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Abstract: The 3D graphite/ceramic composite prototyping parts directly prepared by selective laser
sintering (SLS) were porous, which led to poor strength and low thermal conductivity. In order to
obtain low thermal conductivity and high strength, its thermal conductivity and compressive strength
were adjusted by changing the mixture powder composition and adding post-processing. The result
showed that the addition of silicon powder in the mixture powder could significantly improve the
compressive strength and thermal conductivity. The addition of expanded graphite was beneficial to
the formation of the closed pores in the matrix, which slightly reduced the compressive strength but
significantly reduced the thermal conductivity. The 3D graphite/ceramic composite part showed an
order of magnitude improvement in compressive strength (from 1.25 to 13.87 MPa) but relatively small
change in thermal conductivity (from 1.40 to 2.12 W·m−1K−1) and density (from 0.53 to 1.13 g·cm−3)
by post-processing. Reasonable mixture powder composition and post-processing were determined
and realized the possibility of fabricating a 3D graphite/ceramic composite part with low thermal
conductivity but high compressive strength. Furthermore, it could be used for the repeated casting of
steel castings, and through the comparative analysis of casting defects, the prepared graphite/ceramic
composite part was expected to replace water glass sand mold.

Keywords: selective laser sintering; 3D graphite/ceramic composite parts; mixture powder
composition; post processing; comprehensive properties

1. Introduction

Natural flake graphite has excellent physical and chemical properties, such as thermal conductivity,
electrical conductivity, high-temperature resistance, and corrosion resistance. It is widely used in
iron and steel casting, aviation, and aerospace fields [1–5]. It is well known that the natural flake
graphite powder is challenging to process and form due to the weak self-adhesive ability and poor
formability, so the value of natural flake graphite needs to be realized by proper forming technology.
At present, hot pressing and cold pressing are the main processes for forming natural flake graphite [6,7].
The graphite blocks, prepared by hot pressing at 2773 K with natural graphite powder and chopped
carbon fibers as raw materials and asphalt as a binder, have proper bending and compressive strength
perpendicular to the direction of graphite layer, up to 39.6 MPa and 65.5 MPa, respectively, with 8 wt %
chopped carbon fibers [8]. The thermal conductivity of the graphite bulk composites, prepared by
uniaxial cold compression molding using natural flake graphite powder, synthetic graphite powder
as the raw material, and liquid phenolic resin as its binder, is measured by the Xenon Flash Method
to be 19–30 W·m−1K−1 in the range of 100–1000 °C [9]. However, the simple graphite product can be
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made by the above processes, but the complex one can not. The emergence of selective laser sintering
(SLS) makes it possible to obtain complex structure graphite parts with natural flake graphite as the
raw material.

SLS is a kind of rapid prototyping technology that is widely used to fabricate the complicated
preforms or parts with the powder or powder that can bond each other under the hot action during the
laser-scanning process. There are a wide range of materials available for selective sintering, including
paraffin powder, plastic powder, metal powder, and ceramic powder. For example, according to Chen
et al. [10], the graphite/phenolic resin composite bipolar plate for fuel cells can be prepared by SLS with
phenolic resin and natural flake graphite, which has been successfully applied in industrial production.
Our previous study showed that the effects of process parameters such as laser power, scan speed,
scan spacing, and layer thickness on the mechanical properties of SLS graphite parts and pointed
out that the bending strength of samples directly formed by SLS can reach 2–3 MPa when the laser
power is 20 W, scan speed is 2000 m/s, scan spacing is 0.1 mm, and layer thickness is 0.15 mm [11].
These composite parts formed with graphite/phenolic resin have a typical porous structure, and this
porous structure can improve the thermal isolation (approximately 0.73 W.m−1K−1) but reduce the
strength (compressive strength approximately 2.1 MPa and flexural strength approximately 2.5 MPa),
so it is difficult to fabricate parts meeting both functional and structural requirements directly by the
SLS process.

In order to solve the contradictory influence of porous structure on thermal performance and
structural performance, the related research work has been mainly carried out from the following two
aspects: mixture powder formula composition and post-treatment process. Guo et al. [12,13] found
that when the mixture powder composition is 45 vol.% of natural flake graphite, 10 vol.% of carbon
fiber, 10 vol.% of synthetic graphite, and 35 vol.% of binder, the comprehensive performance of the fuel
cell composite bipolar plate prepared by SLS is similar to that of the bipolar plate prepared by hot
pressing. Chen et al. [10] found that the infiltration of the preform sintered by SLS in liquid epoxy resin
after carbonization can greatly improve the mechanical properties such as the bending strength up to
50 MPa, but it had little effect on the electric conductivity. Kaushik Alayavalli and David L. Bourell [14]
also conducted related research.

In this paper, 3D graphite/ceramic composite parts were fabricated by SLS. The thermal conductivity
and compressive strength of 3D graphite/ceramic composite parts prepared by different materials were
compared. Meanwhile, the effects of the post-treatment process such as including vacuum pressure
infiltration phenolic resin solution, carbonization, vacuum pressure-infiltrated silica sol solution,
and high-temperature sintering on the microstructure, thermal conductivity and compressive strength
of 3D graphite/ceramic composite parts were studied. Finally, the 3D graphite/ceramic composite
parts with low density, high strength, low thermal conductivity, and excellent thermal stability were
prepared by adjusting the composition and the post-treatment processes.

2. Materials and Experiments

2.1. Materials

The mixture powder used for SLS forming of graphite preforms were prepared by ball milling
with the following four raw materials: natural flake graphite, expanded graphite (EG), silicon powder,
and phenolic resin powder. Natural flake graphite and EG were purchased from Qingdao Xinghua
Graphite Products Co., Ltd. and had a size of 45–100 µm and 150–200 µm, respectively. Silicon powder,
served as the reinforcing phase, was purchased from Sinopharm Chemical Reagent Co., Ltd. and had
an average size of 75 µm and a mass purity of 99.5%. The phenolic resin powder (SG-3130) used as a
binder in SLS process was purchased from Shanghai Aotong Industrial Co., Ltd. and had an average
size of 75µm. Phenolic resin solution with a density of 1.16 g·cm−3 was used to infiltrate into the
porous networks of graphite preforms. Silica sol solution with a density of 1.20 g·cm−3 was used to
infiltrate into the porous networks of carbonized parts.



Appl. Sci. 2020, 10, 1314 3 of 13

2.2. Fabrication Process

The graphite preforms were prepared by sintering mixture powder with a HK S500 selective
laser sintering machine (provided by Wuhan Huake 3D Technology Co., Ltd., Wuhan, China), and the
process parameters were as follows: fill power 17 W, fill speed 2500 mm/s, fill spacing 0.1 mm,
layer thickness 0.1 mm, preheating temperature 40 °C, laser spot diameter 0.4 mm, adopting contour
scanning mode. The post-treatment of the graphite preforms included four processes: vacuum pressure
infiltration of phenolic resin solution, carbonization, vacuum pressure infiltration of silica sol solution,
and high-temperature sintering. The fabrication process of 3D natural flake graphite/ceramic composite
parts is shown in Figure 1. The vacuum pressure infiltration was to put the graphite preforms into
the vacuum infiltration machine, vacuum to below 100 Pa, add the phenolic resin solution with the
viscosity of 1000 mPa.s (the mass fraction is 30 wt %, the density is 1.06 g.cm−3), soak for 15 min,
take out to clean the surface, and then dry in the oven at 60 °C for curing. These solidified parts
were carbonized in NT-ZKTH-50-1500 vacuum carbonization furnace (Made in Changsha Nuotian
Electronic Technology Co., Ltd.) by heating from room temperature to 200 ◦C at 60 ◦C/h, then to 600 ◦C
at 30 ◦C/h, and then to 800 ◦C at 60 ◦C/h and holding for 1 h and finally cooling to room temperature.
The carbonized parts were followed by vacuum pressure infiltration in silica sol solution (the mass
fraction is 30 wt %, the density 1.20 g.cm−3, and the average particle size of SiO2 8–15 nm) with a
vacuum degree of less than 100 Pa for 10 to 20 min and drying. Finally, high-temperature sintering was
carried out under the protection of nitrogen. The temperature was increased from room temperature
to 100 °C at 60 °C/h, then to 1100 °C at 240 °C/h, then to 1500 °C at 120 °C/h and kept for 3 h, and then
cooled to room temperature to attain the final sintered parts.
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Figure 1. The fabrication process of 3D natural flake graphite/ceramic composite parts.

2.3. Experiments

The samples were divided into three groups according to the mass ratio of the four components
mentioned above and shown in Table 1. To obtain the mixture powder with uniform distribution
of each component, the ball milling process lasted for 4 h. The graphite preforms were prepared
by SLS, and the effects of silicon powder and expanded graphite on properties were analyzed by
comparing the test results of samples obtained by carbonization and high-temperature sintering,
respectively. The influence of vacuum pressure infiltration in phenolic resin solution on the properties
was studied based on the test results of the samples prepared by 3# mixture powder. In view of the
poor compressive strength caused by new pores emerged in carbonization, the carbonized samples
were infiltrated in silica sol solution under vacuum pressure, and the influence of infiltration times in
silica sol solution on the properties of the samples after high-temperature sintering was also studied.

Table 1. The mass ratio of each component in mixture powder for different samples.

Sample Graphite Phenolic Resin Silicon Powder Expanded Graphite

1# 70 30 0 0
2# 46 30 24 0
3# 46 30 24 1

2.4. Characterization

The density and open porosity of the samples were tested according to the vacuum method in
GB/T 24529-2009. The microstructure and morphology of the samples were observed and analyzed by
JSM-7500F cold field emission scanning electron microscope. The phase composition of the samples was
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analyzed by RIGAKU Ultima IV X-ray diffractometer. The size and distribution of pores in samples were
measured by American Micromeritics Auto-Pore IV 9510 mercury porosimeter. The DRE-III thermal
conductivity meter was used to measure the thermal conductivity of the samples at room temperature
with the dimension of Ø50 mm × 15 mm. To measure the compressive strength, the samples with the
size of Ø40 mm × 40 mm were loaded uniformly and without impact at 5 mm/min with a WDW-100E
micro control electronic universal testing machine (face to face), and five effective measurement results
for each group were taken.

3. Results and Discussion

3.1. Effect of Mixture Powder Composition on Properties

3.1.1. Silicon Powder

Samples 1#, 2#, and 3#, as shown in Table 1, were obtained by carbonizing and then
high-temperature sintering. The porosity and open porosity, thermal conductivity, and compressive
strength and density of the samples are shown in Figure 2. Compared with the 1# sample, due to
the addition of silicon powder with a mass ratio of 24, the density of the 2# sample increased slightly
from 0.51 to 0.59 g·cm−3, the compressive strength increased from 1.89 to 2.43 MPa with an increment
of 28.57%, and the thermal conductivity increased from 0.94 to 1.52 W·m−1K−1 with an increment
of 61.7%.

Figure 2. (a) Density; (b) porosity and open porosity; and (c) thermal conductivity and compressive
strength of different 3D graphite/ceramic composite parts.

Figure 3 shows the X-ray diffraction pattern of the materials from the three samples mentioned
above. It can be seen that there was a small amount of unreacted silicon powder, but the silicon
carbide (SiC)-reinforced phase formed during the high-temperature sintering. 1# did not contain
silicon powder, so there was no silicon carbide peak in the XRD pattern. 2# and 3# contain the same
content of silicon powder, and 3# contains 1% expanded graphite, which resulted in a slight difference
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in diffraction peak strength. It should be noted that the formation of SiC was accompanied by 30%
volume expansion, which significantly reduced the porosity from 68.31% to 48.12% and then greatly
increased the geometric density. Compared with the samples of the 1# mixture powder, fewer pores
existed inside the samples with the 2# and 3# mixture powders. The microstructure and morphology
of these samples are shown in Figure 4. It confirmed that the excellent effect of bonding, pores filling,
and strengthening of SiC formed from silicon powder in high-temperature sintering led to the increase
of thermal conductivity and compressive strength [15–18].

Figure 3. XRD pattern of different 3D graphite/ceramic composite parts.

Figure 4. SEM image of different 3D graphite/ceramic composite parts. (a) sample 1#, (b) sample 2#,
(c) sample 3#.

3.1.2. Expanded Graphite

By comparison of the 2# and 3# samples, it can be seen that the addition of expanded graphite
with mass ratio of 1% caused the decrease of density, compressive strength and thermal conductivity
from 0.86 to 0.59 g·cm−3, 2.43 to 2.08 MPa, and 1.52 to 1.21 W·m−1K−1, respectively, and the porosity
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increased from 61.88% to 73.84%, which can be attributed to the formation of new pores due to the
expansion of expanded graphite as the temperature rises to over 300 ◦C.

The effect of pores on strength and thermal conductivity varies according to the form of the pores.
Although the open pores and closed pores are the same in topological structure, the open pores are a
form of multiple closed pores connected with each other, which not only weakens the strength of the
structure due to the reduction of connection points in the structure but also enhances the convective
heat conduction due to the expansion of pore space, thus improving the thermal conductivity of the
structure. In comparison, the closed pores do not destroy the reliable connection between the pores to
avoid weakening the strength. Moreover, the closed pores can reduce the thermal conductivity of the
whole structure by blocking the convective heat conduction [19,20]. Compared with the 2# sample,
with the addition of a mass ratio of expanded graphite, the closed porosity of the 3# sample increased
by about 3.41% from 13.76% to 17.17%, as shown in Figure 2b. Accordingly, the compressive strength
and thermal conductivity decreased by 16.46% and 20.39%, respectively, which means the addition of a
small amount of expanded graphite can effectively reduce the strength and thermal conductivity of the
samples. There are still some pores and silicon carbide formed in the 2# and 3# samples. Compared
with the 2# sample, the 3# sample has fewer pores and the surface looks smoother due to the volume
expansion of expanded graphite, as shown in Figure 4b,c. The influence of expanded graphite on the
strength is less than that on the thermal conductivity, which provides the possibility of the preparation
of 3D graphite/ceramic composite parts with both high strength and low thermal conductivity [21–23].

3.2. Effect of Post-Processing on Properties

3.2.1. Vacuum Pressure Impregnation of Phenolic Resin Solution and Carbonization

Figure 5 shows the comprehensive properties of carbonized graphite preforms after vacuum
pressure infiltration in phenolic resin solution (select 3# mixture powder). The porosity and open
porosity of the samples without vacuum pressure infiltration are 76.51% and 65.70%, respectively,
and these are loose and high porosity characteristics, which may account for the lower thermal
conductivity (1.40 W·m−1K−1) and compressive strength (1.25 MPa). However, the thermal conductivity
and compressive strength of the carbonized samples after vacuum pressure infiltration are improved
to a certain extent. After three times the vacuum infiltration in phenolic resin solution, the porosity and
the open porosity of the samples were decreased 20.39% (from 76.51% to 56.12%) and 27.35% (from
65.70% to 38.35%), respectively compared with those without infiltration (Figure 5a). The porosity
decreased by vacuum pressure infiltration in phenolic resin solution, which was also confirmed by the
SEM images shown in Figure 6.
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Figure 6. SEM image of different infiltration times of phenolic resin solution. (a) 0 times, (b) 1 time,
(c) 2 times, (d) 3times.

The graphite preforms were formed with graphite flakes that bonded with each other by resin
during the process of SLS. Although the resin content of the mixture powder used for 3D printing is
high (30 wt %), only a small amount of molten resin plays a role in bonding during the laser rapid
scanning process, so the strength of SLS preforms is low (1.25 MPa). In addition, during the SLS
process, the mixture powder spread freely under the action of gravity, and the loose accumulation
structure between powder remains after SLS, so the preform has a high porosity (76.51%). The porous
microstructure was also observed by SEM image, as shown in Figure 6a. By vacuum pressure
infiltration, the internal porous structure is filled, and the graphite flakes are coated by liquid phenolic
resin. The filling and binding of phenolic resin account for the increase in density and compressive
strength of the samples.

In the process of carbonization, the phenolic resin (approximately 70–80 wt %) is heated at
high-temperature and transformed from organic binder to inorganic binder (glass carbon) [8], which has
higher strength than a phenolic resin binder and consequently results in the higher compressive
strength of carbonized samples. Figure 7 shows the glass carbon binder bridge formed by the phenolic
resin binder during the process of carbonization in samples without infiltration. As a result of vacuum
pressure infiltration, the more resin infiltrated into the pores, the more glass carbon converted, the lower
the porosity, and the greater the strength and density of the samples [24].

Figure 7. SEM image of glassy carbon.
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After the first vacuum pressure infiltration, the strength and density increased significantly by
304.8% (from 1.25 MPa to 5.06 MPa) and 73.58% (from 0.53 g·cm−3 to 0.92 g·cm−3), respectively, while the
thermal conductivity only increased by 13.57%. The second vacuum pressure infiltration caused an
increase in compressive strength, density, and thermal conductivity of about 22.53%, 5.43%, and 3.14%,
respectively, and the third infiltration resulted in the increment of no more than approximately 2% in
density and thermal conductivity, while the strength increment is only about 8.23% and not significant
compared with the first immersion (Figure 6b). The results show that after infiltration twice, there is
little potential to adjust the strength, porosity, and thermal conductivity of the samples by continuous
infiltration. Therefore, in view of the fact that more than two times of vacuum pressure infiltration in
phenolic resin solution has no obvious effect on the structure and properties, two times of vacuum
pressure infiltration is chosen as the best scheme.

3.2.2. Vacuum Pressure Infiltration of Silica Sol Solution and High-Temperature Sintering

Figure 8 shows the pore size distribution and micromorphology of the carbonized samples after
twice vacuum pressure infiltration in phenolic resin solution. There are still many macropores with
an average pore diameter of 16.24 µm after carbonization. These pores provide favorable space for
the filling of silica sol solution due to the suitable size of nano-silica powder (with an average size of
8–15 nm) contained in the sol. Therefore, by infiltrating silica sol solution under vacuum pressure, the
pores in carbonized samples can be effectively filled with silica sol solution, so that the strength of the
samples can be further improved after subsequent sintering [25].
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Before vacuum pressure infiltration of silica sol solution, the sample was infiltrated twice in
phenolic resin solution and carbonized. The carbonized sample was infiltrated in the silica sol solution
under vacuum pressure and then sintered at high-temperature. Drying treatment was carried out
before repeated infiltration in silica sol solution or high-temperature sintering. The properties and
porosity of sintered samples with different times of infiltration in silica sol solution are shown in
Figure 9.

Figure 9. Effect of silica sol solution infiltration times on properties: (a) porosity and open porosity;
(b) thermal conductivity and compressive strength.
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In the high-temperature sintering process, when the sintering temperature is over 1440 °C,
the molten silicon reacts with the active glass carbon carbonized by phenolic resin to form the SiC
whisker reinforcement phase, which is confirmed by the XRD pattern in Figure 10 and SEM image
in Figure 11. SiC has high strength, good thermal conductivity, and excellent interface bonding
with graphite, and it acts as the strengthening phase to enhance the strength of the matrix. Enough
SiC whiskers strongly linked by mechanical contact can be formed a three-dimensional framework,
which can effectively improve the strength and thermal conductivity of the sample [26,27]. With the
increase of the number of infiltration times of silica sol solution, the intensity of the diffraction peak of
silicon carbide was higher; when the silica sol solution was infiltrated three times, the reaction was
incomplete due to insufficient active carbon source, leaving more silicon and silicon dioxide. After three
times of vacuum pressure infiltration in silica sol solution, the strength and thermal conductivity of the
sintered sample are increased by 63.56% and 21.14%, respectively. The results are consistent with the
above analysis [28,29].

Figure 10. XRD pattern of different infiltration times of silica sol solution.

Figure 11. SEM image of SiC whisker.

The porosity of the samples can be effectively reduced by the filling of silica sol solution into open
pores in vacuum pressure infiltration, which can be confirmed by the SEM microstructure in Figure 12.
However, the closed pores can not be infiltrated into by silica sol solution, so the porous structure can
not be eliminated completely after sintering at high temperature. Besides, the porosity can be reduced
to some extent because of the volume expansion of 35% accompanied by the formation of SiC whiskers,
as the new tiny pores can be caused by volume shrinkage of the silica sol solution infiltrated into the
open pores due to the loss of liquid phase (such as water or organic solvent) or thermal stress during
the subsequent drying and sintering process [30].
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Figure 12. SEM image of different infiltration times of silica sol solution. (a) 0 times, (b) 1 time, (c) 2
times, (d) 3 times.

The results of the porosity test show that after three times of sintering, the porosity and open
porosity are reduced by 5.89% and 24.63%, respectively, but the closed porosity is increased by 18.74%,
which shows that the new tiny pores produced in drying and sintering are mainly closed pores.
The porous structure, especially the closed pores, plays a vital role in ensuring the low thermal
conductivity of the sample. Although the porosity of the sample is gradually reduced by several rounds
of vacuum pressure infiltration in silica sol solution, the effect of subsequent infiltration is weakened
for the decrease of average size of pores and the increase of closed porosity caused by drying after
infiltration. The porosity of the sintered sample with three rounds of infiltration in silica sol solution
decreased by less than 1%—in other words, it was almost unchanged—and the density, compressive
strength, and thermal conductivity increased by 1.80%, 6.37%, and 8.16%, respectively. Compared with
the previous two infiltrations, the change of samples in structure, strength, and thermal properties is
not significant.

Moreover, the compressive strength of 3D graphite/ceramic composite parts after sintering shows
an order of magnitude improvement over the 3D graphite parts directly fabricated by SLS (from 1.25
to 13.87 MPa), while the thermal conductivity and density have relatively small change (from 1.40 to
2.12 W·m−1K−1 and 0.53 to 1.13 g·cm−3, respectively). The fabrication scheme developed in this paper
allows the manufacture of 3D graphite/ceramic composite parts with low thermal conductivity but
high mechanical properties.

4. Application Examples

Adding 24% silicon powder and 1% expanded graphite to the graphite/phenolic resin mixture
powder, the 3D graphite/ceramic composite mold shown in Figure 13 was quickly prepared by
SLS combined with post-processing, and its comprehensive properties are shown in Table 2.
The 3D graphite/ceramic mold has excellent combination properties of low density (<1.20 g·cm−3),
high compressive strength (>10 MPa), low thermal conductivity (<2 W·m−1K−1), and high-temperature
resistance (>1550 °C). Comparative analysis of the location of defects in graphite–ceramic composite
mold and water glass sand mold casting is shown in Figure 14. It was found that the depth of defects



Appl. Sci. 2020, 10, 1314 11 of 13

is near, indicating that their thermal insulation properties are similar, and compared with production
costs (Table 2), which realized the possibility of using graphite–ceramic composite molds to replace the
water glass sand molds in casting under certain conditions.

Figure 13. 3D graphite/ceramic composite mold.

Table 2. Properties of 3D graphite/ceramic composite mold and water glass sand mold.

Density Compressive
Strength

Thermal
Conductivity

Operating
Temperature

Repeated
use Times

Production
Costs

3D graphite/ceramic
composite mold

1.05 g·cm−3 10.92 MPa 1.88 W·m−1K−1 >1550 °C 28 6500¥/t
1.11 g·cm−3 13.04 MPa 1.94 W·m−1K−1 >1550 °C 36

Water glass
sand mold 1.60 g·cm−3 3.03 MPa 1.79 W·m−1K−1 >1100 °C 1 570¥/t

Figure 14. Casting defects of (a) 3D graphite/ceramic composite mold; (b) Water glass sand mold.

5. Conclusions

A general strategy has been presented for the fabrication of 3D graphite/ceramic composite parts
with a combination of low thermal conductivity and high strength. The mixture powder was modified
by adding silicon powder and expanded graphite for the printing of preforms via SLS. The addition
of 24% silicon powder resulted in an increase of thermal conductivity and compressive strength by
61.70% and 28.57%, respectively. The amount of 1% EG caused a decrease of thermal conductivity
and compressive strength by 25.62% and 16.82%, respectively. The porous structure in preforms
could be filled by phenolic resin in the process of vacuum pressure infiltration. The conversion of
phenolic resin into glass carbon in the subsequent carbonization process improved the strength and
thermal conductivity. The silica sol solution was infiltrated after carbonization, and the silicon carbide
reinforcing phase was generated during high-temperature sintering, thereby significantly improving
the strength and thermal conductivity of composite parts.

The fabrication scheme developed in this paper allowed the manufacture of thermal-conductivity-
tunable 3D graphite/ceramic composite parts and realized the possibility of fabricating 3D graphite/
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ceramic composite parts with low thermal conductivity but high mechanical properties that met the
demand for the potential of many engineer fields.
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