
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4. Conclusions

This study had two objectives: preliminarily investigating MFs/MPs amount in
wastewater samples collected at a Turkish textile company producing natural and synthetic
fabrics; and evaluating the removal efficiency of an on-site WWTP performing a physic-
chemical process based on multi-coagulation and settling. A total of 10 samples, 5 from
the inflow and 5 from the outflow of the WWTP, have been collected over 6 months. The
samples were pretreated to eliminate organic compounds and the MFs were recovered
through vacuum filtration. With regards to the first objective, the MFs amount in the inflow
samples was in the range of 893-4452 MFs/L, exhibiting a wide variability within the
analyzed samples. Considering the second objective, the outflow samples demonstrated a
38-65% reduction in MFs compared to the inflows, in line with the performances reported
by literature for primary settling applied in full-scale WWTPs. With regards to the MFs’
length, the outflow samples exhibited a higher amount (82.0 £ 6.1%) of particles having
dimensions below 1 mm compared to the inflow samples (64.8 & 8.3%), confirming that
larger particles tend to settle with the sludge. Cotton and wool and numerous synthetic
fibers (acrylic, polyester, polypropylene, polyamide, and viscose (rayon)) were identified
in the inflow and outflow samples. The only exception was that viscose (rayon) was not
detected in the outflows and was probably retained by the WWTP with the sludge because
of its higher density compared to other fibers.

These results demonstrated that, within the considered samples, the on-site WWT
facility exhibited unsatisfactory performances of about MPs removal. Up to 62% o residual
MFs can enter the sewer network, and thus, be a burden for the local urban WWTP. In the
worst case, if a direct discharge in the surface water is foreseen, the residual MFs/MPs
can pollute the receiving water body. The textile company providing the samples could
improve the performance of the on-site WWT about MFs/MPs removal by enhancing
the coagulation/settling process and increasing the coagulants’ dose, though a larger
amount of chemical sludge to be disposed of should be accounted for. This study has the
characteristics of a preliminary investigation, considering the limited number of samples
analyzed. However, it may provide some interesting hints for future research on the topic.
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