
1

Vol.:(0123456789)

Scientific Reports |         (2023) 13:4247  | https://doi.org/10.1038/s41598-023-31488-w

www.nature.com/scientificreports

Rapid oxidative fragmentation 
of polypropylene with pH control 
in seawater for preparation 
of realistic reference microplastics
Hisayuki Nakatani 1,3*, Yuina Ohshima 1, Taishi Uchiyama 1, Suguru Motokucho 1,3, 
Anh Thi Ngoc Dao 1, Hee‑Jin Kim 2, Mitsuharu Yagi 2 & Yusaku Kyozuka 3

Various tiny plastic particles were retrieved from the sea and studied using scanning electron 
microscopy/energy-dispersive X-ray spectroscopy (SEM/EDX) analysis to prepare realistic reference 
microplastics (MP). Most of the MP exhibited a diameter of < 20 × 10−6 m and 0.1–0.2 molar ratios 
of oxygen to carbon atoms (O/C), indicating that they primarily comprised polyethylene (PE), 
polypropylene (PP), and polystyrene (PS). It took a long time to reproduce such O/C ratios in standard 
laboratory weathering methods. For example, degrading of 30 × 30 × 0.060 mm PP film required 
75 days for the 0.1 ratio, even with an advanced oxidation process (AOP) using a sulfate radical anion 
(SO4·−) initiator in distilled water at 65 °C. However, seawater drastically improved the PP degradation 
performance of AOP under a weak acid condition to achieve the 0.1 ratio of PP film in only 15 days. The 
combination of seawater and the SO4·− initiator accelerated the degradation process and showed that 
the MP’s size could be controlled according to the degradation time.

A part of plastic litter presents a severe issue when discarded in the marine environment because it spreads to 
the sea and leads to MP pollution1–14. PE, PP, PS, polyvinylchloride (PVC), and polyethylene terephthalate (PET) 
are produced globally on a huge scale. These commercially produced plastics constitute approximately 80% of all 
thermoplastics15,16. For example, PP and PE represent 22% and 23% of Japanese resin manufacturing (in 2018), 
respectively. Most plastic litter comprises PE, PP, PS, PVC, and PET17. Consequently, marine MP production 
mainly results from degradation of macroscopic PP, PE, and PS pieces, which are likely generated by sunshine 
exposure12–14. The MPs of PP, PE, and expanded PS (EPS) products float on the sea surface due to low density. 
These polymers have poor biodegradability and remain in the marine environment for a long time. Further-
more, the MPs partially spread from the sea to the atmosphere18. The primary place of MP production has not 
been clarified yet. For instance, one group was generated in a terrestrial region (on land) and others in the sea19. 
Although the MPs are produced in various places, it is considered that they are primarily produced in the sea and 
its surroundings. The MP production mechanisms on land and sea differed considerably19. Delamination was 
observed on the surface of MPs retrieved from the seashore. However, no delamination marks but an abrasion 
patch structure occurred on the MP surface retrieved from the riverside19. The delamination part becomes a much 
smaller MP, which is released into the sea. MP preparation in seawater is desired for a realistic reference sample.

In our previous study, PP degradation tests were performed in distilled water via an advanced oxidation 
process (AOP) using SO4·−19, where SO4·− functioned as a highly efficient initiator for plastic degradation. How-
ever, many types of organic and inorganic constituents exist in the sea. Specifically, Cl− reacts with OH· and 
inhibits photodegradation (autoxidation) initiation20,21. Marine MP generation involves autoxidation in seawater. 
Therefore, to investigate the effects of marine MP on marine ecosystems, it is necessary to develop an accelerated 
degradation method to establish a realistic reference of marine MP quickly; however, the effects of Cl− inhibiting 
the autoxidation process make it challenging. Therefore, a new initiator is needed to replace OH· to promote 
autoxidation in seawater. SO4·− would also be an effective initiator in seawater, as Cl− converts it to OH·22, with 
some produced OH· simultaneously inhibited by it. There is competition between the two species; however, 
the preponderance of the OH· formation promotes the autoxidation process. Furthermore, SO4·− is gradually 
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converted to SO4
2–, affecting the pH of alkaline seawater, with the equilibria of the reaction dependent on pH23. 

This change in pH accelerates the autoxidation process. It is considered that SO4·− shortens the time required to 
prepare the realistic reference of marine MP because of these effects.

There is a need for realistic reference material that simulates environmental MPs in the oceans. Therefore, 
we collected and characterized marine MPs in the sea near Nagasaki Prefecture, Japan. They simulated acceler-
ated marine degradation of PP in the laboratory, and compared the degradation products with the marine MPs. 
In this study, the size and O/C molar ratios of marine MP particles were determined using scanning electron 
microscopy (SEM)/energy-dispersive X-ray spectroscopy (EDX) analysis to establish a new method for pre-
paring a realistic reference marine MP. The reference PP was prepared via AOP degradation using SO4·− as an 
autoxidation initiator in seawater. The degraded sample was studied for its degradation behavior, shape, O/C 
molar ratio, and size to evaluate the action of seawater on the plastic. The obtained results were evaluated for 
their equivalence with marine MP.

Materials and methods
Materials.  PP was supplied by Prime Polymer Co., Ltd. (product name: J-700GP). The Melt flow rate (MFR: 
ISO 1133:2005) and density were 8 g/10 min and 0.9 g/cm3, respectively. Potassium persulfate (K2S2O8) and 
bumetrizole were purchased from Wako Pure Chemical Industries. Sea water was retrieved from Nagasaki fish-
ing port in Nagasaki city, Nagasaki, Japan (around S1 in Table S1).

Scanning electron microscope (SEM) with energy dispersive x‑ray spectroscopy analysis.  The 
SEM/EDX analysis was carried out with a JSM-7500FAM (JEOL) at 5.0 kV. The working distance was about 
3 × 4 mm. Samples were placed in dried oven maintained at 27 °C for 30 min and were sputter-coated with gold 
before SEM imaging.

Particle size measurement.  The fragment sample size was measured with an optical microscope (Nikon 
ECLIPSE 50/POL) or with a dynamic light scattering method (Otsuka Electronics Co., Ltd. ELSZ-2000ZS).

Differential scanning calorimetry (DSC) measurement.  The DSC measurements were made with a 
SHIMADZU DSC-60 Plus. The 5 mg samples were sealed in aluminum pans. The measurement of the samples 
was carried out at a heating rate of 10 °C/min in the measurement range from 30 to 250 °C under a nitrogen 
atmosphere.

MP retrieving from the sea.  MP retrieving was carried out on 26th July 2021 using the training vessel 
T/V Kakuyo-maru (155 gross tonnage: Faculty of Fisheries, Nagasaki University)24,25. The sampling stations were 
summarized in Table S1. Each sampling of 1 L sea water was carried out in one day. The samples denoted as “D” 
were collected using a Conductivity Temperature Depth profiler (CTD) system at ca. 50 m below the sea level 
(the sampling site was middle of the water column), and on the other hand the surface sampling (denoted as “S”) 
was carried out with a 3 L stainless bucket. The CTD system comprised with a rosette of Niskin bottles made of 
polyvinylchloride (PVC) and a CTD profiler. The sampled seawater was transferred to a 1-L bottle made of PE 
and stored. There were contaminants of PVC and PE MPs as a matter of course. Therefore, particles identified as 
PVC by SEM/EDX analysis were removed from marine MPs (a few). The contaminants of PE MPs were counted 
as they were, although they were considered to be coexistent with unoxidized materials (O/C ≈ 0).

Filtration for SEM/EDX observation of MP retrieved from the sea.  Filtration was carried out with 
a polycarbonate membrane filter (Merck Isopore™ membrane) with 8 µm pore size without pretreatment. The 
filtration volume per sample was 100 ml, and one filter was used for the filtration of one sample.

Degradation using advance oxidation process (AOP).  The PP film was molded into thin films 
(30 × 30 × 0.060 mm) by compression molding at 180 °C under 10 MPa for 11 min. The AOP degradation proce-
dure was according to the previous reports22,26. (1) Each five pieces of the film were put into a 100 ml glass vessel 
equipped with a 20 ml aqueous solution containing 0.54 g K2S2O8 at ca. 65 °C for 12 h under stirring by a stirrer 
tip with a speed of ca. 100 rpm. (2) The equal amount of K2S2O8 aqueous solution was added to compensate for 
the consumption of oxidant, and the degradation was continued for another 12 h under the same conditions. (3) 
And then only the five pieces of the film were moved to a new 100 ml glass vessel equipped with a 20 ml aqueous 
solution containing 0.54 g K2S2O8, and their AOP degradations were restarted under the same conditions. The 
AOP degradation was carried out for a predetermined number of days using (1) to (3) as one set. The pH value 
of solution was changed from 8 to 3 during the one set.

Preparation of PP sample containing Ultraviolet absorber (UVA).  Bumetrizole was used as an UVA. 
A PP sample containing 5 phr bumetrizole was prepared by an Imoto Seisakusyo IMC-1884 melting mixer. The 
mixing was performed at 190 °C and 100 rpm for 5 min and was molded into a thin film (50 × 50 × 0.050 mm) 
by compression molding at 190 °C under 50 MPa for 5 min. The degradation was performed using the AOP in 
distilled water, and its condition was similar to the one described above.
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Results and discussion
Retrieved MP sizes and their O/C molar ratios.  Figures S1 and S2 show SEM photographs of MP sam-
ples and plankton debris retrieved from seawater, respectively. Their shapes differ considerably, particularly the 
plankton debris, which is often derived from diatoms and has a unique honeycomb structure, and it is possible to 
distinguish it by appearance. Furthermore, differences exist in the constituent elements and composition ratios 
of elements between them. The plankton debris primarily comprises polysaccharides, such as cellulose, and the 
O/C molecular ratio is high (0.83). In the case of diatoms, silicon is the primary constituent element. Figure S3 
shows the SEM photograph and EDX analyses of MP eroded by diatoms. The SEM/EDX analysis reveals that two 
diatom types or one diatom and coccosphaerales were attached on the MP surfaces. These results suggest that 
marine MP can be distinguished from phytoplankton using SEM/EDX analysis.

Figure 1 shows an SEM image and EDX analysis of a sample of tiny plastic particles retrieved from the sea 
(sampling station: S1-B), with a particle size of approximately 450 nm and an O/C molar ratio of 0.15. This low 
ratio indicates that the particles comprise artificial plastic materials. Figure 2a shows the relationship between 
the O/C molar ratio and the long diameter of MP samples retrieved from the sea. As shown in Fig. 2a, most 
MP samples show O/C molar ratios of < 0.4. The MP contained almost no PET with the 0.4 O/C molar ratio. In 
addition, the O/C molar ratios of pure PE, PP and PS not containing oxygen atoms are zero. As shown in Fig. 2a, 
the number of MP showing the 0 value was several, which accounted for an extremely small percentage of the 

Figure 1.   SEM photograph and EDX analysis of a plastic tiny particle sample retrieved by the sea.

Figure 2.   (a) Relationship between O/C molar ratio and long diameter (mm) of MP samples retrieved from the 
sea. (b) Relationship between AOP degradation time and O/C molar ratio AOP using a PP sample in distilled 
water.
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total, and the number of pure, i.e., undegraded, PE, PP, and PS was small. Similarly, only a small number of the 
MP was identified as PVC with high chlorine content.

The O/C molar ratios indicate that the MP samples retrieved from the sea primarily comprise PE, PP, and 
PS. Most MP particles exhibit diameters less than 20 μm long and O/C molar ratios of 0.1 or more (Fig. 2a). 
These results provide a size index and degradation degree (degree of oxidation) for preparing a realistic refer-
ence MP. Plastics typically contain additives, such as UVA, antioxidants. UVA and antioxidants are added to 
suppress autoxidation, i.e., degradation, which are consumed as the degradation progresses. Thus, the residual 
amounts of additives decrease as the MPs become smaller due to degradation. Figure S4 shows the relationship 
between the AOP degradation time and UVA retention ratio using a PP reference sample containing 5 phr UVA 
(bumetrizole) in distilled water. The UVA retention ratio rapidly decreased with the degradation time, indicating 
that a real small-sized MP contains little additives, such as UVA and autoxidation.

However, the flame retardants might remain, but the retrieved MPs with high metal oxide concentrations from 
the EDX analysis were excluded from the plots of Fig. 2a. Brominated flame retardants were hardly contained in 
the retrieved MPs according to the absence of Br atoms in the EDX results. Consequently, the O/C molar ratios 
of the retrieved MPs indicate the original composition ratios or oxidation degree on the surfaces. Figure 2b shows 
the relationship between the AOP degradation time and the O/C molar ratio of a PP sample in distilled water. 
The ratios gradually increased with up and slight down. This behavior can be attributed to repeated oxidation 
and delamination19,27. After 75 days, an O/C of 0.1 was achieved (Fig. 2b), indicating that it takes a long time to 
use the AOP degradation method to achieve the same O/C ratio for PP as the degradation level of the retrieved 
MPs. It is thus necessary to develop a method to quickly prepare reference MPs to investigate their effect on 
marine organisms.

Inhibiting and accelerating effects on autoxidation by salinity.  Salinity lowers the degradation 
level of polyolefins, such as PP and PE21,28,29. The refractive index of seawater increases due to salinity, and the 
UV light use rate decreases in the degradation28,29. Wu et al. reported that aqueous Cl− functions as an inhibitor 
in the photooxidation of PP in seawater21. Figure 3 shows the transformation of radical species from SO4·− to 
OH· in seawater. For PP photodegradation in seawater, Cl− reacts with OH· generated by solar irradiation and 
converts to ClOH·−, a less reactive molecule21. Therefore, it is necessary to change the initiator of the oxidation 
degradation (autoxidation) reaction from OH· to another radical species to avoid the inhibitory effect of Cl−. 
Considering the reactivity of radical species, SO4·− is suitable for autoxidation in seawater. As shown in Fig. 3, 
the Cl− transforms the SO4·− initiator22. A large amount of SO4·− is converted into OH·, with some of the OH· 
converted into ClOH·−. However, since ClOH·− production requires a re-reaction with Cl−, the residual OH· 
amount increases. The initiation efficiency of autoxidation is significantly improved in seawater due to the OH· 
reactivity being higher than that of SO4·−. Moreover, a reaction between Cl− and OH· occurs and produces Cl·. 
Figure 3 shows that two Cl· atoms couple to produce Cl2, which then reacts with H2O and forms ClOH, with the 
equilibria of the two reactions dependent on pH23. Since the pH of seawater is approximately 8, the equilibrium 
is biased toward the less reactive ClO−, suppressing the autoxidation of PP in seawater. As the SO4·− gradually 
converts to SO4

2−, the pH value of the K2S2O8 in the seawater solution decreases from ca. 8 to ca. 3 by the time 

Figure 3.   A transformation of radical species from SO4·− to OH· in seawater, mechanisms for transfer reaction 
to Cl− and generation of chemical composition of Cl2 solution in function of pH.
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of the daily exchange (see “Materials and methods” Section). This procedure ensures a bias in the ClOH-rich 
equilibrium23 for a period before exchanging a fresh K2S2O8 seawater solution. The ClOH has a longer lifetime22 
and migrates deeply into the polymer matrix before dissociating into radicals and initiating autoxidation23. The 
autoxidation proceeds from the PP interior and the surface, and the MP formation rate is synergistically acceler-
ated. SO4·− generates OH· and ClOH, overcoming the inhibiting effect and accelerating the autoxidation process.

Figure 4 shows SEM images of PP degraded via AOP for 15 days in seawater and distilled water. Numerous 
micropits can be observed on the seawater sample’s surface, which are traces of chemi-crystallization related to 
the autoxidation process30,31, showing that the PP degradation rapidly progresses. However, the distilled water 
sample’s surface exhibits a smooth lattice-like texture formed by cracks. The degradation degree of the PP in 
distilled water is thus considerably less than that of the seawater sample. Figure S5 shows the thermal proper-
ties of pristine PP and various AOP-degraded PP samples in seawater. The differential scanning calorimetry 
curves around the melting point (Tm) change considerably with the increase in AOP degradation time. The Tm 
decreases from 163.62 to 144.17 °C, and the crystallinity (Xc) goes from 37.35 to 26.32% between the pristine 
and the 15-day-degraded PP sample, respectively. The changes indicate that the PP crystalline part is degraded. 
Although crystalline polymer degradation is frequently limited to the amorphous part, the seawater AOP method 
degrades the crystalline one. Figure 5 shows SEM images and EDX analysis around the delamination location 
on the PP sample degraded via AOP for 15 days in seawater. Many micro-sized delamination marks can be 
observed, and the O/C molar ratios are 0.17, 0.13, and 0.13 (the arrows in Fig. 5). These values are similar to 
those of the MP samples retrieved from the sea, indicating that an MP sample with the same degradation degree 
can be prepared in a short degradation time of 15 days. Moreover, combining seawater and a K2S2O8 initiator 
promotes excellent accelerated plastic degradation. Furthermore, the difference in the degradation degree at the 
measurement location and between the surface and the interior is small. The permeability of the degradation 
initiator is high, and it would not be easily affected by the difference in the medium. In our previous study, a 
PP film degradation test was performed in water using a specific photocatalyst under visible light irradiation27. 
The result revealed that planar exfoliation via autoxidation in water generated MPs, and the MP size depended 
on the degradation degree, i.e., the degradation time. Figure 6 shows the longest dimension distributions of PP 
degraded via AOP over 9, 12, and 15 days. After 9, 12, and 15 days of degradation, 79, 136, and 279 MP particles 
were recovered by filtration, respectively, indicating that the size depends on the AOP degradation time as well. 
The size distribution narrows with increasing AOP degradation time, with a bias toward smaller sizes. Figure 7 
confirms that nanosized PP particles are obtained over 15 days of AOP degradation, indicating that the MP size 
can be controlled according to the degradation time.

Conclusion
To establish preparation of realistic reference MP, many MPs retrieved from the sea were measured in terms of 
their sizes and O/C molar ratios. Most of them had a size of < 20 μm in diameter and O/C molar ratios of 0.1–0.2. 
It was indicated that the reference MP should be made of PE, PP and PS from the low O/C ratio. After 75 days of 
the AOP degradation of PP in distilled water, an O/C of 0.1 was reached. It took a long time for the O/C ratio of 
the AOP degradation of PP in water using a SO4·− initiator in water to reach the same value as that of the marine 
MP. However, the SO4·− initiator was converted into OH· by aqueous Cl− in seawater, and the initiation efficiency 
was greatly improved in seawater. Moreover, the SO4·− gradually converted to SO4

2− and led to a bias toward a 
ClOH-rich equilibrium. The ClOH dissociated into OH·. The use of SO4·− overcame the Cl− inhibiting effect on 
the autoxidation process and provided an accelerating effect in seawater. The O/C molar ratio of the PP sample 
degraded via AOP over 15 days in seawater was the same as that of the marine MP. The combination of seawater 
and K2S2O8 initiator thus promoted excellent accelerated degradation.

Many micro-sized delamination marks were observed for the PP sample degraded via AOP over 15 days in 
seawater, with O/C molar ratios of around 0.17, 0.13, and 0.13 measured from different positions. These values 
are similar to those of MP samples retrieved from the sea, indicating that an MP sample with the same degree of 

Figure 4.   SEM photographs of 15 days-AOP degradation PP in seawater and distilled water.
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degradation of the sea-derived MP can be prepared in a short degradation time of 15 days. The combination of 
seawater and SO4·− initiator promoted excellent accelerated degradation of the plastic. Nanosized PP particles 
were obtained over 15 days of AOP degradation, showing that the size of MP could be controlled according to 
the degradation time.

Data availability
The data that support the findings of this study are available from the corresponding author, [HN], upon rea-
sonable request.

Figure 5.   SEM photograph and EDX analysis around delamination on 15 days-AOP degraded PP sample in the 
seawater.

Figure 6.   Longest dimension distributions of 9-, 12- and 15 days-AOP degraded PP samples in the seawater. 
Particle numbers: 9 days = 79, 12 days = 136, 15 days = 279.



7

Vol.:(0123456789)

Scientific Reports |         (2023) 13:4247  | https://doi.org/10.1038/s41598-023-31488-w

www.nature.com/scientificreports/

Received: 19 December 2022; Accepted: 13 March 2023

References
	 1.	 Derraik, J. G. B. The pollution of the marine environment by plastic debris: A review. Mar. Poll. Bull. 44(9), 842–852 (2002).
	 2.	 Barnes, D. K. A., Galgani, F., Thompson, R. C. & Barlaz, M. Accumulation and fragmentation of plastic debris in global environ-

ments. Philos. Trans. R. Soc. B 364(1526), 1985–1998 (2009).
	 3.	 Thompson, R. C., Swan, S. H., Moore, C. J. & vom Saal, F. S. Our plastic age. P Philos. Trans. R. Soc. B 364(1526), 1973–1976 (2009).
	 4.	 Andrady, A. L. Microplastics in the marine environment. Mar. Pollut. Bull. 62(8), 1596–1605 (2011).
	 5.	 Jambeck, J. R. et al. Plastic waste inputs from land into the ocean. Science 347(6223), 768–771 (2015).
	 6.	 Halle, A. T. et al. Understanding the fragmentation pattern of marine plastic debris. Environ. Sci. Technol. 50(11), 5668–5675 

(2016).
	 7.	 Avio, C. G., Gorbi, S. & Regoli, F. Plastics and microplastics in the oceans, from emerging pollutants to emerged threat. Mar. 

Environ. Res. 128, 2–11 (2017).
	 8.	 Yokota, K. et al. Finding the missing piece of the aquatic plastic pollution puzzle, Interaction between primary producers and 

microplastics. Limnol. Oceanogr. Lett. 2, 91–104 (2017).
	 9.	 Rummel, C. D., Jahnke, A., Gorokhova, E., Kühnel, D. & Schmitt-Jansen, M. Impacts of biofilm formation on the fate and potential 

effects of microplastic in the aquatic environment. Environ. Sci. Technol. Lett. 4, 258–267 (2017).
	10.	 Law, K. L. Plastics in the marine environment. Annu. Rev. Mar. Sci. 9, 205–229 (2017).
	11.	 Michels, J., Stippkugel, A., Lenz, M., Wirtz, K. & Engel, A. Rapid aggregation of biofilm-covered microplastics with marine biogenic 

particles. Proc. R. Soc. B 285, 1203–1211 (2018).
	12.	 Lambert, S. & Wagner, M. Formation of microscopic particles during the degradation of different polymers. Chemosphere 161, 

510–517 (2016).
	13.	 Julienne, F., Delorme, N. & Lagarde, F. From macroplastics to microplastics: Role of water in the fragmentation of polyethylene. 

Chemosphere 236, 124409 (2019).
	14.	 Julienne, F., Lagarde, F. & Delorme, N. Influence of the crystalline structure on the fragmentation of weathered polyolefines. Polym. 

Degrad. Stab. 170, 109012 (2019).
	15.	 Plastics Europe. Plastics-The Facts 2019 (2019).
	16.	 Gerritse, J., Leslie, H. A., de Tender, C. A., Devriese, L. I. & Vethaak, A. D. Fragmentation of plastic objects in a laboratory seawater 

microcosm. Sci. Rep. 10, 10945 (2020).
	17.	 Gewert, B., Plassmann, M. M. & MacLeod, M. Pathways for degradation of plastic polymers foating in the marine environment. 

Environ. Sci. Process. Impacts 17, 1513–1521 (2015).
	18.	 Allen, S. et al. Examination of the ocean as a source for atmospheric microplastics. PLoS ONE 15(5), e0232746 (2020).
	19.	 Nakatani, H., Muraoka, T., Ohshima, Y. & Motokucho, S. Difference in polypropylene fragmentation mechanism between marine 

and terrestrial regions. SN Appl. Sci. 3, 773 (2021).
	20.	 Grebel, J., Pignatello, J. & Mitch, W. Effect of halide ions and carbonates on organic contaminant degradation by hydroxyl radical-

based advanced oxidation processes in saline waters. Environ. Sci. Technol. 44(17), 6822–6828 (2010).
	21.	 Wu, X. et al. Photo aging of polypropylene microplastics in estuary water and coastal seawater: Important role of chlorine ion. 

Water Res. 202, 117396 (2021).
	22.	 Lee, J., von Gunten, U. & Kim, J. H. Persulfate-Based advanced oxidation, critical assessment of opportunities and roadblocks. 

Environ. Sci. Technol. 54(6), 3064–3081 (2020).
	23.	 Mikdam, A., Colina, X., Minard, G., Billon, N. & Maurin, R. A kinetic model for predicting the oxidative degradation of additive 

free polyethylene in bleach desinfected water. Polym. Degrad. Stab. 146, 76–94 (2017).
	24.	 Kobayashi, T., Yagi, M., Kawaguchi, T., Hata, T. & Shimizu, K. Spatiotemporal variations of surface water microplastics near Kyushu, 

Japan: A quali-quantitative analysis. Mar. Pollut. Bull. 169, 112563 (2021).
	25.	 Yagi, M. et al. Microplastic pollution of commercial fishes from coastal and offshore waters in southwestern Japan. Mar. Pollut. 

Bull. 174, 113304 (2022).
	26.	 Liu, P. et al. New insights into the aging behavior of microplastics accelerated by advanced oxidation processes. Environ. Sci. 

Technol. 53(7), 3579–3588 (2019).
	27.	 Nakatani, H., Kyan, T. & Muraoka, T. An effect of water presence on surface exfoliation of polypropylene film initiated by photo-

degradation. J. Polym. Environ. 28(8), 2219–2226 (2020).
	28.	 Quan, X. & Fry, E. S. Empirical equation for the index of refraction of seawater. Appl. Opt. 34, 3477–3480 (1995).
	29.	 Cai, L., Wang, J., Peng, J., Wu, Z. & Tan, X. Observation of the degradation of three types of plastic pellets exposed to UV irradia-

tion in three different environments. Sci. Total Environ. 628–619, 740–747 (2018).
	30.	 Rabello, M. S. & White, J. R. Crystallization and melting behaviour of photodegraded polypropylene—I. Chemi-crystallization. 

Polymer 38(26), 6379–6387 (1997).

Figure 7.   Nanosized particle diameter distribution of 15 days-AOP degraded PP sample in the seawater.



8

Vol:.(1234567890)

Scientific Reports |         (2023) 13:4247  | https://doi.org/10.1038/s41598-023-31488-w

www.nature.com/scientificreports/

	31.	 Craig, I. H., White, J. R. & Kin, P. C. Crystallization and chemi-crystallization of recycled photo-degraded polypropylene. Polymer 
46(2), 505–512 (2005).

Acknowledgements
This work was supported by the Environment Research and Technology Development Fund of the Environmental 
Restoration and Conservation Agency No. 1MF-2204 Provided by the Ministry of the Environment of Japan, 
by the Grant-in-Aid for Scientific Research, No. 20K05587 from Japan Society for the Promotion of Science, by 
Taihei Environmental Science Center Co., Ltd. and by financial supports of Nagasaki University organization 
for marine science and technology and for function enhancement program of research.

Author contributions
H.N. wrote the main manuscript text and prepared all of figures and supplement figures. M.Y. and Y.K. performed 
retrieving the MP samples from the sea. Y.O., T.U., S.M., A.T.N.D. and H.-J.K. performed the experiment and 
analyzed the experimental data. All authors reviewed the manuscript.

Competing interests 
The authors declare no competing interests.

Additional information
Supplementary Information The online version contains supplementary material available at https://​doi.​org/​
10.​1038/​s41598-​023-​31488-w.

Correspondence and requests for materials should be addressed to H.N.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note  Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access   This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http://​creat​iveco​mmons.​org/​licen​ses/​by/4.​0/.

© The Author(s) 2023

https://doi.org/10.1038/s41598-023-31488-w
https://doi.org/10.1038/s41598-023-31488-w
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Rapid oxidative fragmentation of polypropylene with pH control in seawater for preparation of realistic reference microplastics
	Materials and methods
	Materials. 
	Scanning electron microscope (SEM) with energy dispersive x-ray spectroscopy analysis. 
	Particle size measurement. 
	Differential scanning calorimetry (DSC) measurement. 
	MP retrieving from the sea. 
	Filtration for SEMEDX observation of MP retrieved from the sea. 
	Degradation using advance oxidation process (AOP). 
	Preparation of PP sample containing Ultraviolet absorber (UVA). 

	Results and discussion
	Retrieved MP sizes and their OC molar ratios. 
	Inhibiting and accelerating effects on autoxidation by salinity. 

	Conclusion
	References
	Acknowledgements


