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Abstract
Polypropylene (PP) is one of the most widely used polymers in the world, mainly 
due to its versatility, good properties and low cost. However, as it does not easily 
degrade in the natural environment, several research projects have been developed 
in order to increase its biodegradability. The use of pro-degrading additives has been 
explored, as they promote the polymer degradation process. However, few studies 
have evaluated the degradation of these materials in natural aqueous environments 
such as rivers and lakes, which contain large amounts of PP residues. Thus, the pre-
sent work aims to evaluate the influence of different additives on the degradation 
process of PP in natural freshwater. Samples from degradation tests were evaluated 
for 6 months, and their structural, morphological and thermal properties (crystallin-
ity, etc.) were monitored. From the obtained results, it was observed that the addi-
tives influenced the degradation of PP. In addition, the enzymatic additive had more 
promising results since it caused more significant changes in the properties analysed, 
especially in relation to the morphology and structural characteristics analyses (and 
consequently the carbonyl index), indicating a greater influence on the degradation 
process. Thus, the materials studied in this work are an alternative in the field of 
plastic packaging, reducing the effects caused by plastic waste on the environment.
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Introduction

In the last century, polyolefins have been one of the most used polymers; the two 
main types are polypropylene (PP) and polyethylene (PE). They are used for a 
diverse range of applications, such as packaging, automotives, toys, adhesives, 
prosthetic implants and biomedicine, among others. Contributing to the great ver-
satility of these materials, the properties that stand out are their good chemical 
resistance, low cost of raw materials production, excellent recycling capacity and 
mechanical properties, consequently making the world production of these poly-
mers exceed 100 million tonnes per year [1, 2].

At the same time that technological developments and the needs of the popula-
tion are progressing, environmental pollution with solid waste has been expand-
ing as the use of polymeric materials also increases [3]. Today, most of the waste 
produced daily consists of plastics from packaging and the slow decomposition 
and often incorrect disposal of these materials after use cause serious environ-
mental problems [4]. In recent years, interest in research related to biodegradable 
materials has increased due to important environmental concerns with all living 
things. Thus, it is crucial to increase the biodegradability of polymeric materials 
to make a significant contribution to environmental sustainability [5].

The accumulation of plastic waste in the environment has reached a rate of 25 
million tonnes per year, and when accumulated mainly in aquatic habitats, it is 
estimated that 8 million tonnes of plastic enter the oceans annually [6–8]. In the 
aquatic environment, this waste comes from various sources, such as dumping 
of ships, land sources and wastewater systems, among others [9]. The improper 
disposal of plastic packaging in the aquatic environment leads to numerous prob-
lems, such as sewage blockage, pollution of the aquatic environment, unpleasant 
aesthetic appearance and a major threat to aquatic animals and birds [10]. It is 
important to note that plastics generally take longer to degrade in water than in 
soil, due to low temperatures and reduction in its exposure to ultraviolet (UV) 
radiation by water, causing plastic debris to persist and accumulate in aquatic 
environments [11, 12].

Due to problems in relation to the plastic waste that reaches rivers, lakes and 
other aquatic springs of the large freshwater reserve placed in Brazil, there is a 
need to look for alternatives to mitigate this problem. One alternative that has 
been explored is to obtain degradable polyolefins, which have with special addi-
tives called pro-oxidants or degraders, in order to accelerate and improve the deg-
radability of polymers [13, 14]. Among existing additives, the most commonly 
used are transition metals, but there are problems related to this type of addi-
tive as they have the potential to cause negative effects after disposal [15]. These 
additives catalyse the decomposition of long polymer chains, making the material 
become brittle and fragment into smaller pieces, which may then be ingested by 
animals and, consequently, cause their deaths [16].

In our group’s previous work [13], the soil degradation of polypropylene with 
a pro-degrading additive (without the presence of heavy metals) of an enzymatic 
nature was published, which demonstrated a higher activity when compared to 
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organic additives. As there are few published studies that evaluate degradation in 
aqueous media [17–19], this work aims to investigate the degradation behaviour 
of PP with commercial additives without metals (enzymatic and organic) in fresh-
water and compare the results with the previous work [13], due to the different 
characteristics between soil and water, such as luminosity and temperature.

Experimental

Materials

The materials used to make the blends were commercially purchased and used with-
out pretreatment. The materials used included PP (code: CP 141—isotactic polymer 
supplied by Braskem with density 0.9 g/cm3) and two types of additives: enzymatic, 
formed by 95% of low-density polyethylene (LDPE) and 5% of enzymatic com-
pounds; and organic, consisting of 50% PP and 50% organic compounds. The fresh-
water used in this work was collected from Guaiba Lake in the city of Guaiba, Rio 
Grande do Sul, Brazil (latitude: − 30.1130, longitude: − 51.3136). In addition, natu-
ral freshwater had the following parameters: pH 7.32, turbidity 55.3 NTU (ABNT 
MB 3227), biochemical oxygen demand (BOD) 20 mg/L (NBR 12614), chemical 
oxygen demand (COD) 109 mg/L (NBR 10357), 2.4 × 101 NMP/100 mL total coli-
forms and 2.0 × 102 NMP/100 mL faecal coliforms (APHA 20th Ed).

Methods

The following sections describe how the blends and their films were prepared, as 
well as the preparation of the degradation experiment and the characterisation tech-
niques used to evaluate the samples’ decomposition.

Preparation of the blends

PP blends were prepared using two types of additive (enzymatic and organic), and 
the amounts used were 2, 4, 6 and 8% (w/w). Mixing was performed on a HAAKE 
Rheomix mixer (Thermo Fisher Scientific) under the following operating condi-
tions: 170 °C process temperature, 60 rpm and 7 min duration [20]. The nomencla-
ture adopted for the prepared mixtures is described in Table 1.

Film preparation

After processing, blends were transformed into films in order to increase the expo-
sure area in the degradation medium, as well as to approximate the way most plastic 
materials are discarded. Pure PP films and PP/additive blend films were prepared in 
a 15-ton capacity Marconi brand hydraulic press. Film thicknesses between 0.3 and 
0.6 mm were obtained by pressing Teflon-coated aluminium plates at 110 °C with a 
3 ton load for 2 min.



2028 Polymer Bulletin (2021) 78:2025–2042

1 3

Degradation test

The methodology used for the freshwater degradation test was adapted from 
studies described in the literature [17, 21]. The degradation experiment was per-
formed with proof bodies (15 mm × 15 mm) of PP and blends immersed in 15 mL 
of freshwater in an Erlenmeyer flask (125 mL capacity). All systems were shaken 
(50 rpm) on a Quimis Model Q225M shaker table under uncontrolled room tem-
perature (average temperature and humidity of 25 °C and 50%, respectively). The 
test time was 6 months, and monthly samples were collected for further analysis. 
The experiments were performed in duplicate.

Characterisation techniques

The chemical, thermal and morphological alterations occurring in the PP and 
blends samples after the degradation test were evaluated by the following instru-
mental techniques: Fourier transform infrared spectroscopy (FTIR), differential 
exploratory calorimetry (DSC), thermogravimetric analysis (TGA) and field-
emission scanning electron microscopy (FE-SEM). All analyses were performed 
in triplicate.

Fourier transform infrared spectroscopy (FTIR)

Infrared analyses were done in order to evaluate chemical alterations based on the 
absorption bands of the chemical bounds of the samples. A PerkinElmer Instru-
ments Spectrum One FTIR Spectrometer was used in these experiments, and the 
spectrum data acquisition was done with the universal attenuated total reflectance 
(UATR) sample accessory in the wave interval of 650–4000 cm−1.

It was also possible to determine the carbonyl index (CI) of the samples from this 
analysis, which is an important parameter to evaluate the degradation process. The CI 
of the samples was calculated before and after the degradation experiments, according 

Table 1  PP/additive blend 
samples nomenclature

Nomenclature Percentage of additive 
(w/w%)

Additive

PP 0 –
PP-2Enz 2 Enzymatic
PP-4Enz 4
PP-6Enz 6
PP-8Enz 8
PP-2Org 2 Organic
PP-4Org 4
PP-6Org 6
PP-8Org 8
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to the method described in the literature [22]. The CI was calculated through following 
Eq. 1:

where A1715 is the absorbance of the carbonyl group (CO) and A2870 is the absorb-
ance of the methylene group (–CH2–).

Differential scanning calorimetry (DSC)

DSC was performed to determine the thermal properties of the samples, such as Tc 
and ∆Hm, used to calculate crystallinity (X%). The thermal behaviour of the samples 
was analysed through a calorimeter, model Q20 (TA Instruments), between − 90 and 
200 °C, with a heating rate of 10 °C/min, under nitrogen inert atmosphere and with 
the crystallisation temperature determined after the second cycle in the cooling region. 
Through the DSC results, it was possible to calculate the crystallinity degree of the 
samples using Eq. 2:

where ΔHm is the fusion enthalpy and ΔHm.c is the polypropylene’s crystallin-
ity enthalpy (209  J/g) [18]. For the blends, the percentage of additive used was 
considered.

Thermogravimetric analysis (TGA)

Thermogravimetric analysis was performed to determine the thermal properties of 
the samples (T10, T50 and Tmax), as well as to obtain the TG/DTG curves to evaluate 
the thermal stability of the samples. Thermal degradation analysis was performed on 
a thermogravimetric balance, model Q600 (TA Instruments), using a heating rate of 
10 °C/min, from room temperature to 600 °C under inert atmosphere.

Field‑emission scanning electron microscopy (FE‑SEM)

FE-SEM was used to verify the morphological modifications and biofilm formation 
that had occurred in the samples after the soil degradation experiment. The images 
were obtained on FEI Inspect F50 equipment on the secondary electron (SE) mode. 
The samples were metalised with gold.

(1)CI =
A
1715

A
2870

(2)X% =
ΔH

m

ΔH
m.c

× 100
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Results and discussion

Blends characterisation

Figure 1 shows the FTIR spectra of PP mixtures with different percentages (2, 4, 6 
and 8%) of each additive: enzymatic (Fig. 1a) and organic (Fig. 1b).

Evaluating the obtained spectra, appearance of the main bands of PP is observed 
at: 2951, 2918 and 2867 cm−1, corresponding to the asymmetric and symmetrical 

Fig. 1  FTIR spectra of PP blends with different percentages (2, 4, 6 and 8%) of each additive, enzymatic 
(a) and organic (b)
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CH elongation vibrations; 1456 cm−1, corresponding to the asymmetric strain  CH3; 
1376 cm−1, corresponding to symmetrical strain  CH3; 1168 cm−1, corresponding to 
tertiary vibration of carbon flexion; and 973, 842 and 810 cm−1, corresponding to 
the off plan strain of CH. Thus, one can confirm a matrix (PP) in which the active 
principle is dispersed [23–25]. Furthermore, all observed dominant bands are char-
acteristic of the isotactic nature of polypropylene [26, 27].

The main differences highlighted in the spectra are the 1640-cm−1 absorption 
bands assigned to the ethylene groups, the 1720-cm−1 band (seen only in Fig. 1b) 
attributed to the elongation vibration of the carbonyl groups and the 3450-cm−1 
band corresponding to hydroxyl groups. These peaks are related to the presence of 
polar groups in films, which are likely to be derived from additives. Similarly, varia-
tions in band intensity among blends of the same additive may be related to different 
concentrations [24].

Carbonyl index (CI)

Initially, for the development of this work, the optimal amounts of each additive 
were determined using the CI results, as these data can be used to monitor mate-
rial degradation (Fig. 2). The percentage increase in CI was calculated for the 30 
days exposure time, as this was the highest value found. According to the literature, 
an initial increase in carbonyl content is expected, as it is related to the breakdown 
of the polymeric chain and, consequently, to the oxidation of PP. After some time 
of exposure to the medium, microorganisms consume these produced compounds 
and there is therefore a decrease in the CI [18, 24]. This explains the behaviour 
obtained for the samples, where an increase was observed after 30 days, followed by 
a decrease in CI in the following periods.

Evaluating the results presented in Fig.  2, it can be seen that the incorporated 
blends with the highest percentages of enzymatic additive (6 and 8%) had the 

Fig. 2  Carbonyl indexes of the PP/additive blends
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largest increases in CI after 30 days of exposure to the medium (1124% and 1395%, 
respectively). On the other hand, blends incorporated with the lowest percentages of 
organic additive (2 and 4%) showed the largest increases in carbonyl index (461% 
and 408%, respectively). Thus, the percentages of 8% enzymatic additive and 2% 
organic additive were chosen as ideal concentrations based on the results presented 
(after 30 days of exposure), so this work will only show the results for the PP-8Enz 
and PP-2Org.

Degradation of polypropylene blends with freshwater additives

During the degradation experiment, the samples were characterised monthly, aiming 
to follow the degradation process closely. However, for each characterisation tech-
nique (FTIR, MEV, DSC and TGA), only the relevant results for the comparison and 
analysis of the material degradation are shown.

Structural characteristics

The structural characteristics of the samples before and after freshwater degradation 
test were evaluated by FTIR analysis to verify the changes resulting from their expo-
sure. Figure 3 shows the infrared spectra of the PP samples (a), PP-8Enz (b) and 
PP-2Org (c) during the degradation test, and it is possible to evaluate changes in the 
chemical structure of the polymer.

From the spectra, it can be observed that there is an increase and/or appear-
ance of absorption bands in the regions of: 3348 cm−1, corresponding to the axial 
deformation of the OH group; 1647 cm−1, attributed to the presence of the unsatu-
rated ethylene group (C=C); 1371  cm−1, corresponding to to alkyl groups  (CH3); 
1100–1007 cm−1, corresponding to –CO– bonding of alcohols and stretching of NO 
bond, respectively; and 910 cm−1, corresponding to the presence of a vinyl group 
(–HC = CH2) [23, 25, 26, 28].

It is noteworthy that the band corresponding to the axial deformation of the –OH 
group (3348 cm−1) shows a significant increase with the time of freshwater degrada-
tion, especially for the blends; this can be attributed to the absorption of water due 
to the presence of polar groups in the composition of the additive [24, 27].

According to Das and Kumar [29], the band at the 910  cm−1 region may be 
related to depolymerisation caused by microorganisms. In addition, the carbonyl 
(–C = O) of aldehyde and/or ester band appeared in the region of 1730 cm−1 after 
30 days of testing. Chiellini et al. [30] concluded that carbonyl groups can be pro-
duced by oxidising agents and are the main factors that indicate the onset of degra-
dation through being attacked by microorganisms that degrade the shorter segments 
of chains. According to the literature, the increase at the unsaturated ethylene group 
causes a decrease in hydrophobicity, facilitating accessibility to microbial degrada-
tion [23].

Comparing PP-8Enz with PP-2Org, it is possible to observe that the sample 
incorporated with the enzymatic additive presents more intense structural modi-
fications, mainly at the bands related to the carbonyl and ethylene groups. This 
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behaviour corroborates values obtained for the CI of the samples, since the PP-
8Enz blend shows the largest increase after 30 days of experiment, as shown in 
Fig. 4. As already discussed, the increase and decrease in the CI should be the 
formation of carbonyl at the beginning of the degradation due to the oxidation of 
the material, followed by the consumption of these compounds by microorgan-
isms [30]. In addition, the largest variation in the CI for the additive samples is 
highlighted (1395% for the enzymatic additive and 461% for the organic addi-
tive) in relation to pure PP (347%).

Fig. 3  Infrared spectra of PP (a), PP-8Enz (b) and PP-2Org (c) samples at different freshwater exposure 
times
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Morphology

The morphologies of the samples before and after the freshwater degradation test 
were analysed. Figure  5 shows SEM images for PP samples and enzymatic (PP-
8Enz) and organic (PP-2Org) additive blends before freshwater degradation assay 
and after 30, 90 and 180 days exposure.

Modifications in the surface of all samples can be verified after exposure to 
fresh water, as well as the presence of some bacteria, fungi and hyphae, as already 
described in the literature [31–33]. However, the blends present a much larger 
amount of microorganisms, in relation to pure PP, mainly in the PP-8Enz sample 
after 180 days.

Biofilm formation is observed in all samples after exposure to the aqueous 
medium. Biofilm formation is a process in which a complex community of microor-
ganisms is established on a surface, consisting of microorganisms and their extracel-
lular polysaccharides [34]. Biodegradation depends on the formation of a biofilm, 
specifically a deposition layer of microorganisms and its polysaccharides secreted on 
the polymer surface. This is followed by the polymer breaking into low molecular 
weight oligomers, probably due to the enzymes secreted by the microorganisms and 
then easily assimilated by them [35].

Thermal analysis

The thermal behaviour of the samples before and after the degradation experiment 
was analysed by DSC and TGA techniques to verify possible changes in thermal 
properties caused by material degradation. Using the DSC curves, it is possible to 
determine the crystallisation temperature (Tc) and the crystallinity of the samples 
(X%), allowing visualisation of the variation in these properties as function of time 
(Fig. 6).

Fig. 4  Carbonyl index variation of PP, PP-8Enz and PP-2Org samples before and after 30 days of fresh-
water exposure
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From the results expressed in Fig. 6, it is observed that there are slight variations 
in the properties of PP in relation to the exposure time, indicating that the test did 
not influence these thermal properties (Tc and X%) of this material. However, it is 
observed that both the Tc and the initial crystallinity of the additive samples were 
lower compared to PP, which may be attributed to the incorporation of the additive.

The crystallisation temperature of the blends with enzymatic additives 
decreases with increasing time of exposure to the medium. This is related to the 
reduction in polymer molar mass due to degradation, according to Chawla et al. 
[36]. Conversely, blends with organic additives present a constant Tc after expo-
sure to freshwater. But regarding the crystallinity, there was a slight increase in 
this property after the degradation test, being the values of the sample PP-2Org 
more expressive. The crystallinity degree values are related to the polymer degra-
dation, since the degradation begins in the amorphous phase and in the interfacial 

Fig. 5  SEM images for PP, PP-8Enz and PP-2Org samples exposed in freshwater
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regions in semicrystalline polymers, leading to an increase in the number of crys-
tals. Thus, it can be shown that this behaviour is associated with high microbial 
activity in the amorphous phase and smaller crystals [37–39].

Figure  7 shows the TGA/DTG curves for the samples before and after the 
degradation experiment for PP (a), PP-8Enz (b) and PP-2Org (c), while Table 2 
shows the thermal properties obtained for these samples (values of temperature 
with 10% mass loss [T10], temperature with 50% mass loss [T50] and maximum 
degradation temperature [Tmax]).

Fig. 6  Variation in crystallisation temperature (Tc) and crystallinity (X%) of samples as a function of 
exposure time to the aqueous medium
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From the results obtained by the TGA analysis, it is possible to observe that the 
sample PP-2Org shows an increase of T10 and T50 up to 90 days of testing. This 
behaviour may be related to the incorporation of additive chains in the polymer, giv-
ing greater thermal stability to the material [40]. However, for the enzyme additive 
blend, these temperatures decrease after exposure to the medium. The presence of 
the additive in the polymeric chain leads to degradation, resulting in short chains 
that require less energy for degradation [24, 40, 41]. It is noteworthy that, for all 
samples, there is no significant weight loss up to 200  °C, indicating low water 
absorption in the samples [42]. Evaluating the initial degradation temperatures, it 
can be observed that both blends present lower thermal stability than pure PP, since 

Fig. 7  TG/DTG curves for PP (a), PP-8Enz (b) and PP-2Org (c)
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PP presents a T10 of 439.3 °C, while the blends PP-8Enz and PP-2Org results are 
at 427.9 and 425.8 °C, respectively. When evaluating Tmax, different behaviours are 
observed between the samples. PP and PP-2Org show a decrease in this parameter 
after the degradation test, while the PP-8Enz sample remains constant.

Regarding the DTG curves, it can be observed that the blend with enzymatic 
additive presents one degradation stage, while the blend with organic additive pre-
sents two stages after exposure to the medium. According to some authors, the 
first step corresponds to the initial degradation of the compounds derived from the 
pro-degradant, and the second step corresponds to the thermal degradation of the 
polymeric matrix (PP) [24, 41]. Although the PP-8Enz sample does not present the 
second stage, this fact may be related to the low percentage of additives present 
in the blends, as well as their composition: the organic additive has 50% organic 
compounds in its composition, while the enzymatic additive only has 5% enzymatic 
compounds.

PP also has only one degradation stage; this behaviour can be explained by the 
polymer tacticity, since it has  CH3 substituents with the same configuration along 
the polymeric chain in each repetitive unit (isotactic polymer). Thus, this polymer 
exhibits a single rupture center and therefore a single degradation stage [43].

Comparison between the degradation media

Comparing the results obtained in this work with the previous work [13], it can be 
highlighted that in both degradation media (freshwater and soil), the blends with 
enzymatic additive show more pronounced results after 180 days of testing. How-
ever, the use of the lowest percentage (2%) of PP with enzymatic additive shows 
the largest increase in CI after 30 days in soil (3693%), while blends of PP with the 
highest percentage of enzymatic additive (8%) show the largest CI increase in fresh-
water (1395%). Table  3 provides a comparison between the results obtained with 

Table 2  Temperature with 10% 
mass loss (T10), temperature 
with 50% mass loss (T50) 
and maximum degradation 
temperature (Tmax) before and 
after the freshwater degradation 
experiment

Sample Time (days) T10 (°C) T50 (°C) Tmax (°C)

PP 0 439.3 ± 0.9 459.1 ± 0.3 472.6 ± 0.5
30 428.4 ± 0.5 457.4 ± 0.2 459.5 ± 0.5
90 425.8 ± 0.9 454.6 ± 0.8 459.5 ± 0.1

180 418.3 ± 0.8 448.9 ± 0.6 454.6 ± 0.2
PP-8Enz 0 427.9 ± 0.5 455.5 ± 0.2 459.5 ± 0.2

30 426.2 ± 0.6 452.1 ± 0.5 460.3 ± 0.4
90 415.4 ± 0.8 452.8 ± 0.7 460.5 ± 0.4

180 416.1 ± 0.5 450.1 ± 0.1 459.7 ± 0.3
PP-2Org 0 425.8 ± 0.9 448.9 ± 0.5 472.6 ± 0.5

30 426.9 ± 0.4 450.3 ± 0.4 470.5 ± 0.7
90 430.7 ± 0.1 451.1 ± 0.3 464.9 ± 0.5

180 426.7 ± 0.8 448.3 ± 0.8 463.9 ± 0.4
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different degradation media for the samples with the enzymatic additive, as it pre-
sented the best results (as highlighted above).

In addition, it is noteworthy that the CI and crystallinity results obtained in the 
present study are better compared to another study in the literature. Montagna et al. 
[44] studied the degradation of PP films with pro-oxidant additives with and without 
transition metals. They observed an increase of about 85% of the CI, when com-
pared to the value before the degradation process (0.01–0.02), whereas in this work 
we find an increase of 1345% in relation to the initial value (0.023–0.072). Regard-
ing crystallinity, the authors found an increase of 4–5% after the degradation experi-
ment, which was also lower than the present study, where we observe an increase of 
9.8%. Thus, it is possible to verify that the soil is more effective for the degradation 
of the blends because, in relation to the aqueous medium, it presents more expres-
sive results for the structural characteristics and morphology, and especially in rela-
tion to the CI (approximately three times higher). This is probably due to the con-
tact with a larger number of microorganisms that are susceptible to PP degradation, 
highlighting the importance of research in different environments, particularly given 
the great pollution of aquatic environments.

Conclusions

This work presents evidence that the incorporation of additives improves the bio-
degradability of a polymeric matrix (PP), since they cause larger modifications in 
the evaluated properties in relation to the degradation of the pure PP. The presence 
of additives interferes with the structural characteristics (the appearance of oxygen-
ated groups and double bonds that indicate the occurrence of a degradation process), 
the morphology (the presence of microorganisms adhered to the surface of the mate-
rial) and the thermal properties (less resistant materials thermal degradation) of PP, 
favouring the process of material degradation. Although the organic additive blend 
shows good results for thermal analysis, the enzymatic additive blend has the most 
promising behaviour compared to the set of analyses performed, mainly due to the 
significant increase in CI and higher absorption band intensity, as well as the forma-
tion of biofilms with large amounts of microorganisms adhered to the surface of the 
material after the degradation test in natural aqueous medium. Thus, it is concluded 

Table 3  Comparison between 
the results obtained for each 
degradation medium (freshwater 
and soil)

Analysis Work

Freshwater 
(this work)

Soil [13]

CI (%) 1395 3693
Structural characteristics – Major changes
Morphology – Large amount of surface-

attached microorgan-
isms

X (%) 9.8 5.2
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that the degradation of PP in freshwater is evidently favoured by the use of enzy-
matic additives, showing that blends will have less durability after use, which leads 
to environmental benefits, since it is an alternative to minimise the effects caused by 
plastic waste in the environment.

Regarding the comparison between the different degradation media, it can be con-
cluded that soil is more aggressive to the degradation process of PP blends, probably 
due to the contact with a larger number of microorganisms that are susceptible to PP 
degradation. These results are proven with the highest CIs and morphological and 
structural characteristics.

Thus, it can be concluded that the materials studied in this work have potential 
for application in the field of plastic packaging, allowing for the reduction in effects 
caused by plastic waste in the environment.

Acknowledgements The present work was done with the support of Coordination of Improvement of 
Higher Level Personnel—Brazil (CAPES)—Finance Code 001, and Brasilata Company.

References

 1. Acik G, Altinkok C (2019) Polypropylene micro fibers via solution electrospinning under ambient 
conditions. J Appl Polym Sci 48199:1–6. https ://doi.org/10.1002/app.48199 

 2. Macko T, Brull R, Zhu Y (2010) A review on the development of liquid chromatography systems 
for polyolefins. J Sep Sci 33:3446–3454. https ://doi.org/10.1002/jssc.20100 0516

 3. Leja K, Lewandowicz G (2010) Polymer biodegradation and biodegradable polymers – a review. 
Pol J Environ Stud 19:255–266

 4. De Faria AU, Martins-Franchetti SM (2010) Biodegradação de filmes de polipropileno (PP), poli(3-
hidroxibutirato) (PHB) e blenda de PP/PHB por microrganismos das águas do rio atibaia. Polimeros 
20:141–147. https ://doi.org/10.1590/S0104 -14282 01000 50000 24

 5. Acik G (2020) Synthesis, properties and enzymatic biodegradation behavior of fluorinated poly 
(ε-caprolactone) s. Express Polym Lett 14:272–280

 6. Orhan Y, Büyükgüngör H (2000) Enhancement of biodegradability of disposable polyethylene in 
controlled biological soil. Int Biodeterior Biodegrad 45:49–55. https ://doi.org/10.1016/S0964 
-8305(00)00048 -2

 7. PlasticsEurope (2017) Plastics—the facts 2017. An analysis of European plastics production, 
demand and waste data. https ://www.plast icseu rope.org/appli catio n/files /5715/1717/4180/Plast ics_
the_facts _2017_FINAL _for_websi te_one_page.pdf. Accessed 28 Feb 2019

 8. Jambeck JR, Geyer R, Wilcox C, Siegler TR, Perryman M, Andrady A, Narayan R, Law KL (2015) 
Plastic waste inputs from land into the ocean. Science 347:768–771. https ://doi.org/10.1126/scien 
ce.12603 52

 9. Coe JM, Rogers D (2012) Marine debris: sources, impacts, and solutions. Springer, Berlin
 10. Imhof HK, Schmid J, Niessner R, Ivleva NP, Laforsch C (2012) A novel, highly efficient method for 

the separation and quantification of plastic particles in sediments of aquatic environments. Limnol 
Oceanogr Methods 10:524–537. https ://doi.org/10.4319/lom.2012.10.524

 11. Gregory, MR, Andrady AL (2003) Plastics in the marine environment. In: Plastics and the environ-
ment. Wiley, New Jersey, pp 379–402

 12. Krueger MC, Harms H, Schlosser D (2015) Prospects for microbiological solutions to environmen-
tal pollution with plastics. Appl Microbiol Biotechnol 99:8857–8874. https ://doi.org/10.1007/s0025 
3-015-6879-4

 13. Pires JP, Miranda GM, de Souza GL, Fraga F, da Silva Ramos A, de Araújo GE, Ligabue RA, 
Azevedo CMN, Lourega RV, de Lima JEA (2019) Investigation of degradation of polypropylene in 
soil using an enzymatic additive. Iran Polym J (English Ed) 28:1045–1055. https ://doi.org/10.1007/
s1372 6-019-00766 -8

https://doi.org/10.1002/app.48199
https://doi.org/10.1002/jssc.201000516
https://doi.org/10.1590/S0104-14282010005000024
https://doi.org/10.1016/S0964-8305(00)00048-2
https://doi.org/10.1016/S0964-8305(00)00048-2
https://www.plasticseurope.org/application/files/5715/1717/4180/Plastics_the_facts_2017_FINAL_for_website_one_page.pdf
https://www.plasticseurope.org/application/files/5715/1717/4180/Plastics_the_facts_2017_FINAL_for_website_one_page.pdf
https://doi.org/10.1126/science.1260352
https://doi.org/10.1126/science.1260352
https://doi.org/10.4319/lom.2012.10.524
https://doi.org/10.1007/s00253-015-6879-4
https://doi.org/10.1007/s00253-015-6879-4
https://doi.org/10.1007/s13726-019-00766-8
https://doi.org/10.1007/s13726-019-00766-8


2041

1 3

Polymer Bulletin (2021) 78:2025–2042 

 14. Liu X, Gao C, Sangwan P, Yu L (2014) Accelerating the degradation of polyolefins through addi-
tives and blending. J Appl Polym Sci 131:9001–9015. https ://doi.org/10.1002/app.40750 

 15. Fontanella S, Bonhomme S, Brusson JM, Pitteri S, Guy Samuel, Pichon G, Lacoste J, Fromageat 
D, Lemaire J, Delort AM (2013) Comparison of biodegradability of various polypropylene films 
containing pro-oxidant additives based on Mn, Mn/Fe or Co. Polym Degrad Stab 98:875–884. https 
://doi.org/10.1016/j.polym degra dstab .2013.01.002

 16. Thomas NL, Clarke J, McLauchlin AR, Patrick SG (2012) Oxo-degradable plastics: degradation, 
environmental impact and recycling. Proc Inst Civ Eng Waste Resour Manag 165:133–140. https ://
doi.org/10.1680/warm.11.00014 

 17. Chiellini E, Corti A, D’Antone S (2007) Oxo-biodegradable full carbon backbone polymers - bio-
degradation behaviour of thermally oxidized polyethylene in an aqueous medium. Polym Degrad 
Stab 92:1378–1383. https ://doi.org/10.1016/j.polym degra dstab .2007.03.007

 18. Montagna LS, De Camargo Madalena, Forte M, Marlene R, Santana C (2013) Induced degradation 
of polypropylene with an organic pro-degradant additive. J Mater Sci Eng A 3:123–131

 19. Villamizar CA, Morillas AV (2018) Degradation of conventional and oxodegradable high density 
polyethylene in tropical aqueous and outdoor environments. Rev Int Contam Ambient 34:137–141. 
https ://doi.org/10.20937 /RICA.2018.34.01.12

 20. Mohamad N, Zainol NS, Rahim FF, Moulod HEA, Rahim TA, Shamsuri SR, Azam MA, Yaakub 
MY, Abdollah MFB, Manaf MEA (2013) Mechanical and morphological properties of polypropyl-
ene/epoxidized natural rubber blends at various mixing ratio. Procedia Eng 68:439–445. https ://doi.
org/10.1016/j.proen g.2013.12.204

 21. Veethahavya KS, Rajath BS, Noobia S, Kumar BM (2016) Biodegradation of low density poly-
ethylene in aqueous media. Procedia Environ Sci 35:709–713. https ://doi.org/10.1016/j.proen 
v.2016.07.072

 22. Barbeş L, Rădulescu C, Stihi C (2014) ATR-FTIR spectrometry characterisation of polymeric mate-
rials. Rom Rep Phys 66:765–777. https ://doi.org/10.1109/CVPR.2013.185

 23. Miyazaki K, Arai T, Shibata K, Terano M, Nakatani H (2012) Study on biodegradation mechanism 
of novel oxo-biodegradable polypropylenes in an aqueous medium. Polym Degrad Stab 97:2177–
2184. https ://doi.org/10.1016/j.polym degra dstab .2012.08.010

 24. Tavares LB, Rocha RG, Rosa DS (2017) An organic bioactive pro-oxidant behavior in thermal 
degradation kinetics of polypropylene films. Iran Polym J (English Ed) 26:273–280. https ://doi.
org/10.1007/s1372 6-017-0517-1

 25. Auta HS, Emenike CU, Jayanthi B, Fauziah SH (2018) Growth kinetics and biodeterioration of 
polypropylene microplastics by Bacillus sp. and Rhodococcus sp. isolated from mangrove sediment. 
Mar Pollut Bull 127:15–21. https ://doi.org/10.1016/j.marpo lbul.2017.11.036

 26. Peixoto J, Silva LP, Krüger RH (2017) Brazilian Cerrado soil reveals an untapped microbial 
potential for unpretreated polyethylene biodegradation. J Hazard Mater 324:634–644. https ://doi.
org/10.1016/j.jhazm at.2016.11.037

 27. Gulmine JV, Janissek PR, Heise HM, Akcelrud L (2003) Degradation profile of polyethylene after 
artificial accelerated weathering. Polym Degrad Stab 79:385–397. https ://doi.org/10.1016/S0141 
-3910(02)00338 -5

 28. Skariyachan S, Patil AA, Shankar A, Shankar A, Manjunath M, Bachappanavar N, Kiran S (2018) 
Enhanced polymer degradation of polyethylene and polypropylene by novel thermophilic consor-
tia of Brevibacillus sps. and Aneurinibacillus sp. screened from waste management landfills and 
sewage treatment plants. Polym Degrad Stab 149:52–68. https ://doi.org/10.1016/j.polym degra dstab 
.2018.01.018

 29. Das MP, Kumar S (2015) An approach to low-density polyethylene biodegradation by Bacillus 
amyloliquefaciens. 3 Biotech 5:81–86. https ://doi.org/10.1007/s1320 5-014-0205-1

 30. Chiellini E, Corti A, Swift G (2003) Biodegradation of thermally-oxidized, fragmented low-density 
polyethylenes. Polym Degrad Stab 81:341–351. https ://doi.org/10.1016/S0141 -3910(03)00105 -8

 31. Matsunaga M, Whitney PJ (2000) Surface changes brought about by corona discharge treatment of 
polyethylene film and the effect on subsequent microbial colonisation. Polym Degrad Stab 70:325–
332. https ://doi.org/10.1016/S0141 -3910(00)00105 -1

 32. Husarova L, Machovsky M, Gerych P, Houser J, Koutny M (2010) Aerobic biodegradation of 
calcium carbonate filled polyethylene film containing pro-oxidant additives. Polym Degrad Stab 
95:1794–1799. https ://doi.org/10.1016/j.polym degra dstab .2010.05.009

 33. Sivan A (2011) New perspectives in plastic biodegradation. Curr Opin Biotechnol 22:422–426. 
https ://doi.org/10.1016/j.copbi o.2011.01.013

https://doi.org/10.1002/app.40750
https://doi.org/10.1016/j.polymdegradstab.2013.01.002
https://doi.org/10.1016/j.polymdegradstab.2013.01.002
https://doi.org/10.1680/warm.11.00014
https://doi.org/10.1680/warm.11.00014
https://doi.org/10.1016/j.polymdegradstab.2007.03.007
https://doi.org/10.20937/RICA.2018.34.01.12
https://doi.org/10.1016/j.proeng.2013.12.204
https://doi.org/10.1016/j.proeng.2013.12.204
https://doi.org/10.1016/j.proenv.2016.07.072
https://doi.org/10.1016/j.proenv.2016.07.072
https://doi.org/10.1109/CVPR.2013.185
https://doi.org/10.1016/j.polymdegradstab.2012.08.010
https://doi.org/10.1007/s13726-017-0517-1
https://doi.org/10.1007/s13726-017-0517-1
https://doi.org/10.1016/j.marpolbul.2017.11.036
https://doi.org/10.1016/j.jhazmat.2016.11.037
https://doi.org/10.1016/j.jhazmat.2016.11.037
https://doi.org/10.1016/S0141-3910(02)00338-5
https://doi.org/10.1016/S0141-3910(02)00338-5
https://doi.org/10.1016/j.polymdegradstab.2018.01.018
https://doi.org/10.1016/j.polymdegradstab.2018.01.018
https://doi.org/10.1007/s13205-014-0205-1
https://doi.org/10.1016/S0141-3910(03)00105-8
https://doi.org/10.1016/S0141-3910(00)00105-1
https://doi.org/10.1016/j.polymdegradstab.2010.05.009
https://doi.org/10.1016/j.copbio.2011.01.013


2042 Polymer Bulletin (2021) 78:2025–2042

1 3

 34. Gu JD (2003) Microbiological deterioration and degradation of synthetic polymeric materi-
als: recent research advances. Int Biodeterior Biodegrad 52:69–91. https ://doi.org/10.1016/S0964 
-8305(02)00177 -4

 35. Arkatkar A, Arutchelvi J, Sudhakar M, Bhaduri S, Uppara PV, Doble M (2009) Approaches 
to enhance the biodegradation of polyolefins. Open Environ Eng J 2:68–80. https ://doi.
org/10.2174/18748 29500 90201 0068

 36. Chawla S, Ghosh AK, Ahmad S, Avasthi DK (2006) Swift heavy ion induced structural and chemi-
cal changes in BOPP film. Nucl Instrum Methods Phys Res Sect B Beam Interact Mater Atoms 
244:248–251. https ://doi.org/10.1016/j.nimb.2005.11.159

 37. Cadenato A, Ramis X, Salla JM, Moracho JM, Contat-Rodrigo L, Vallés-Lluch A, Ribes-Greus A 
(2006) Calorimetric studies of PP/Mater-Bi blends aged in soil. J Appl Polym Sci 100:3446–3453. 
https ://doi.org/10.1002/app.22084 

 38. Longo C, Savaris M, Zeni M, Brandalise RN, Grisa AMC (2011) Degradation study of polypropyl-
ene (PP) and bioriented polypropylene (BOPP) in the environment. Mater Res 14:442–448. https ://
doi.org/10.1590/S1516 -14392 01100 50000 80

 39. Sheik S, Chandrashekar KR, Swaroop K, Somashekarappa HM (2015) Biodegradation of gamma 
irradiated low density polyethylene and polypropylene by endophytic fungi. Int Biodeterior Biode-
grad 105:21–29. https ://doi.org/10.1016/j.ibiod .2015.08.006

 40. Roy PK, Surekha P, Rajagopal C, Chatterjee V, Choudhary V (2007) Studies on the photo-oxidative 
degradation of LDPE films in the presence of oxidised polyethylene. Polym Degrad Stab 92:1151–
1160. https ://doi.org/10.1016/j.polym degra dstab .2007.01.010

 41. Ramos M, Jiménez A, Peltzer M, Garrigós MC (2012) Characterization and antimicrobial activ-
ity studies of polypropylene films with carvacrol and thymol for active packaging. J Food Eng 
109:513–519. https ://doi.org/10.1016/j.jfood eng.2011.10.031

 42. Persico P, Ambrogi V, Carfagna C, Cerruti P, Ferrocino I, Mauriello G (2009) Nanocomposite poly-
mer films containing carvacrol for antimicrobial active packaging. Polym Eng Sci 49:1447–1455. 
https ://doi.org/10.1002/pen.21191 

 43. Valle MLM, Guimarães MJOC (2004) Degradação de Poliolefinas Utilizando Catalisadores Zeolíti-
cos. Polimeros 14:17–21. https ://doi.org/10.1590/S0104 -14282 00400 01000 09

 44. Montagna LS, Catto AL, Forte MMC, Chiellini E, Corti A, Morelli A, Santana RMC (2015) Com-
parative assessment of degradation in aqueous medium of polypropylene films doped with transition 
metal free (experimental) and transition metal containing (commercial) pro-oxidant/pro-degradant 
additives after exposure to controlled UV radiation. Polym Degrad Stab 120:186–192. https ://doi.
org/10.1016/j.polym degra dstab .2015.06.019

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

Affiliations

Jéssica Pereira Pires1 · Alessandro da Silva Ramos1 · 
Gabriela Messias Miranda1 · Gabriela Lagranha de Souza2 · Flávia Fraga2 · 
Carla Maria Nunes Azevedo2 · Rosane Angélica Ligabue1,2 · 
Jeane Estela Ayres de Lima1,2,3 · Rogério Vescia Lourega4

1 Graduate Program in Materials Engineering and Technology, Polytechnic School, Pontifical 
Catholic University of Rio Grande do Sul, Ipiranga Avenue, 6681, Porto Alegre, RS, Brazil

2 School of Technology, Pontifical Catholic University of Rio Grande do Sul, Ipiranga Avenue, 
6681, Porto Alegre, RS, Brazil

3 Institute of Petroleum and Natural Resources, Pontifical Catholic University of Rio Grande 
do Sul, Ipiranga Avenue, 6681, Porto Alegre, RS, Brazil

4 Company INPROS, Porto Alegre, RS, Brazil

https://doi.org/10.1016/S0964-8305(02)00177-4
https://doi.org/10.1016/S0964-8305(02)00177-4
https://doi.org/10.2174/1874829500902010068
https://doi.org/10.2174/1874829500902010068
https://doi.org/10.1016/j.nimb.2005.11.159
https://doi.org/10.1002/app.22084
https://doi.org/10.1590/S1516-14392011005000080
https://doi.org/10.1590/S1516-14392011005000080
https://doi.org/10.1016/j.ibiod.2015.08.006
https://doi.org/10.1016/j.polymdegradstab.2007.01.010
https://doi.org/10.1016/j.jfoodeng.2011.10.031
https://doi.org/10.1002/pen.21191
https://doi.org/10.1590/S0104-14282004000100009
https://doi.org/10.1016/j.polymdegradstab.2015.06.019
https://doi.org/10.1016/j.polymdegradstab.2015.06.019

	Natural freshwater degradation of polypropylene blends with additives of a distinct nature
	Abstract
	Introduction
	Experimental
	Materials
	Methods
	Preparation of the blends
	Film preparation
	Degradation test
	Characterisation techniques
	Fourier transform infrared spectroscopy (FTIR)
	Differential scanning calorimetry (DSC)
	Thermogravimetric analysis (TGA)
	Field-emission scanning electron microscopy (FE-SEM)


	Results and discussion
	Blends characterisation
	Carbonyl index (CI)

	Degradation of polypropylene blends with freshwater additives
	Structural characteristics
	Morphology
	Thermal analysis

	Comparison between the degradation media

	Conclusions
	Acknowledgements 
	References




