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Abstract: Fused Deposition Modelling (FDM) 3D printers have gained significant popularity in the
pharmaceutical and biomedical industries. In this study, a new biomaterial filament was developed
by preparing a polylactic acid (PLA)/calcium peroxide (CPO) composite using wet solution mixing
and extrusion. The content of CPO varied from 3% to 24% wt., and hot-melt extruder parameters
were optimised to fabricate 3D printable composite filaments. The filaments were characterised using
an X-ray diffraction analysis, surface morphology assessment, evaluation of filament extrudability,
microstructural analysis, and examination of their rheological and mechanical properties. Our
findings indicate that increasing the CPO content resulted in increased viscosity at 200 ◦C, while the
PLA/CPO samples showed microstructural changes from crystalline to amorphous. The mechanical
strength and ductility of the composite filaments decreased except for in the 6% CPO filament. Due
to its acceptable surface morphology and strength, the PLA/CPO filament with 6% CPO was selected
for printability testing. The 3D-printed sample of a bone scaffold exhibited good printing quality,
demonstrating the potential of the PLA/CPO filament as an improved biocompatible filament for
FDM 3D printing.

Keywords: FDM filaments; composite filaments; polylactic acid; calcium peroxide; 3D printing;
biomedical filament

1. Introduction

Today, 3D printing, also known as additive manufacturing (AM), is a revolutionary
technology that utilises computer-aided design to print three-dimensional objects layer
by layer based on a digital model [1]. This technology has gained widespread use across
various industries owing to its numerous advantages over conventional techniques, such
as rapid production, the elimination of tooling requirements, high geometrical freedom,
and the efficient use of materials [2–4]. According to the ISO/ASTM 52,900 standard, 3D
printing technologies are classified into seven distinct groups, which include VAT poly-
merisation, powder bed fusion, binder jetting, material extrusion, direct energy deposition,
material jetting, and sheet lamination [5]. Material extrusion is a vital category of additive
manufacturing that is commonly employed by researchers, hobbyists, and numerous indus-
tries, including pharmaceuticals and biomedical engineering. The technology, originally
developed by Stratasys in 1989, is known as Fused Deposition Modelling (FDM) and is
used for 3D printing thermoplastic materials [6,7]. Fused Deposition Modelling (FDM) is a
popular 3D printing technology because of its versatility and ability to produce functional
parts and prototypes from a wide variety of materials [8,9]. It can be utilised to fabricate
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objects using thermoplastics, metals, ceramics, and composite materials, which has con-
tributed to its widespread adoption [10,11]. In FDM, filaments are heated, softened, and
extruded through a hot nozzle and deposited on a building bed layer by layer according to
a computer-aided design (CAD) model.

Since filament materials are the backbone of any FDM process, industry and academia
have expressed much interest in the production and development of new materials, partic-
ularly biocompatible and biodegradable materials that are high quality [11–13]. Currently,
polylactic acid (PLA), polycaprolactone (PCL), and acrylonitrile butadiene styrene (ABS)
have been the most often utilised polymers for filament production [14]. Compared to
ABS and PCL, there is a growing demand and promising future for PLA filaments due to
their excellent mechanical properties, processability, biodegradability, and biocompatibility,
all of which are highly influenced by their stereochemistry and molecular weight [5,15].
Furthermore, PLA’s unique properties make it a viable material with a wide range of
industrial uses, including for use in biomedical devices [16,17]. In addition, the US Food
and Drug Administration (FDA) has approved it for a number of biomedical and clinical
applications [18]. In particular, PLA has been extensively used in bone scaffolds. This
is a result of its excellent bioresorption properties, which facilitate its integration with
host tissues. PLA has also been combined with other materials to produce FDM filaments
for biomedical applications, such as hydroxyapatite (HA), polyethene glycol (PEG), and
ferromagnetic materials (Fe3O4), due to their excellent healing properties [19–22].

Despite the promising results of using PLA and their composites, an insufficient
oxygen supply is a barrier to widely adopting their application in tissue engineering.
Several approaches have been used to promote oxygen delivery to bone implants. Growth
factors have been added to the implant in order to promote bone neovascularisation.
However, it can only be effective with implant sizes of a few millimetres. Other approaches
have been adopted to include oxygen-generating materials with the implanted device.

Hydrogen peroxide (H2O2) has been found to be highly effective in tissue engineering
at low concentrations due to its low toxicity, which can be well controlled for tissue
engineering applications [23,24]. H2O2 is generated as an intermediate product during
the oxygenation process of oxygen-generating particles, such as calcium peroxide [25,26].
Studies have demonstrated that having an oxygen supply within the scaffold holds great
promise for the success of the scaffold’s functionality, as it encourages vascularisation [27].
One study by Hilde et al. [28] fabricated a PLA/CaO2 (i.e., calcium peroxide (CPO))
composite bone scaffold via wet solution mixing. They conducted an XTT assay to assess
the scaffold cytotoxicity after adding a catalase to the culture medium. The study showed
that the incorporation of CaO2 particles into biodegradable composite materials made
with PLA or PLGA polymers has been found to increase the release of oxygen and to
reduce cytotoxicity [28].

Studies found in the biomedical literature have shown that incorporating oxygenation
particles into biomedical materials can have a positive impact on bone tissue by promoting
vascularisation and regeneration, and by improving the overall healing process. In addition,
they also demonstrated that PLA/CPO has potential for use in bone tissue engineering.
However, there has been no research on the preparation of PLA/CPO composite filaments
for 3D printing using Fused Deposition Modelling (FDM) technology, despite its potential
as a promising biomaterial. To address this gap, we developed a novel FDM filament,
which was composed of PLA and (CPO, which was produced using a wet solution mixing
and hot-melt extruder approach. CPO powder was selected as an oxygen generator due
to its proven effectiveness in biomedical applications while remaining non-harmful to the
human body. The content of CPO varied in large increments from 3% to 24%, allowing
us to examine filament printability and determine the maximum CPO load that can be
added. The prepared filaments were characterised in terms of their rheological properties,
X-ray diffraction, surface morphology, extrudability, microstructural analysis, mechanical
properties, and printability.
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2. Materials and Methods
2.1. Materials

The materials used include: 1.75 MM polylactic acid (PLA) natural filament, which was
purchased from Shenzhen eSUN Industrial Co. Ltd., Shenzhen, China; calcium peroxide
(CPO) CaO2 (−200 mesh size, 75% purity), which was purchased from Sigma-Aldrich
(St. Louis, MO, USA); dichloromethane (DCM), which was purchased from Sigma-Aldrich
(St. Louis, MO, USA); and deionised water.

2.2. Preparation of Composite Filament

To prepare the PLA/CPO composite filaments, 20 g of PLA filaments were cut into
small pieces and dissolved in 100 mL of DCM for approximately 30 min at room temper-
ature using a magnetic stirrer set to a speed of 700 rpm. Once the PLA was completely
dissolved, CPO powder was added to the solution at different ratios (Table 1) under vig-
orous stirring for 90 min before it was poured into a large plate to dry for 24 h. After the
prepared composite materials were dried, they were cut into small pieces to be loaded
into a hot-melt extruder. Figure 1 illustrates the schematic diagram of this process. The
extrusion of the composite materials was carried out using a single-screw extruder (King
Abdulaziz University, Jeddah, Saudi Arabia) with a nozzle diameter of approximately
2 mm. Our objective was to achieve an optimal filament diameter of 1.75 mm and a smooth
surface suitable for commercial Fused Deposition Modelling (FDM) 3D printers. To accom-
plish this, the composite materials were extruded at various temperatures and feed rates.
Experiments were conducted at four different extrusion temperatures, specifically 130 ◦C,
140 ◦C, 150 ◦C, and 155 ◦C, while maintaining a constant screw speed of 1.5 rpm. The
composite was introduced into the extruder at two different feed rates, which are referred
to as F1, the feed rate of approximately 1.5 g, and F2, the feed rate of approximately 6.5 g.
The extrusion speed was dependent on the feed rates, while the screw speed remained
constant at all times.

Table 1. PLA/CPO composite ratios.

Sample No. Sample Name PLA (%wt.) CPO (%wt.)

1 3% CPO 97 3

2 6% CPO 94 6

3 12% CPO 88 12

4 24% CPO 76 24

2.3. Filament Characterisation

The JSM-7600F field-emission scanning electron microscope (JEOL, Tokyo, Japan)
was employed to examine the surface morphology of samples with different ratios and
extrusion conditions. Additionally, optical images of the 3D-printed scaffolds using the
composite filament were captured using a Canon 1000D digital camera. Prior to SEM
analysis, all samples were sputter-coated with a thin layer of gold using a JFC-1600 auto
fine coater (JEOL, Tokyo, Japan). The samples’ elemental compositions were assessed using
energy-dispersive X-ray spectroscopy (EDX), which was linked to the SEM. Additionally,
an Ultima IV X-ray diffractometer (XRD) (Rigaku, Japan), ICDD (PDF-2/release 2011 RDB),
attached with Cu Ka radiations and DB card No. 01-071-4107 were used to observe the
material microstructure and phase changes of the samples before and after extruding at a
goniometer speed of 1.00 sec and a step of 0.100◦.

The samples’ filaments were preheated in a 40 mm cylindrical mould at approximately
230 ◦C, were compressed manually, and then were allowed to cool to prepare test specimens
for rheology testing. The rheological analysis was conducted at room temperature using
a discovery HR-3 hybrid rheometer (TA Instruments, New Castle, DE, USA) in a parallel
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plate configuration (diameter = 40 mm) with a constant gap of 0.5 mm. A flow ramp was
performed at 200 ◦C with a shear rate ranging from 0.1 to 1000 s−1.
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Figure 1. Schematic illustration of composite filament preparation.

The mechanical properties of the samples were determined using a universal Instron
3367 testing machine (Norwood, MA, USA) equipped with a 30 kN load cell according
to ASTM D4603. Tensile testing was conducted on filament samples ranging in diameter
from 1.75 mm to 1.95 mm and with a length of 90 mm using manual grips. The machine
was set at a constant crosshead speed of 5 mm/min. The engineering stress–strain curves
were used to calculate Young’s modulus (E), yield or ultimate tensile strength (σy), strain
at the maximum stress (εm), and strain at break (εb). To ensure accuracy, each experiment
was performed three times, and the average was calculated. The information is presented
as the mean ± standard deviation (SD). Origin software (OriginPro 8.0, Origin Lab Inc.,
Northampton, MA, USA) was used to analyse and display the data in the form of graphs.

3. Results and Discussion
3.1. Optimisation of Extrusion Parameters

To obtain high-quality filaments with a consistent diameter and smooth surface mor-
phology, the extrusion of the PLA/CPO raw material was systematically investigated. The
extrusion temperature and feed rate are crucial parameters for achieving optimal results, as
shown in Figure 1. The diameter and speed of the extruded filaments were evaluated under
different nozzle temperatures (130 ◦C, 140 ◦C, 150 ◦C, and 155 ◦C) and two sets of feed rates
(F1 ≈ 1.5 g and F2 ≈ 6.5 g), as shown in Figure 2. The PLA feedstock was chopped into
small pieces to fit the extruder feeder and was loaded simultaneously. The extruder screw
speed was maintained at a constant 1.5 rpm throughout the extrusion process. Figure 2
summarises the results for filament diameter and speed at different extrusion conditions.
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Figure 2 shows that as the extrusion temperatures decrease, the filament diameters
increase regardless of the feed rate. The largest diameter occurred when using a nozzle
temperature of 130 ◦C. The average diameter was 2.10 mm and 2.15 mm when using
the feed rates of F1 and F2, respectively. On the other hand, the smallest diameter was
found when extruding the filament at a temperature of 155 ◦C. Filaments with diameters of
1.58 mm and 1.65 mm were obtained when using the feed rates of F1 and F2, respectively.
The speed of extrusion is often increased by increasing either the temperature or the feed
rates; for example, by increasing the temperature, the viscosity decreases, causing a faster
extrusion flow and resulting in a smaller diameter filament. Similarly, with a higher feeding
rate, the flow speed increases. However, the results show that the feed rates only affect the
filament diameter by ±0.15 mm. This means that the diameter is greatly affected by the
extrusion temperature. An optimal diameter of 1.75 mm was achieved using 140-F2, as
illustrated in Figure 2 where the extrudability window is highlighted in green with an error
of ±0.005, by determining the right temperature range for the desired diameter and then
regulating the feed rate for precise results. The findings discussed in the given analysis
are consistent with those from previous research on the extrusion of PLA filaments. For
instance, a study by Suhaili et al. [29] investigated the effect of extrusion temperature and
feed rate on the diameter of 3D-printed filaments. The study found that the extrusion
temperature had a significant effect on the filament diameter, while the effect of feed rate
was relatively small. Moreover, the study found that decreasing the extrusion temperature
resulted in an increase in the filament diameter.

Figure 3 shows SEM images of the produced filaments at different magnifications.
Figure 3a shows that at a low temperature of 130 ◦C, the filament had a large diameter of
around 2.15 mm and demonstrated peeling on its surface, as depicted by the red circles. On
the other hand, at a high temperature of 155 ◦C, the filament had an unsymmetrical surface
morphology and nonconstant diameters (Figure 3c). In comparison to other filaments,
the ideal filament diameter of 1.75 mm achieved at 140 ◦C had a very smooth surface
morphology, and an extruding speed of 1.97 cm/sec allowed for greater control over the
extruding process (Figure 3b). At high temperatures, PLA becomes less viscous and the
extruding speed is accelerated, resulting in an unsymmetrical filament morphology.
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Figure 3. SEM images of extruded filaments at (A) 130 ◦C, (B) 140 ◦C, and (C) 155 ◦C. Surface peeling
is depicted by red circles.

When keeping the temperature and feed rate constant, the extruding speed of the
filament decreased as the CPO ratio increased (Table 2). Moreover, a high CPO content
resulted in filament accumulation and nozzle clogging, which is a common issue reported
in the 3D printing of ABS and graphene composites. For example, in a study involving a
ratio of 7.4 wt% of graphene, the 3D printer nozzle became clogged due to the increased
graphene content [30]. To ensure a consistent filament diameter, all subsequent samples
were extruded at a constant temperature of 140 ◦C with a feed rate of F2, which had been
optimised to achieve the desired diameter of 1.75 mm.

Table 2. Speed of extrusion for different CPO ratios.

CPO Ratio (%) Speed (cm/Sec)

3% CPO 9.5

6% CPO 6

12% CPO 4.25

24% CPO 2.75

3.2. Rheological Properties

The rheological properties of the PLA/CPO composites were analysed and are pre-
sented in (Figure 4) in order to assess the viscosity and its suitability for extrusion and 3D
printing. As a general rule, materials with a lower viscosity are more suitable for flowing
and extrusion, which can improve the quality of 3D printing. Therefore, minimising the
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viscosity of the material is often desirable to achieve better printing performance. The
viscosity-shear rate of the PLA/CPO composite filament samples was measured at 200 ◦C.
All samples exhibited shear-thinning behaviour, which is a typical characteristic of linear
polymers and is known as pseudo-plastic fluid behaviour. Moreover, the PLA samples
with varying CPO ratios displayed similar shear rates with minor variations in viscosity,
most notably for the high and low CPO ratios.
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The results demonstrate that all PLA/CPO composite samples exhibit shear-thinning
behaviour, which is a typical pseudo-plastic fluid behaviour observed in linear polymers.
Interestingly, the viscosity of samples containing a low CPO content (3% and 6%) is quite
similar to that of pure PLA [31]. However, samples with higher CPO concentrations (12%
and 24%) showed a slightly higher viscosity compared to those with lower concentrations.
This suggests that the concentration of CPO in the composite is directly proportional
to its viscosity. The increase in viscosity is dependent on various factors, including the
concentration, size, distribution, and shape of the filler particles [32]. This suggests that
CPO particles disrupt the normal polymer flow, hindering chain segment mobility and
making it difficult for the minor phase to disperse evenly in the melt. As a result, higher
CPO concentrations can result in poorer dispersion and increased viscosity of the filled
polymer. This can be especially problematic during the 3D printing of complex geometries,
as it can restrict the deformation of the composite.

3.3. Microstructure

Figure 5 illustrates the X-ray diffraction (XRD) patterns of the PLA/CPO composites
before and after the extrusion process. These patterns were analysed to confirm the
microstructure of the composite material, which can significantly influence its properties.
As shown in the figure, the diffraction peak centred at around 16◦ that corresponds to the
PLA indicates its crystalline structure. Additionally, four crystalline peaks were found at
2 θ◦ of 30◦, 35◦, 47◦, and 53◦, corresponding to the CPO particles present in the composites.
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It was observed that the intensity of CPO peaks increased significantly with the increase
in the amount of CPO in the polymeric matrix. The broadening of the XRD peaks of CPO
(3%, 6%, 12%, and 24%) was mostly due to the presence of particles in the composites. This
broadening became more evident in the XRD pattern after extrusion.
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Interestingly, the PLA peak disappeared after extrusion, indicating a transformation
from a crystalline to amorphous structure. The XRD patterns for all samples, regard-
less of the CPO ratios, showed a completely amorphous PLA peak after extrusion. This
transformation in the material structure can have significant implications for the mechani-
cal properties of the material. Crystalline polymers have stronger intermolecular bonds,
leading to increased strength [33]. However, an amorphous structure can improve bioavail-
ability by increasing the solubility of CPO [33,34]. The transition from a crystalline to
amorphous structure observed in the XRD patterns can be attributed to the heating tem-
perature during the extrusion process of the filament [35]. The PLA/CPO composite was
melted and extruded, leading to the formation of a new material with a different structure.
This transformation can have implications for the mechanical properties of the material, and
the next section studies the mechanical properties of the extruded filaments in more detail.

3.4. Mechanical Properties

The tensile properties of the PLA/CPO composites were evaluated to investigate
the impact of CPO on the mechanical behaviour of the PLA matrix. Moreover, it was
examined whether the transformation to an amorphous structure significantly deteriorated
the mechanical strength of the composites. Figure 6 and Table 3 show an example of the
stress–strain curves and the mechanical properties of PLA/CPO composites with varying
CPO contents. Samples prepared using 12% and 24% CPO had linear curves at a low strain
followed by plastic deformation in the region of about a 2% strain, while samples prepared
using 3% CPO yielded a breaking strain of around 2.8%, which is similar to that for pure
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PLA. In addition, the tensile strength of the composites varied significantly with increasing
CPO concentration.

Polymers 2023, 15, x FOR PEER REVIEW 9 of 13 
 

 

mechanical strength of the composites. Figure 6 and Table 3 show an example of the 
stress–strain curves and the mechanical properties of PLA/CPO composites with varying 
CPO contents. Samples prepared using 12% and 24% CPO had linear curves at a low strain 
followed by plastic deformation in the region of about a 2% strain, while samples prepared 
using 3% CPO yielded a breaking strain of around 2.8%, which is similar to that for pure 
PLA. In addition, the tensile strength of the composites varied significantly with increas-
ing CPO concentration. 

 
Figure 6. Stress–strain curves of PLA/CPO composites. 

Samples prepared using 3% and 6% CPO had the highest ultimate strength, whereas 
samples prepared using 12% and 24% had the lowest ultimate strength. On the other 
hand, the strain at break decreased as the CPO concentration increased for all CPO con-
centrations, especially for those with high concentrations. The figure also shows a signifi-
cant reduction in ultimate strength by approximately 65% for samples with a CPO con-
centration greater than 6%. The significant decrease in tensile strength and strain seen for 
samples with a CPO ratio greater than 6% can be attributed to the agglomeration of CPO 
particles in the polymer matrix, which act as stress concentrators and weaken the compo-
site structure. These results are consistent with those from other studies that have investi-
gated the effect of filler content on the mechanical properties of polymer composites [36]. 
The study also reported that the experimental error of the strength and Young’s modulus 
values for 6% CPO is within the range of variations for pure PLA, implying that its 
strength and Young’s modulus remain unchanged. This finding suggests that 6% CPO can 
be more suitable for biomedical applications, such as bone scaffolds, where high strength 
is required [37,38]. 

Table 3. Mechanical properties of PLA/CPO composites with standard deviation. 

CPO Ratios Tensile Strength σm, MPa Strain at Break εb, %  Young’s Modulus E, GPa 
0% 52.2 ± 2.1 2.7 ± 0.25 3.5 ± 0.32 
24% 32.9 ± 1.5 1.6 ± 0.28 4.1 ± 0.45 
12% 33.6 ± 1.4 2.0 ± 0.26 3.3 ± 0.38 
6% 55.8 ± 1.8 2.0 ± 0.22 4.1 ± 0.36 
3% 49.5 ± 2.0 2.7 ± 0.25 2.9 ± 0.31 

Figure 6. Stress–strain curves of PLA/CPO composites.

Table 3. Mechanical properties of PLA/CPO composites with standard deviation.

CPO Ratios Tensile Strength σm, MPa Strain at Break εb, % Young’s Modulus E, GPa

0% 52.2 ± 2.1 2.7 ± 0.25 3.5 ± 0.32

24% 32.9 ± 1.5 1.6 ± 0.28 4.1 ± 0.45

12% 33.6 ± 1.4 2.0 ± 0.26 3.3 ± 0.38

6% 55.8 ± 1.8 2.0 ± 0.22 4.1 ± 0.36

3% 49.5 ± 2.0 2.7 ± 0.25 2.9 ± 0.31

Samples prepared using 3% and 6% CPO had the highest ultimate strength, whereas
samples prepared using 12% and 24% had the lowest ultimate strength. On the other hand,
the strain at break decreased as the CPO concentration increased for all CPO concentrations,
especially for those with high concentrations. The figure also shows a significant reduction
in ultimate strength by approximately 65% for samples with a CPO concentration greater
than 6%. The significant decrease in tensile strength and strain seen for samples with a CPO
ratio greater than 6% can be attributed to the agglomeration of CPO particles in the polymer
matrix, which act as stress concentrators and weaken the composite structure. These results
are consistent with those from other studies that have investigated the effect of filler content
on the mechanical properties of polymer composites [36]. The study also reported that
the experimental error of the strength and Young’s modulus values for 6% CPO is within
the range of variations for pure PLA, implying that its strength and Young’s modulus
remain unchanged. This finding suggests that 6% CPO can be more suitable for biomedical
applications, such as bone scaffolds, where high strength is required [37,38].

3.5. Surface Morphology

To ensure the quality of the produced filaments, the surface morphology was carefully
examined to confirm that they were consistent and smooth. The findings of this investi-
gation demonstrate that increasing the CPO ratio results in a rough and irregular surface
morphology of the filaments, which is clearly demonstrated in Figure 7. Further analysis
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of SEM images and surface texture indicates that filaments with higher CPO ratios of 24%
and 12% exhibit rougher surfaces compared to those with lower CPO ratios of 6% and 3%.
Moreover, the study highlights that an increase in CPO concentration, especially above 6%,
leads to a reduction in filament ductility, as depicted in Figure 6. This reduction in ductility
causes the filaments to become brittle, rendering them unsuitable for FDM 3D printing.
The inflexible filaments cannot be fed through the feeder/tubing for extrusion and CPO
particles can block the nozzle head, as observed in previous studies [39]. Additionally, the
reduced strength in samples with a CPO concentration higher than 6% resulted in fragile
filaments that may crack while being fed through the nozzle head, leading to further issues
in the printing process [40].
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Previous studies have suggested that reducing the distance between the filament
feed inlet and the extruder nozzle can be helpful in overcoming the issue of feeding the
filament through the pipes/tubing [36]. However, this solution does not address the low
strength issue associated with using filaments with high CPO ratios. Based on the results
obtained in the previous sections, it can be concluded that using a PLA filament with a
CPO concentration of 6% is a favourable choice. This is because, at this concentration, the
composite exhibited not only a smooth surface morphology but also better viscosity and
improved mechanical properties such as strength and ductility.

To demonstrate the printability of filaments with a CPO concentration of 6%, a proof-
of-concept scaffold object was fabricated using a commercial Fused Deposition Modelling
(FDM) 3D printer; specifically, the Creality Ender 3 Pro (manufactured by Shenzhen Creality
3D Technology Co., LTD., Shenzhen, China) was used. The scaffold was designed to have a
square shape with dimensions of 8 × 8 mm and a height of 1.5 mm, and with a porosity of
25% and a pore size of 0.60 mm. The printer bed was maintained at 60 ◦C, and the nozzle
temperature was set at 200 ◦C.

Figure 8 presents an optical image of the 3D-printed scaffold using a CPO concentra-
tion of 6%. The image demonstrates the successful printing of the scaffold and the good
quality of the optimised CPO content. The optimised CPO concentration allowed for the
production of a scaffold with smooth and uniform surfaces, indicating good printability.
The geometry shows a well-structured scaffold with a strong and robust structure. Overall,
the results suggest that PLA filaments with a 6% CPO concentration could be utilised
to produce high-quality and functional bone scaffolds for biomedical applications. This
concentration ensures good printing quality, strength, and roughness while avoiding issues
such as blockages, nozzle head clogs, and filament breakage, making it an ideal choice for
FDM 3D printing applications.
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4. Conclusions

The study aimed to develop PLA/CPO composite filaments through wet solution
mixing and extrusion for biomedical applications. The extrusion process was optimised
to achieve filament quality and a diameter of 1.75 mm. Viscosity analysis showed similar
results for all samples, with slightly higher viscosities for those with a higher CPO content.
Samples with a CPO content over 6% showed a significant reduction in ultimate strength,
while those with 6% CPO had the highest ultimate strength of 56.9 MPa. SEM analysis
of the samples revealed that filaments with a lower CPO content had a smoother surface
and were more ductile, making them suitable for FDM. All samples exhibited a change
in microstructure from crystalline to amorphous after extrusion while still retaining CPO
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viability. The composite material filaments with a 6% CPO concentration had comparable
mechanical strength to pure PLA and consistent surface roughness. These filaments were
used to print samples using a commercial FDM 3D printer and showed good printability.
These findings suggest that PLA/CPO composite material filaments with a CPO content
of 6% can be used to fabricate bone scaffolds with suitable mechanical properties and an
acceptable surface morphology for biomedical applications. Further research is required
to determine the maximum CPO content that can be loaded into the composite filament
without compromising its flexibility. Additionally, the research highlights the importance
of conducting biological studies to evaluate the potential biocompatibility and safety of the
composite filament for medical applications.

Author Contributions: Conceptualization, A.M., H.H. and K.E.; Methodology, A.H.M., A.M., H.H.
and K.E.; Formal analysis, A.H.M., A.E., H.H., A.M. and K.E.; Investigation, A.H.M., N.K. and J.I.;
Resources A.M., A.A.M. and K.E. Writing—original draft, A.H.M. and H.H.; Writing—review &
editing, A.M., H.H., A.A.M., A.E. and K.E.; Visualization, A.H.M., J.I.; Supervision, A.M., H.H., A.E.
and K.E.; Project administration, A.M., A.A.M., H.H. and K.E. All authors have read and agreed to
the published version of the manuscript.

Funding: This research received no external funding.

Data Availability Statement: Data is contained within the article. For additional information please
contact the corresponding author.

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

References
1. Fouly, A.; Alnaser, I.A.; Assaifan, A.K.; Abdo, H.S. Evaluating the Performance of 3D-Printed PLA Reinforced with Date Pit

Particles for Its Suitability as an Acetabular Liner in Artificial Hip Joints. Polymers 2022, 14, 3321. [CrossRef] [PubMed]
2. Cox, S.C.; Jamshidi, P.; Eisenstein, N.M.; Webber, M.A.; Hassanin, H.; Attallah, M.M.; Shepherd, D.E.; Addison, O.; Grover, L.M.

Adding functionality with additive manufacturing: Fabrication of titanium-based antibiotic eluting implants. Mater. Sci. Eng. C
2016, 64, 407–415. [CrossRef] [PubMed]

3. Hassanin, H.; Abena, A.; Elsayed, M.A.; Essa, K. 4D Printing of NiTi Auxetic Structure with Improved Ballistic Performance.
Micromachines 2020, 11, 745. [CrossRef] [PubMed]

4. Srivastava, M.; Rathee, S. Additive manufacturing: Recent trends, applications and future outlooks. Prog. Addit. Manuf. 2022, 7,
261–287. [CrossRef]

5. Sodeifian, G.; Ghaseminejad, S.; Yousefi, A.A. Preparation of polypropylene/short glass fiber composite as Fused Deposition
Modeling (FDM) filament. Results Phys. 2018, 12, 205–222. [CrossRef]

6. Liu, W.; Zhou, J.; Ma, Y.; Wang, J.; Xu, J. Fabrication of PLA filaments and its printable performance. In Proceedings of the
5th Annual International Conference on Material Science and Engineering (ICMSE2017), Xiamen, China, 20–22 October 2017;
Volume 275, p. 012033. Available online: https://iopscience.iop.org/article/10.1088/1757-899X/275/1/012033 (accessed on
25 March 2023).

7. Zarei, M.; Dargah, M.S.; Azar, M.H.; Alizadeh, R.; Mahdavi, F.S.; Sayedain, S.S.; Kaviani, A.; Asadollahi, M.; Azami, M.;
Beheshtizadeh, N. Enhanced bone tissue regeneration using a 3D-printed poly(lactic acid)/Ti6Al4V composite scaffold with
plasma treatment modification. Sci. Rep. 2023, 13, 3139. [CrossRef] [PubMed]

8. Klippstein, H.; Diaz De Cerio Sanchez, A.; Hassanin, H.; Zweiri, Y.; Seneviratne, L. Fused Deposition Modeling for Unmanned
Aerial Vehicles (UAVs): A Review. Adv. Eng. Mater. 2018, 20, 1700552. [CrossRef]

9. Crespo-Miguel, J.; Garcia-Gonzalez, D.; Robles, G.; Hossain, M.; Martinez-Tarifa, J.; Arias, A. Thermo-electro-mechanical aging
and degradation of conductive 3D printed PLA/CB composite. Compos. Struct. 2023, 316, 116992. [CrossRef]

10. Bikas, H.; Stavropoulos, P.; Chryssolouris, G. Additive manufacturing methods and modelling approaches: A critical review. Int.
J. Adv. Manuf. Technol. 2016, 83, 389–405. [CrossRef]

11. Ferrari, A.; Baumann, M.; Coenen, C.; Frank, D.; Hennen, L.; Moniz, A.; Torgersen, H.; Torgersen, J.; Van Bodegom, L.; Van Duijne,
F.; et al. Additive Bio-Manufacturing: 3D Printing for Medical Recovery and Human Enhancement; European Parliament: Strasbourg,
France, 2018.

12. Felfel, R.M.; Poocza, L.; Gimeno-Fabra, M.; Milde, T.; Hildebrand, G.; Ahmed, I.; Scotchford, C.; Sottile, V.; Grant, D.M.;
Liefeith, K. In vitro degradation and mechanical properties of PLA-PCL copolymer unit cell scaffolds generated by two-photon
polymerization. Biomed. Mater. 2016, 11, 015011. [CrossRef]

13. Chen, Y.; Lu, T.; Li, L.; Zhang, H.; Wang, H.; Ke, F. Fully biodegradable PLA composite with improved mechanical properties via
3D printing. Mater. Lett. 2023, 331, 133543. [CrossRef]

14. Dudek, P. FDM 3D Printing Technology in Manufacturing Composite Elements. Arch. Met. Mater. 2013, 58, 1415–1418. [CrossRef]

https://doi.org/10.3390/polym14163321
https://www.ncbi.nlm.nih.gov/pubmed/36015578
https://doi.org/10.1016/j.msec.2016.04.006
https://www.ncbi.nlm.nih.gov/pubmed/27127071
https://doi.org/10.3390/mi11080745
https://www.ncbi.nlm.nih.gov/pubmed/32751939
https://doi.org/10.1007/s40964-021-00229-8
https://doi.org/10.1016/j.rinp.2018.11.065
https://iopscience.iop.org/article/10.1088/1757-899X/275/1/012033
https://doi.org/10.1038/s41598-023-30300-z
https://www.ncbi.nlm.nih.gov/pubmed/36823295
https://doi.org/10.1002/adem.201700552
https://doi.org/10.1016/j.compstruct.2023.116992
https://doi.org/10.1007/s00170-015-7576-2
https://doi.org/10.1088/1748-6041/11/1/015011
https://doi.org/10.1016/j.matlet.2022.133543
https://doi.org/10.2478/amm-2013-0186


Polymers 2023, 15, 2229 13 of 14

15. Armentano, I.; Bitinis, N.; Fortunati, E.; Mattioli, S.; Rescignano, N.; Verdejo, R.; Lopez-Manchado, M.; Kenny, J. Multifunctional
nanostructured PLA materials for packaging and tissue engineering. Prog. Polym. Sci. 2013, 38, 1720–1747. [CrossRef]

16. Lasprilla, A.J.R.; Martinez, G.A.R.; Lunelli, B.H.; Jardini, A.L.; Filho, R.M. Poly-lactic acid synthesis for application in biomedical
devices A review. Biotechnol. Adv. 2012, 30, 321–328. [CrossRef] [PubMed]

17. Fouly, A.; Assaifan, A.K.; Alnaser, I.A.; Hussein, O.A.; Abdo, H.S. Evaluating the Mechanical and Tribological Properties of 3D
Printed Polylactic-Acid (PLA) Green-Composite for Artificial Implant: Hip Joint Case Study. Polymers 2022, 14, 5299. [CrossRef]

18. Tyler, B.; Gullotti, D.; Mangraviti, A.; Utsuki, T.; Brem, H. Polylactic acid (PLA) controlled delivery carriers for biomedical
applications. Adv. Drug Deliv. Rev. 2016, 107, 163–175. [CrossRef]

19. Zhao, W.; Huang, Z.; Liu, L.; Wang, W.; Leng, J.; Liu, Y. Porous bone tissue scaffold concept based on shape memory PLA/Fe3O4.
Compos. Sci. Technol. 2021, 203, 108563. [CrossRef]

20. Zhang, B.; Wang, L.; Song, P.; Pei, X.; Sun, H.; Wu, L.; Zhou, C.; Wang, K.; Fan, Y.; Zhang, X. 3D printed bone tissue regenerative
PLA/HA scaffolds with comprehensive performance optimizations. Mater. Des. 2021, 201, 109490. [CrossRef]

21. Xu, H.; Han, D.; Dong, J.-S.; Shen, G.-X.; Chai, G.; Yu, Z.-Y.; Lang, W.-J.; Ai, S.-T. Rapid prototyped PGA/PLA scaffolds in the
reconstruction of mandibular condyle bone defects. Int. J. Med. Robot. Comput. Assist. Surg. 2010, 6, 66–72. [CrossRef]

22. Zia, A.A.; Tian, X.; Liu, T.; Zhou, J.; Ghouri, M.A.; Yun, J.; Li, W.; Zhang, M.; Li, D.; Malakhov, A.V. Mechanical and energy
absorption behaviors of 3D printed continuous carbon/Kevlar hybrid thread reinforced PLA composites. Compos. Struct. 2023,
303, 116386. [CrossRef]

23. Mallepally, R.R.; Parrish, C.C.; Mc Hugh, M.A.; Ward, K.R. Hydrogen peroxide filled poly(methyl methacrylate) microcapsules:
Potential oxygen delivery materials. Int. J. Pharm. 2014, 475, 130–137. [CrossRef] [PubMed]

24. Colombani, T.; Eggermont, L.J.; Hatfield, S.M.; Rogers, Z.J.; Rezaeeyazdi, M.; Memic, A.; Sitkovsky, M.V.; Bencherif,
S.A. Oxygen-Generating Cryogels Restore T Cell Mediated Cytotoxicity in Hypoxic Tumors. Adv. Funct. Mater. 2021,
31, 2102234. [CrossRef]

25. Abdullah, T.; Gauthaman, K.; Hammad, A.H.; Navare, K.J.; Alshahrie, A.A.; Bencherif, S.A.; Tamayol, A.; Memic, A. Oxygen-
Releasing Antibacterial Nanofibrous Scaffolds for Tissue Engineering Applications. Polymers 2020, 12, 1233. [CrossRef]

26. Mohammed, A.; Saeed, A.; Elshaer, A.; Melaibari, A.A.; Memić, A.; Hassanin, H.; Essa, K. Fabrication and Characteriza-
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