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Abstract: Samples of composite materials based on high-performance semicrystalline polyimide
R-BAPB (based on the dianhydride R: 1,3-bis~(3’ 4,-dicarboxyphenoxy)benzene and diamine BAPB:
4,4'-bis-(4"-aminophenoxy)diphenyl)) filled with carbon nanofibers and micron-sized discrete carbon
fibers were obtained by FFF printing for the first time. The viscosity of melts of the composites based
on R-BAPB, thermal, mechanical characteristics of the obtained composite samples, their internal
structure, and biocompatibility were studied. Simultaneously with FFF printing, samples were
obtained by injection molding. The optimal concentrations of carbon fillers in polyimide R-BAPB for
their further use in FFF printing were determined. The effect of the incorporation of carbon fillers on
the porosity of the printed samples was investigated. It was shown that the incorporation of carbon
nanofibers reduces the porosity of the printed samples, which leads to an increase in deformation
at break. Modification of polyimide with discrete carbon fibers increases the strength and Young’s
modulus sufficiently but decreases the deformation at break. The cytotoxicity analysis showed that
the obtained composite materials are bioinert.

Keywords: polyimide; FFF-printing; additive technologies; nanocomposites; carbon fiber; biocom-
patibility

1. Introduction

Fused filament fabrication is the most popular approach among the additive technolo-
gies [1,2]. The frequency of application of the FFF method can be explained by the low cost
of printing equipment, easy maintenance, and, at the same time, the possibility of obtaining
high-quality parts of complex configuration. One of the main problems of FFF technology
for functional application is the low mechanical properties of the obtained products in
comparison with traditional production methods, such as extrusion or injection molding.
This is due to the unavoidable presence of pores because of the layered deposition of the
material [3,4], insufficient adhesion between the layers, as well as the tendency of thermo-
plastic polymers to shrink while cooling during printing [5]. To improve the mechanical
characteristics of these products, there are two main solutions: use of new materials or
modification of existing ones [6,7]. Currently, FFF printing most often uses such polymers
as ABS (acrylonitrile butadiene styrene) plastic and polylactide, as well as polyamides
with low mechanical characteristics (their strength does not exceed 60 MPa). To increase
the mechanical properties of polymer samples processed by FFF, it is necessary to involve
high-performance thermoplastic polymers for this type of printing. Materials obtained
from high-performance thermoplastics are distinguished not only by high strength charac-
teristics, but also have increased thermal, fire, and frost resistance, high fracture toughness,
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chemical resistance to aggressive liquids, and some other special properties. One of the
representatives of this class of thermoplastics are polyimides. Products from this class
of thermoplastics primarily ensure the stable operation of products obtained from them
at high temperatures [8]. Polyimides are used in the production of structural materials,
coatings in the aerospace industry, and the bases of flexible printed circuit boards, and they
are also promising structural materials for biomedical purposes, due to such operational
characteristics as heat resistance, chemical stability, hydrophobicity, and bioinertness [9].

One of the promising thermoplastic polyimides is the semicrystalline polyimide R-
BAPB based on the dianhydride R: 1,3-bis-(3' 4,-dicarboxyphenoxy)benzene and diamine
BAPB: 4,4’-bis-(4"-aminophenoxy)diphenyl) (Figure 1).
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Figure 1. Chemical structure of the polyimide R-BAPB.

The glass transition temperature of R-BAPB is about 205 °C and the melting point
is about 318 °C [10]. A main feature of polyimide R-BAPB is the ability to control crys-
tallization and recrystallization at low melt viscosity (up to 1000 Pa-s at 360 °C), which
contributes to its processing by traditional methods suitable for thermoplastics (injection
molding, extrusion, hot pressing, etc.). The ability to crystallize from the melt allows one
to increase the actual temperature of operation, wear resistance, chemical resistance, and
several other operational characteristics of products. To increase the crystallization rate, it
is possible to add some nucleants, for example, various carbon nanoparticles [11].

Along with the use of high-performance plastics, an effective way to improve the
3D-printing process and the characteristics of the resulting products is the introduction of
various fillers into the polymer material [12,13]. Composite materials are used to achieve
the desired mechanical and functional properties by improving the matrix material by
adding particles, fibers, or nanomaterials [14-16].

Over the last decade, polymer nanocomposites have received much attention, both
in fundamental and applied research, due to the possibility of controlling the operational
properties of lightweight materials based on them by adding nanofillers. The reason for this
is that the nanofillers have a significantly higher ratio of surface area to volume compared
to micro- and macrofillers [17]. In particular, the incorporation of carbon nanotubes and
nanofibers has a positive effect on the mechanical characteristics of products, increasing
the Young’s modulus and tensile strength [18].

The study [19] compared the behavior of amorphous polyetherimide (PEI) (ODPA-P3)
with semicrystalline (BPDA-P3) with the incorporation of single-walled carbon nanotubes
(SWCNT; 0.1-4.4 vol.%). Tensile tests showed that the yield strength was the same for both
polyimides when loading SWCNT up to 0.3 vol.%. Above this concentration, the yield
strength for the BPDA-P3 nanocomposites remained constant, whereas for the ODPA-P3
nanocomposites, it increased from 80 up to 126 MPa (1.2 vol.%). In our previous work [20],
we showed the influence of carbon nanofibers such as VGCF (vapor grown carbon fiber) on
the mechanical properties of polyethyrimide samples processed by FFF. The incorporation
of 1 wt.% VGCF into the polyethyrimide increased the strength and Young’s modulus of the
printed samples and these values approached those values of the PEI samples processed
by injection molding. In [21], it was noted that with an increase in the mass fraction of
the carbon nanofibers incorporated into ABS plastic, the tensile strength of FFF-printed
samples also increased. Incorporation of 2 wt.% carbon nanofibers into the ABS-matrix
resulted in a 40% increase in strength compared to pure ABS. Similarly, an increase of
26.1% in strength was observed for ABS with 1 wt.% carbon nanofibers. The authors in [22]
achieved an increase in strength and Young’s modulus for printed ABS samples filled with
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VGCEF by 39% and 60%, respectively, compared with ABS without filler. The article [23]
reports that the tensile strength of the printed samples increased almost 3 times with the
addition of 7 wt.% of multi-walled carbon nanotubes in ABS.

Mostly, the improvement in strength with the incorporation of nanoparticles into a
volume of polymer is explained by the structure organization of the particles in the matrix,
and their additional orientation during printing that provides a small reinforcing effect.
The increase in the modulus is facilitated by an increase in the stiffness of products as the
particles limit the mobility of macromolecular chains. In addition, well-dispersed fillers
have more possibilities for physical or chemical bonding with the macromolecular chains
thanks to their large surface area and high surface energy. As a result, when cracks begin to
form, an effective stress transfer occurs between the polymer and the nanofillers.

If one talks about microfillers, short fibers with a high degree of anisometry are most
often used to modify the polymer matrix of materials for FFF [24]. Glass fibers and carbon
fibers are most often used to modify the polymer matrix of materials for FFF [25,26]. Carbon
fibers are in some way unique among the reinforcing fibers. The share of their use in the
production of the composite materials is constantly growing, which is explained by the
high level of their properties. Carbon fibers have the largest Young’s modulus among other
fibers and exceed all heat-resistant fibers in specific parameters.

The data in [27] showed that printed PEEK samples with reinforced carbon fiber had
significantly better strengths than the pure PEEK in the tensile and bending tests. The
tensile strength of PEEK with 5 wt.% of carbon fibers (CF) was 101 MPa. The results in [28]
suggest that the addition of carbon fiber or glass fiber to PEEK (polyetheretherketone)
can significantly increase the tensile and bending strength, but, at the same time, reduce
the deformation at break. The fiber content of 5 wt.% increased the tensile strength up
to 94 MPa. The study [29] showed that printed samples based on ABS with a carbon
fiber content of 5 wt.% had the highest average tensile strength, and the sample with a
carbon fiber content of 7.5 wt.% had the highest average value of Young’s modulus. The
tensile strength and Young’s modulus of the samples with a carbon fiber content of 5%
and 7.5% increased by 22.5% and 30.5%, respectively. At the same time, compared with
the sample made of pure plastic, the composite sample with a carbon fiber content of
5 wt.% had greater bending strength, flexural modulus, and fracture toughness. Products
made on the basis of high-performance polymers by the FFF can be used in a variety
of fields, for example, in the aerospace and automobile industry for the production of
durable and lightweight products of complex shape such as air ducts, turbine parts, and
aerodynamics elements. Aurora Flight Sciences, specializing in unmanned aerial vehicles
(UAVs), in collaboration with Stratasys, created a UAV from ULTEM using 80% FFF-printed
parts [30]. Another study reported on nanosatellites for space applications printed from
PEEK. Moreover, researchers created nuclear shielding materials. Their study found that
FFF-printing of PEEK composites allows the creation of cheaper and lightweight screens
that provide greater protection from low-energy gamma rays than from higher-energy
ones [31]. However, one of the most relevant areas of application of high-performance
polymers in additive technologies is medicine. Currently, stainless steel, titanium, and
their alloys are most often used to produce endoprostheses because of their good corrosion
resistance, high mechanical properties, and good biocompatibility. However, the obvious
hidden dangers are the harmfulness of the released metal ions and the radiopacity of metal
alloys in vivo. Another serious problem is the mismatch of the Young’s modulus between
the metal and the surrounding bone tissue, which can cause stress screening after surgery,
leading to bone resorption [32]. However, these risks can be avoided by replacing metals
with strong biocompatible polymers. In recent years, polyetheretherketone (PEEK) being a
highly efficient semicrystalline thermoplastic structural polymer has been recognized as
a suitable replacement for metal implants, mainly because the elastic modulus of PEEK
(3—4 GPa) is much closer to the modulus of human cortical bone (6-30 GPa), which is much
lower than the Young’s modulus of titanium and its alloys (more than 100 GPa) [33]. The
limiting factor in the use of polymers is still the sufficiently low strength characteristics (not
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exceeding 110 MPa) compared to metals. In this regard, active research has been conducted
in recent years to improve these parameters.

The aim of the study [34] was to compare the cytotoxicity of polyetheretherketone
(PEEK) and polyetherketoneketone (PEKK) with conventional materials for dental im-
plants and abutments, namely titanium alloy (Ti-6Al-4V) and tetragonal polycrystal of
zirconium dioxide stabilized with yttrium oxide (Y-TZP). According to the analysis of
cellular cytotoxicity and expression of proinflammatory cytokine genes, there were no
differences between the materials. The PEEK surface, where fibroblast culture showed
the best metabolic activity of cells, looks like the more promising material for the implant
abutment. In [35], a series of PEEK composites with different carbon fiber (CF) contents
(25 wt.% 30 wt.%, 35 wt.%, and 40 wt.%) was successfully obtained by injection molding.
Evaluation of mechanical properties showed that the CE-PEEK composites have a higher
bending strength, compressive strength, and hardness than pure PEEK, but lower impact
strength. The modulus of elasticity of the CF-PEEK composites was much closer to hu-
man bones than to metals. In [36], the structural changes of implants fixed on a sintered
polyamide skull model was investigated under the influence of mechanical stress in four
simplified models. In a simplified model with a quasistatic load, both implants withstood
forces exceeding those capable of causing skull fractures.

In one of our previous works [37], the cytotoxicity of samples based on polyetherimide
modified with nanofibers such as VGCF was investigated using the MTT test (tetrazolium
dye MTT, which is chemically 3-(4,5-dimethylthiazol-2-y1)-2,5-diphenyltetrazolium bro-
mide). The samples made of both pure polyimide and with the addition of 1 wt.% VGCF
did not have a negative effect on human fibroblast culture that may indicate their bioinert-
ness. These materials possess good cell adhesion to the surface and have suitable conditions
for cell proliferative activity.

Based on the foregoing, the purpose of the present work is to obtain new composite
materials for FFF printing based on high-performance semicrystalline polyimide such
as R-BAPB modified with nano- and microsized carbon fillers, as well as to study the
possibility of using these materials for medical purposes, investigating their cytotoxicity.

2. Materials and Methods

A polyimide R-BAPB was synthesized in the form of a powder based on R (1,3-bis(3’,4-
dicarboxyphenoxy) dianhydridebenzene), Ty, ~164 °C (Techhimprom LLC, Yaroslavl, Rus-
sia), and diamine BAPB (4,4'-bis(4”-aminophenoxy)biphenyl), Tpm ~198-199 °C (VWR
International, Radnor, PA, USA). Phthalic anhydride, T, ~131-134 °C (Sigma-Aldrich Co.,
LLC, St. Louis, MO, USA), was used as a chain growth limiter for the polycondensation
reaction. Acetic anhydride, benzene, and triethylamine were supplied by Sigma-Aldrich
Co., LLC.

The following fillers were used:

e  VGCF—carbon nanofibers obtained by gas phase deposition (Pyrograf®-III, Cedarville,
OH, USA) with an outer diameter of ~100 nm and a length of 20 to 200 pm.

e  CF—discrete carbon fibers (Umatex, Moscow, Russia) with a diameter of ~7 um and a
length of ~7 mm.

2.1. Preparation of R-BAPB and R-BAPB-Based Composite Materials Modified with
Carbon Nanoparticles

Synthesis of R-BAPB was carried out by chemical imidization. A more detailed de-
scription of the synthesis is presented in our early works [10]. To obtain the nanocomposite,
the required number of VGCF particles was injected into the resulting polyamide acid
solution. As a result of synthesis, pure R-BAPB powder was obtained, as well as pow-
ders with different concentrations of the carbon nanofibers VGCF—0.5%, 1%, 3%, and 5%
(weight percentages). The synthesized polyimide had an average molecular weight of
M., ~20,000 Da [38], determined by the light scattering method. Earlier, the structure of
polyimide was proven by IR (infrared) spectroscopy [39].
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2.2. Preparation of the Composite Materials Based on R-BAPB Modified with Micron-Sized
Discrete Carbon Fibers

To obtain a composite with discrete carbon fibers, polyimide powder obtained by the
method described above was mixed with the carbon fibers in proportions corresponding to
the concentrations studied. Before mixing, both powder and fibers were dried in a vacuum
thermostat at a temperature of 150 °C for 1 day. Mixing was carried out in a twin-screw
microextruder “DSM Xplore MC5” (Xplore, Sittard, The Netherlands) at a temperature of
370 °C and a screw rotation speed of 50 rpm for 10 min to ensure a more uniform dispersion
of the fiber in the melt. As a result, strands of the composite material with carbon fiber
concentrations of 10%, 20%, and 30% (weight percentages) were obtained.

2.3. Granulation of the Obtained Composite Materials

To achieve the most uniform loading of the material for obtaining filaments for FFF
printing, all composites were subjected to granulation. Strands were prepared from pure
R-BAPB, and the nanocomposites based on them according to the procedure described in
paragraph 2.2. After that, all the strands obtained, including composites with the discrete
carbon fibers, were crushed in a laboratory mill to granules~1-3 mm long and 1 mm
in diameter.

2.4. Study of the Viscosity of the Obtained Materials

The viscosity of the polymer melt was studied on the Physica MCR301 rheometric unit
(Anton Paar, Graz, Austria) in the CP25-2 cone-plane measuring system (diameter 25 mm,
angle 2°, gap between the cone and the plane 0.05 mm) at a temperature of 360 °C. The
test was carried out in an oscillating mode in the frequency range from 100 rad /s down to
1rad/s.

2.5. Thermal Analysis of the Samples

Thermal analysis of the samples was carried out using the method of differential
scanning calorimetry (DSC) at the “DSC 204 F1 Phoenix” device (NETZSCH, Selb, Germany)
in an inert medium (argon), in the temperature range from 25 °C up to 350 °C at a heating
rate of 10 K/min. The degree of crystallinity of the R-BAPB samples was estimated from
the enthalpy of melting AHy, calculated earlier for R-BAPB with a degree of crystallinity of
100%, which was equal to 90 J /g [10]. A total of 3 samples were tested for each material
(the deviation for each parameter did not exceed 0.5%).

To study the temperature of thermal degradation, thermogravimetric analysis (TGA)
was used, using the TG 209 F1 Iris device (NETZSCH, Selb, Germany). The sample was
heated in an inert medium (argon), ranging from a temperature of 30 °C to 800 °C at a
speed of 10 K/min.

2.6. Obtaining Samples by Injection Molding

To study the mechanical properties and internal structure, as well as to determine the
optimal concentrations of the fillers for the subsequent production of the filaments, the
samples were obtained from the granules of the studied materials by injection molding.
Before molding, all pellets were dried in a vacuum thermostat at a temperature of 150 °C for
1 day. Injection molding was carried out using the DSM Xplore MC5 microextruder (Xplore,
Sittard, The Netherlands) and the DSM Xplore IM5.5 micro-injector (Xplore, Sittard, The
Netherlands). The samples were prepared according to the following parameters:

e  Pure R-BAPB: extruder temperature 360 °C, screw speed 50 rpm, cylinder temperature
370 °C, mold form temperature 180 °C, and pressure 16 bar.

e R-BAPB with carbon nanofibers VGCEF: extruder temperature 360 °C, screw speed
50 rpm, cylinder temperature 370 °C, mold form temperature 190 °C, and pressure
16 bar.

e R-BAPB with discrete carbon fiber: extruder temperature 370 °C, screw speed 50 rpm,
cylinder temperature 380 °C, mold form temperature 190 °C, and pressure 16 bar.
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The material cooled in the mold form for about 10 s. As a result, “dog-bone” samples
with a width of 4 mm, a thickness of 2 mm, and a length of the working part of 25 mm
were obtained by injection molding.

2.7. Filaments Production

Based on studies of the viscosity, and thermal and mechanical properties of the pre-
pared materials, optimal concentrations for both types of the fillers were determined. First,
the composite granules were dried in a vacuum thermostat at a temperature of 150 °C for
12 h. Next, the granules were loaded into the DSM Xplore MC5 microextruder (Xplore,
Sittard, The Netherlands). After that, the filament was extracted from the melt using the
coil of the receiving device. The filaments were obtained with the following parameters:

e  Pure R-BAPB: screw speed 35 rpm, chamber temperature 360 °C, chamber force 200 N,
and coil speed 250.

e R-BAPB with carbon nanofibers: screw speed 35 rpm, chamber temperature 360 °C,
chamber force 250 N, and coil speed 250.

o R-BAPB with discrete carbon fiber: screw speed 50 rpm, chamber temperature 370 °C,
chamber force 350 N, and coil speed 150.

e Asaresult, filaments were obtained from pure R-BAPB, R-BAPB with 1 wt.% VGCE,
and R-BAPB with 20 wt.% discrete carbon fiber with a diameter of 1.6-1.85 mm.

2.8. FFF Printing

FFF printing was performed on an experimental setup for 3D-printing with high-
temperature-resistant plastics. Samples were printed in “dog-bone” form with a width
of 4 mm, a thickness of 2 mm, and a working length of 25 mm, which corresponds to the
samples obtained by injection molding described in paragraph 2.6. The COMPASS-3D
software (ASKON, Saint-Petersburg, Russia) was used to create the “dog-bone” model.
The Cura v.4.13.0 software (Ultimaker, Utrecht, The Netherlands) was used as a slicer for
setting printing parameters.

Samples from different materials were printed with the following parameters:

e  Pure R-BAPB: nozzle diameter 0.4 mm, extruder temperature 365 °C, build platform
temperature 180 °C, chamber temperature 150 °C, printing speed 50 mm/s, layer
thickness 0.1 mm, raster angle & 45°, and wall thickness 04 mm.

e R-BAPB + 1 wt.% VGCF: nozzle diameter 0.4 mm, extruder temperature 365 °C, build
platform temperature 180 °C, chamber temperature 150 °C, printing speed 50 mm/s,
layer thickness 0.1 mm, raster angle £ 45°, and wall thickness 0.4 mm.

e  R-BAPB + 20 wt.% CF: nozzle diameter 0.4 mm, extruder temperature 380 °C, build
platform temperature 180 °C, chamber temperature 150 °C, printing speed 50 mm/s,
layer thickness 0.1 mm, raster angle £ 45°, and wall thickness 0.4 mm.

2.9. Investigation of the Mechanical Characteristics

The mechanical properties of the samples were studied at the ElectroPuls E1000
(Instron, Norwood, MA, USA). The samples were tested in the form of the “dog-bone”,
4 mm wide and 2 mm thick, and a working part with a length of 25 mm at a speed of
1 mm/min. At least 5 samples from each material were tested to measure the mechanical
properties. According to the test results, the Young’s modulus, tensile strength, and
deformation at break of each sample were determined.

2.10. Investigation of the Internal Structure of the Samples

The porosity of the samples was investigated using the pycnometric method. A sample
of the material was placed in a capillary pycnometer and filled with 96% ethanol at 25 °C.
Next, the volume occupied by the material was calculated as the difference with the volume
of a pycnometer filled with ethanol. The porosity was calculated based on the differences
between the theoretical and experimentally determined volume of the material according
to the following formula:
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where P is porosity; V; is the volume of the test sample determined by the pycnomet-
ric method; p is the density of the material; m is the mass of the sample measured on
analytical scales.

Micrographs of the fracture surface of the block samples at various magnifications were
obtained using a Supra-55 VP scanning electron microscope (SEM) (Carl Zeiss, Oberkochen,
Germany). To obtain a high-quality fracture surface, the sample was broken in liquid
nitrogen. The resulting cleavages of the samples were fixed with a special conductive glue
on the microscope holders and a thin layer of platinum was sprayed.

2.11. Cytotoxicity Study of the Printed Samples

Human osteosarcoma MG63 cell lines were used to study cytotoxicity. The cells were
cultured in a CO; incubator at 37 °C in a humidified atmosphere containing air and 5% CO,
in an EMEM nutrient medium (Dulbecco’s modified Eagle’s medium; Gibco) containing
1% essential amino acids, 10% (by volume) thermally inactivated fetal bovine serum (FBS;
HyClone Marlborough, MA, USA), 1% L-glutamine, 50 U/mL of penicillin, and 50 mcg/mL
of streptomycin. For this experiment, the samples in the form of disks with a diameter of
11 mm printed by FFF were filled with 2 mL of complete nutrient medium and incubated
for 1 and 3 days. To assess cytotoxicity, cells in the amount of 5.0 x 10 cells/100 mcL/well
were plated in 96-well plates and cultivated for 24 h for their attachment. Then, 100 mcL of
the medium was added and then incubated for 72 h. At the end of the incubation period,
the medium was removed and 50 mcL/well of EMEM medium with MTT (0.1 mg/mL)
was introduced. The cells were incubated in a CO, incubator for 2 h at 37 °C. After
removal of the supraplastic fluid, formazane crystals formed by metabolically vital cells
were dissolved in dimethyl sulfoxide (50 mcL/well) and the optical density was measured
at 570 nm on a flatbed spectrophotometer. Ethical Statement: The MG-63 osteosarcoma cell
lines were obtained from the Vertebrate Cell Culture Collection (Institute of Cytology RAS,
St-Petersburg, Russia).

Cell adhesion to the surface of the samples was studied using a Supra-55 scanning
electron microscope (Carl Zeiss, Oberkochen, Germany). Before placing the samples inside
the microscope chamber, a thin conductive layer of platinum was sprayed onto their surface.
The accelerating voltage was 3-5 kV.

3. Results and Discussion
3.1. Investigation of the Viscosity of Melts of Composites Based on R-BAPB

One of the most important parameters affecting the FFF printing process is the viscosity
of the materials. If the viscosity is too high, the movement of the melt may be hindered, and
its integrity at the outlet of the nozzle may also be disrupted. The introduction of VGCF
particles into the polymer matrix based on R-BAPB leads to an increase in the viscosity with
a decrease in angular frequency (Figure 2). The viscosity enhances with an increase in the
VGCEF concentration. At the angular frequencies of about 1, it increases quite significantly
starting from 1 wt.% VGCEF, which may be due to the high anisometry of the nanofibers.
This fact indicates a good dispersion of the nanoparticles in the polymer matrix [40]. With
deformations such as those occurring during the printing process, the melt viscosity is
in the range suitable for high-quality printing for all concentrations except 5 wt.% VGCE.
The introduction of the discrete carbon fibers leads to a noticeable increase in viscosity
(Figure 3). With the introduction of 30 wt.% CF, the melt viscosity reaches 4000 Pa-s, which
is too high for high-quality FFF printing as there is a pure flow and the appearance of
breaks in the melt jet. However, for 20 wt.% CF, the value of the complex viscosity at
10 rad/s does not exceed 2000 Pa-s, which is an acceptable value for processing by both
injection molding and FFF printing.
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Figure 2. Dependence of the melt viscosity on angular frequency for R-BAPB modified with VGCE.
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Figure 3. Dependence of melt viscosity on angular frequency for R-BAPB modified with CF.

3.2. Studies of Thermal Properties of Melts of the R-BAPB-Based Composites

According to the study of materials by the DSC method, the introduction of various
concentrations of both VGCF and discrete CF practically does not affect the glass transition
temperature (Table 1, Figure 4). At the same time, with an increase in the concentration of
VGCE, there is a significant increase in the degree of crystallinity of the nanocomposites
and the crystallization rate, which is observed on the DSC curve owing to the appearance
of a crystallization peak (Figure 3). All this indicates that the carbon nanofibers act as
crystallization centers for polyimide R-BAPB [11]. When the micron carbon fibers are
added, a weak peak of crystallization appears during DSC heating. It is worth noting that
the samples crystallize under sufficiently slow heating during the DSC experiment. When
samples are obtained by injection molding and FFF printing, the composites do not have
time to crystallize and remain in an amorphous state.
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Table 1. The dependence of the thermal properties of the composites based on R-BAPB on the
concentration of various fillers. (T is the glass transition temperature, Ty, is the melting point, T, is
the crystallization temperature, x is the degree of crystallinity, 75 is the temperature at the loss of 5%
of the sample mass; the deviation for each value did not exceed 0.5%).

Sample Tg, °C T,,, °C T, °C X, % T35, °C
R-BAPB 201 326 305 2.7 526
R-BAPB + 0.5% VGCF 201 320 289 3.7 513
R-BAPB + 1% VGCF 200 320 287 13.3 511
R-BAPB + 3% VGCF 201 320 287 16.3 510
R-BAPB + 5% VGCF 200 322 282 235 513
R-BAPB + 10% CF 199 320 290 6.5 534
R-BAPB + 20% CF 199 324 289 6.3 535

DSC (mW/mg)

T exo
05
001\ 0%VGCF 305  27Jg
05 ;
26J4ig 3%
K 1% VGCF S5

12 J/ig

-15 Vap
12.1 Jig
320
-20
V =10 deg/min, Ar

50 100 150 200 250 300 350
Temperature (°C)

Figure 4. An example of the effect of VGCF on phase transitions in R-BAPB-based composites.

The temperature of thermal degradation of the materials was determined with the
aid of the TGA method. The received data revealed that these materials have a single-
stage mechanism of thermal destruction. At the same time, a sharp increase in the rate
of the thermal destruction process is observed with the loss of 5% of the sample mass.
The addition of different concentrations of the nanofibers has no essential effect on the
temperature Ts; with the introduction of the discrete carbon fibers, the thermal degradation
temperature increases due to the greater thermal stability of the fibers themselves (Table 1).

3.3. Investigation of the Mechanical Characteristics and Internal Structure of the Molded and
Printed Samples Made of the R-BAPB-Based Composites

Tensile tests of molded samples were carried out to determine the optimal concen-
tration of the fillers for the preparation of the filament. Analysis of the data showed that
with the incorporation of VGCF, the strength and Young’s modulus slightly increase with
an increase in VGCF concentration, but the deformation at break significantly decreases
(Figure 5). The samples with concentrations of 0.5 wt.% and 1 wt.% VGCEF retain about
50% of deformation regarding pure R-BAPB, in contrast to 3 wt.% and 5 wt.%. As the
mechanical characteristics of the samples with 0.5 wt.% and 1 wt.% VGCF turned out to be
quite close, the choice in favor of 1 wt.% VGCF was made due to a 3 times higher degree of
crystallinity (Table 1), because of the presence of a larger amount of crystallization centers.
This factor may be important in further studies of the crystallized samples obtained by FFF
printing, as this composite will be easier to transfer to a crystallized state due to a higher
crystallization rate.
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Figure 5. Dependence of strength, Young’s modulus, and deformation at break of the R-BAPB-based
molded samples on the concentration of VGCF.

The incorporation of the discrete CF leads to a visible increase in the strength and
Young’s modulus of the studied samples, while the deformation at break is reduced by
more than 10 times starting from 10 wt.% CF (Figure 6). The sample with 30 wt.% CF has
a similar strength and a larger modulus than that with 20 wt.%, but due to the high melt
viscosity of this composite (Figure 3), a choice was made in favor of R-BAPB with 20 wt.%
of CE.

Based on the collected data on the composite’s viscosity, as well as on their thermal
and mechanical characteristics, the filaments and, consequently, the samples were obtained
by FFF printing from pure R-BAPB, and also filled with 1 wt.% VGCF and 20 wt.% CF.
The samples were printed with a raster angle of +45°, which is the optimal direction for
FFF printing to achieve good mechanical properties for most types of tests and can also
overlap the pores by changing the direction of the lines. The results of the tensile tests
(Figure 7) showed that the strength and Young’s modulus of the printed samples from
pure R-BAPB are very close to the parameters of the molded samples (91 and 93 MPa, 2462
and 2179 MPa, respectively). At the same time, the deformation at break in the case of
the printed samples does not exceed 10.5%, which is significantly lower than that of the
injection-molded samples. This fact is explained by the presence of voids inside the sample
caused by layer-by-layer deposition of materials (Figure 8b). FFF samples from R-BAPB
filled with 1 wt.% VGCF have a strength and Young’s modulus that are almost identical
to the printed samples from pure R-BAPB. However, the deformation at break is almost
4 times higher compared to the unmodified printed R-BAPB sample and this value is 37%.
This effect is probably caused by a decrease in porosity and a possible increase in adhesion
between layers [41]. The SEM analysis revealed that the voids in the R-BAPB samples with
1 wt.% VGCEF become smaller compared to those of pure R-BAPB (Figure 8c,d), and the
boundaries between adjacent layers become blurred (Figure 8d). For pure R-BAPB, the
fracture surface is sufficiently smooth, which is a typical characteristic of brittle fracture
(Figure 8b) [42]. With the introduction of 1 wt.% VGCE, the texture of the fracture surface
of the printed sample (Figure 8g) becomes rougher, i.e., plastic destruction takes place.
All this suggests that VGCF effectively distorts the crack tip trajectory and increases the
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complexity of crack propagation [43], which leads to an increased value of deformation
at break in the printed R-BAPB sample with 1 wt.% VGCF compared to the pure R-BAPB
sample. The samples made of R-BAPB modified with the discrete CF, in turn, have low
deformation, but at the same time, their strength increases by almost 50%, and the modulus
is 2.5 times higher compared to pure R-BAPB. On the images of the fracture surface, it can
be seen how the fibers line up along the direction of laying the polymer thread under 45°,
which provides a reinforcing effect (Figure 8e).
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Figure 6. Dependence of strength, modulus of elasticity, and deformation at break of the R-BAPB-
based molded samples on the concentration of CF.

For a more detailed study of the internal structure of the samples, their porosity was
investigated. The study by the pycnometric method showed that for all samples obtained
by injection molding, the porosity barely exceeds 2%, while for the samples obtained by
FFF printing, the porosity for pure R-BAPB is ~4% (Table 2), which leads to a decrease
in the deformation of the printed sample compared to molding by almost 7 times. The
porosity of the sample with 1 wt.% VGCF is only 1.9%, while the deformation and strength
properties are comparable to the samples obtained by injection molding, in particular,
the printed sample has a high deformation at break of 37%. It can be concluded that the
incorporation of VGCF reduces the number of pores in the sample that appear because
of the layered deposition of the material, which leads to the fact that the deformation
at break increases significantly. For 20 wt.% CF, the porosity of the printed sample is
~5%. In this case, the incorporation of the rigid carbon fibers results in a serious drop
in deformation and an increase in Young’s modulus. Summing up, in terms of strength
characteristics for FFF-printing, composites based on R-BAPB with discrete carbon fiber
exceed materials based on PEEK and Ultem with discrete reinforcing fibers. In turn, for
composite materials with carbon nanoparticles, the deformation at break of printed samples
exceeds all known analogs.
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Figure 7. Mechanical characteristics of the FFF samples from R-BAPB and its composites.
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Figure 8. SEM images of the fracture surface of the studied samples (injection molding on the left;
FFF printing on the right) from: (a,b)—pure R-BAPB; (c,d)—R-BAPB + 1% VGCEF; (e f)—R-BAPB +
20% CF.

Table 2. Comparison of porosity of the samples from R-BAPB-based composites produced by injection
molding (IM) and FFF printing.

Sample M FFF
R-BAPB 0.33 £ 0.07% 3.84 + 0.13%
R-BAPB + 1% VGCF 1.04 £ 0.05% 1.90 £ 0.09%

R-BAPB + 20% CF 213 +£0.11% 527 £ 0.15%
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3.4. Investigation of Cytotoxicity of the Obtained Products

Materials that will be in direct contact with living tissue should not have a negative
impact on the organism with which they will interact. Exposure to toxic materials can
lead to irreversible damage or even the death of cells. Therefore, for use in medicine, any
materials are first checked for the level of cytotoxicity through laboratory in vitro tests and
analyses. Cells interacting with the test material should not change their normal cycle of
functioning, and their proliferation should not be disrupted. In turn, the materials that are
planned to be used for implantation should ensure good attachment and growth of cells on
their surface.

The viability and proliferative activity of cells incubated on the surface of the material
was studied using an MTT test. Incubation of cells on the printed samples from pure
R-BAPB showed that this material does not have a pronounced cytotoxic effect on human
osteosarcoma cell culture. At the same time, when comparing the optical densities of
formazane solutions between the levels of proliferative activity of cells incubated on both
pure R-BAPB and R-BAPB modified with various fillers, no statistically essential difference
was revealed (Figure 9). In the photographs, where cell culture was recorded a day after
plating (Figure 10), taken with a scanning electron microscope, it is clear that the cells are
well spread out on the surface of the sample. This circumstance indicates that the material
does not have a pronounced toxic effect and the surface properties of the samples are
favorable for adhesion and proliferation of human osteosarcoma cells.

0.25

Optical density (570 nm)

0.2

0.15

0.1

0.05
0 T T T T T T 1

Control

FDM 0%, 72h  FDM 1% VGCF, FDM 20% CF,  FDM 0%, 24h  FDM 1% VGCF  FDM 20% CF,
72h 72h 24h 24h

Figure 9. Comparative characteristics of the optical density of formazane solutions obtained from the
studied samples.
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Figure 10. SEM images of cells 1 day after plating on the samples surface prepared by the FFF method
from (a) pure R-BAPB, (b) R-BAPB + 1% VGCEF, and (c) R-BAPB + 20% CF.

4. Conclusions

In this work, composite materials based on semicrystalline polyimide R-BAPB filled
with the carbon nanofibers and micron-sized discrete carbon fibers were obtained.

Based on the study of the melt viscosity of the composites with R-BAPB, and ther-
mal and mechanical properties, the optimal concentration of the carbon nanoparticles in
polyimide R-BAPB was determined as 1 wt.%, and for the discrete carbon fibers—20 wt.%.

A study of the printed samples revealed that the introduction of 1 wt.% VGCF reduces
the porosity of the printed samples by more than 2 times, which leads to an increase in
deformation at break by more than 3 times compared to pure R-BAPB. When 20 wt.% of
discrete carbon fibers are added to R-BAPB, there is a sharp increase in the strength of the
printed samples to 135 MPa, and the modulus of elasticity to 6.2 GPa.

There was no cytotoxic effect of the polyimide composite materials on the culture of
human osteosarcoma cells. Moreover, a good cell adhesion on the surface of the material
was observed, indicating the bioinertness of the investigated composites.

Due to the high strength characteristics when incorporating discrete carbon fibers and
high deformation when incorporating carbon nanofibers, the developed biocompatible
composite materials for FFF can be widely used both in various industrial sectors and
in medicine.



Polymers 2022, 14, 3803 16 of 17

Author Contributions: Conceptualization, L.P. and G.V.; methodology, I.P. and G.V.; formal analysis,
LP; investigation, I.P.,, G.V,, EL, EP., YN. and V.E,; resources, A.D. and V.S; data curation, LP,
G.V, EIL, EP, YN. and V.E,; writing—original draft preparation, LP. and G.V.; writing—review
and editing, L.P,, G.V,, E.I. and V.Y,; visualization, I.P,; supervision, V.Y.; project administration, V.Y.;
funding acquisition, V.Y. and LP. All authors have read and agreed to the published version of
the manuscript.

Funding: The reported study was funded by RFBR, project number 20-33-90145/20.
Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Not applicable.

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

References

1. Wendel, B.; Rietzel, D.; Kiithnlein, F; Feulner, R.; Hiilder, G.; Schmachtenberg, E. Additive Processing of Polymers. Macromol.
Mater. Eng. 2008, 293, 799-809. [CrossRef]

2. Ngo, T.D,; Kashani, A.; Imbalzano, G.; Nguyen, K.T.Q.; Hui, D. Additive manufacturing (3D printing): A review of materials,
methods, applications and challenges. Compos. Part B Eng. 2018, 143, 172-196. [CrossRef]

3. Tao, Y; Kong, F; Li, Z,; Zhang, ].; Zhao, X,; Yin, Q.; Xing, D.; Li, P. A review on voids of 3D printed parts by fused filament
fabrication. J. Mater. Res. Technol. 2021, 15, 4860-4879. [CrossRef]

4. Wang, X,; Zhao, L.; Fuh, ].Y.H.; Lee, H.P. Effect of Porosity on Mechanical Properties of 3D Printed Polymers: Experiments and
Micromechanical Modeling Based on X-ray Computed Tomography Analysis. Polymers 2019, 11, 1154. [CrossRef] [PubMed]

5. 3D Printing High-Strength Carbon Composites Using PEEK, PAEK | Designnews.Com. Available online: https://www.
designnews.com/design-hardware-software/3d-printing-high-strength-carbon-composites-using-peek-paek (accessed on 30
August 2022).

6. Acquah, S.EA.; Leonhardt, B.E.; Nowotarski, M.S.; Magi, ].M.; Chambliss, K.A.; S.Venzel, T.E.; Delekar, S.D.; Al-Hariri, L.A.
Carbon Nanotubes and Graphene as Additives in 3D Printing. In Carbon Nanotubes—Current Progress of Their Polymer Composites;
IntechOpen: London, UK, 2016. [CrossRef]

7.  Penumakala, PK,; Santo, J.; Thomas, A. A critical review on the fused deposition modeling of thermoplastic polymer composites.
Compos. Part B Eng. 2020, 201, 108336. [CrossRef]

8. Ha, C.-S,; Anu, S.; Mathews, G. Polyimides and High Performance Organic Polymers. In Advanced Functional Materials; Springer:
Berlin/Heidelberg, Germany, 2011; pp. 1-36. [CrossRef]

9.  Richardson, R.R; Miller, J.A.; Reichert, W.M. Polyimides as biomaterials: Preliminary biocompatibility testing. Biomaterials 1993,
14, 627-635. [CrossRef]

10. Vaganov, G.; Didenko, A.; Ivan’Kova, E.; Popova, E.; Yudin, V.; Elokhovskii, V.; Lasota, I. Development of new polyimide powder
for selective laser sintering. J. Mater. Res. 2019, 34, 2895-2902. [CrossRef]

11.  Vaganov, G.; Ivan’kova, E.; Didenko, A.; Popova, E.; Elokhovskii, V.; Yudin, V. Effect of Carbon Nanoparticles on the Structure
and Properties of Melt-Extruded R-BAPB Polyimide Fibers. Fibers Polym. 2022, 23, 611-616. [CrossRef]

12.  Pegoretti, A.; Dorigato, A. Polymer Composites: Reinforcing Fillers. In Encyclopedia of Polymer Science and Technology; Wiley:
Hoboken, NJ, USA, 2019; pp. 1-72. [CrossRef]

13. Pratama, J.; Cahyono, S.I; Suyitno, S.; Muflikhun, M. A ; Salim, U.A.; Mahardika, M.; Arifvianto, B. A Review on Reinforcement
Methods for Polymeric Materials Processed Using Fused Filament Fabrication (FFF). Polymers 2021, 13, 4022. [CrossRef]

14. Stansbury, J.W.; Idacavage, M.]. 3D printing with polymers: Challenges among expanding options and opportunities. Dent. Mater.
2016, 32, 54-64. [CrossRef]

15.  Christ, S.; Schnabel, M.; Vorndran, E.; Groll, J.; Gbureck, U. Fiber reinforcement during 3D printing. Mater. Lett. 2015, 139, 165-168.
[CrossRef]

16. Harikrishnan, U.; Soundarapandian, S. Fused Deposition Modelling based Printing of Full Complement Bearings. Procedia Manuf.
2018, 26, 818-825. [CrossRef]

17. Mai, YW.; Yu, Z.Z. Polymer Nanocomposites; Elsevier Ltd.: Amsterdam, The Netherlands, 2006; ISBN 9781855739697

18.  Wang, X. Processing and Characterization of Multifunctional Thermoplastic Nanocomposite Films. Master’s Thesis, University of
Central Florida, Orlando, FL, USA, 2014.

19. Hegde, M.; Lafont, U.; Norder, B.; Samulski, E.T.; Rubinstein, M.; Dingemans, T.J. SWCNT induced crystallization in amorphous
and semi-crystalline poly(etherimide)s: Morphology and thermo-mechanical properties. Polymer 2014, 55, 3746-3757. [CrossRef]

20. Polyakov, I.V,; Vaganov, G.V,; Yudin, V.E,; Ivan’kova, EMM.; Popova, E.N.; Elokhovskii, V.Y. Investigation of Properties of
Nanocomposite Polyimide Samples Obtained by Fused Deposition Modeling. Mech. Compos. Mater. 2018, 54, 33—40. [CrossRef]

21. Bilkar, D.; Keshavamurthy, R.; Tambrallimath, V. Influence of carbon nanofiber reinforcement on mechanical properties of

polymer composites developed by FDM. Mater. Today Proc. 2021, 46, 4559-4562. [CrossRef]


http://doi.org/10.1002/mame.200800121
http://doi.org/10.1016/j.compositesb.2018.02.012
http://doi.org/10.1016/j.jmrt.2021.10.108
http://doi.org/10.3390/polym11071154
http://www.ncbi.nlm.nih.gov/pubmed/31284532
https://www.designnews.com/design-hardware-software/3d-printing-high-strength-carbon-composites-using-peek-paek
https://www.designnews.com/design-hardware-software/3d-printing-high-strength-carbon-composites-using-peek-paek
http://doi.org/10.5772/63419
http://doi.org/10.1016/j.compositesb.2020.108336
http://doi.org/10.1007/978-3-642-19077-3_1
http://doi.org/10.1016/0142-9612(93)90183-3
http://doi.org/10.1557/jmr.2019.161
http://doi.org/10.1007/s12221-022-3558-9
http://doi.org/10.1002/0471440264.PST130.PUB2
http://doi.org/10.3390/polym13224022
http://doi.org/10.1016/j.dental.2015.09.018
http://doi.org/10.1016/j.matlet.2014.10.065
http://doi.org/10.1016/j.promfg.2018.07.102
http://doi.org/10.1016/j.polymer.2014.06.017
http://doi.org/10.1007/s11029-018-9715-y
http://doi.org/10.1016/j.matpr.2020.09.707

Polymers 2022, 14, 3803 17 of 17

22.

23.

24.
25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

Shofner, M.L.; Lozano, K.; Rodriguez-Macias, EJ.; Barrera, E.V. Nanofiber-reinforced polymers prepared by fused deposition
modeling. J. Appl. Polym. Sci. 2003, 89, 3081-3090. [CrossRef]

Sezer, HK; Eren, O. FDM 3D printing of MWCNT re-inforced ABS nano-composite parts with enhanced mechanical and electrical
properties. J. Manuf. Process. 2019, 37, 339-347. [CrossRef]

Seymour, R.B. The Role of Fillers and Reinforcements in Plastics Technology. Polym.-Plast. Technol. Eng. 2006, 7, 49-79. [CrossRef]
Wang, X.; Jiang, M.; Zhou, Z.; Gou, J.; Hui, D. 3D printing of polymer matrix composites: A review and prospective. Compos. Part
B Eng. 2017, 110, 442-458. [CrossRef]

Tekinalp, H.L.; Kunc, V.; Velez-Garcia, G.M.; Duty, C.E.; Love, L.J.; Naskar, A.K,; Blue, C.A.; Ozcan, S. Highly oriented carbon
fiber—polymer composites via additive manufacturing. Compos. Sci. Technol. 2014, 105, 144-150. [CrossRef]

Han, X; Yang, D.; Yang, C.; Spintzyk, S.; Scheideler, L.; Li, P; Li, D.; Geis-Gerstorfer, ].; Rupp, F. Carbon Fiber Reinforced PEEK
Composites Based on 3D-Printing Technology for Orthopedic and Dental Applications. J. Clin. Med. 2019, 8, 240. [CrossRef]
[PubMed]

Wang, P.; Zou, B.; Ding, S.; Huang, C.; Shi, Z.; Ma, Y.; Yao, P. Preparation of short CF/GF reinforced PEEK composite filaments
and their comprehensive properties evaluation for FDM-3D printing. Compos. Part B Eng. 2020, 198, 108175. [CrossRef]

Ning, F.; Cong, W.; Qiu, J.; Wei, J.; Wang, S. Additive manufacturing of carbon fiber reinforced thermoplastic composites using
fused deposition modeling. Compos. Part B Eng. 2015, 80, 369-378. [CrossRef]

World’s First Jet-Powered, 3D Printed UAV Tops 150 MPH—Stratasys. Available online: https://www.stratasys.com/en/
resources/blog/aurora-uav-3d-printing/ (accessed on 7 September 2022).

Dua, R.; Rashad, Z.; Spears, J.; Dunn, G.; Maxwell, M. Applications of 3D-Printed PEEK via Fused Filament Fabrication: A
Systematic Review. Polymers 2021, 13, 4046. [CrossRef]

Nune, K.C; Misra, RD.K; Li, S.J.; Hao, Y.L.; Yang, R. Osteoblast cellular activity on low elastic modulus Ti-24Nb—4Zr-85n alloy.
Dent. Mater. 2017, 33, 152-165. [CrossRef]

Deng, Y.; Yang, Y.; Ma, Y,; Fan, K.; Yang, W.; Yin, G. Nano-hydroxyapatite reinforced polyphenylene sulfide biocomposite with
superior cytocompatibility and in vivo osteogenesis as a novel orthopedic implant. RSC Adv. 2017, 7, 559-573. [CrossRef]
Peng, T.Y.; Shih, Y.H.; Hsia, S.M.; Wang, T.H.; Li, PJ.; Lin, D.J.; Sun, K.T.; Chiu, K.C.; Shieh, T.M. In Vitro Assessment of the Cell
Metabolic Activity, Cytotoxicity, Cell Attachment, and Inflammatory Reaction of Human Oral Fibroblasts on Polyetheretherketone
(PEEK) Implant-Abutment. Polymers 2021, 13, 2995. [CrossRef]

Qin, W.; Li, Y;; Ma, ].; Liang, Q.; Tang, B. Mechanical properties and cytotoxicity of hierarchical carbon fiber-reinforced poly
(ether-ether-ketone) composites used as implant materials. J. Mech. Behav. Biomed. Mater. 2019, 89, 227-233. [CrossRef]

Lethaus, B.; Safi, Y.; Ter Laak-Poort, M.; Kloss-Brandstétter, A.; Banki, F.; Robbenmenke, C.; Steinseifer, U.; Kessler, P. Cranioplasty
with Customized Titanium and PEEK Implants in a Mechanical Stress Model. J. Neurotrauma 2012, 29, 1077-1083. [CrossRef]
Polyakov, I.V.; Vaganov, G.V,; Yudin, V.E.; Smirnova, N.V.; Ivan’kova, E.M.; Popova, E.N. Study of Polyetherimide and Its
Nanocomposite 3D Printed Samples for Biomedical Application. Polym. Sci. Ser. A 2020, 62, 337-342. [CrossRef]

Vaganov, G.V,; Ivan’Kova, E.M.; Didenko, A.L.; Popova, E.N.; Elokhovsky, V.Y.; Yudin, V.E. The study of heat-resistant fibers
obtained from a melt of thermoplastic crystallizable polyimide. J. Phys. Conf. Ser. 2020, 1697, 012114. [CrossRef]

Vaganov, G.; Ivan’kova, E.; Didenko, A.; Popova, E.; Elokhovskiy, V.; Kasatkin, I.; Yudin, V. High-performance crystallized
composite carbon nanoparticles/polyimide fibers. J. Appl. Polym. Sci. 2022, 139, €52748. [CrossRef]

Huang, Y.Y.; Ahir, S.V.; Terentjev, E.M. Dispersion rheology of carbon nanotubes in a polymer matrix. Phys. Rev. B-Condens.
Matter Mater. Phys. 2006, 73, 125422. [CrossRef]

Chen, Q.; Zhang, Y.Y,; Huang, P; Li, Y.Q.; Fu, S.Y. Improved bond strength, reduced porosity and enhanced mechanical properties
of 3D-printed polyetherimide composites by carbon nanotubes. Compos. Commun. 2022, 30, 101083. [CrossRef]

Yue, Z.; Yu, M.Y,; Lan, X. Study on Properties of Carbon Nanotubes/Epoxy Resin Composite Prepared by In Situ Polymerization.
Adv. Mater. Res. 2013, 750-752, 132-135. [CrossRef]

Zhou, Y.; Jeelani, M.I; Jeelani, S. Development of photo micro-graph method to characterize dispersion of CNT in epoxy. Mater.
Sci. Eng. A 2009, 506, 39—44. [CrossRef]


http://doi.org/10.1002/app.12496
http://doi.org/10.1016/j.jmapro.2018.12.004
http://doi.org/10.1080/03602557608063110
http://doi.org/10.1016/j.compositesb.2016.11.034
http://doi.org/10.1016/j.compscitech.2014.10.009
http://doi.org/10.3390/jcm8020240
http://www.ncbi.nlm.nih.gov/pubmed/30759863
http://doi.org/10.1016/j.compositesb.2020.108175
http://doi.org/10.1016/j.compositesb.2015.06.013
https://www.stratasys.com/en/resources/blog/aurora-uav-3d-printing/
https://www.stratasys.com/en/resources/blog/aurora-uav-3d-printing/
http://doi.org/10.3390/polym13224046
http://doi.org/10.1016/j.dental.2016.11.005
http://doi.org/10.1039/C6RA25526D
http://doi.org/10.3390/polym13172995
http://doi.org/10.1016/j.jmbbm.2018.09.040
http://doi.org/10.1089/neu.2011.1794
http://doi.org/10.1134/S0965545X20040094
http://doi.org/10.1088/1742-6596/1697/1/012114
http://doi.org/10.1002/app.52748
http://doi.org/10.1103/PhysRevB.73.125422
http://doi.org/10.1016/j.coco.2022.101083
http://doi.org/10.4028/www.scientific.net/AMR.750-752.132
http://doi.org/10.1016/j.msea.2008.12.044

	Introduction 
	Materials and Methods 
	Preparation of R-BAPB and R-BAPB-Based Composite Materials Modified with Carbon Nanoparticles 
	Preparation of the Composite Materials Based on R-BAPB Modified with Micron-Sized Discrete Carbon Fibers 
	Granulation of the Obtained Composite Materials 
	Study of the Viscosity of the Obtained Materials 
	Thermal Analysis of the Samples 
	Obtaining Samples by Injection Molding 
	Filaments Production 
	FFF Printing 
	Investigation of the Mechanical Characteristics 
	Investigation of the Internal Structure of the Samples 
	Cytotoxicity Study of the Printed Samples 

	Results and Discussion 
	Investigation of the Viscosity of Melts of Composites Based on R-BAPB 
	Studies of Thermal Properties of Melts of the R-BAPB-Based Composites 
	Investigation of the Mechanical Characteristics and Internal Structure of the Molded and Printed Samples Made of the R-BAPB-Based Composites 
	Investigation of Cytotoxicity of the Obtained Products 

	Conclusions 
	References

