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Abstract: This study deals with the Inconel 625 (IN625) alloy reinforced with micro-TiC particles
processed by laser powder bed fusion. The microstructure and hardness in the as-built and solution-
annealed states were investigated. The microstructures of the as-built IN625 and IN625/TiC states
were primarily made up of columnar grains along the building direction. After the solution annealing
at 1150 °C for 2 h, the IN625 alloy consisted of equiaxed grains due to recrystallization and grain
growth. On the contrary, the solution-annealed IN625/TiC composite still presented columnar grains.
Therefore, the TiC particles hinder the recrystallization, indicating higher microstructure stability
for the composite. For the IN625/TiC composite, both the reduced alteration of the grains and
the more intensive formation of carbides prevent a remarkable hardness reduction in the solution-
annealed state.

Keywords: additive manufacturing; laser powder bed fusion; Inconel 625; metal matrix composites;
microstructure stability; hardness; electron backscatter diffraction

1. Introduction

One of the most considered additive manufacturing (AM) processes is laser powder
bed fusion (LPBF), also known as selective laser melting, which can generate components
through a layer-by-layer process using metallic powder [1,2]. Today, attention has also
been driving towards the production of metal matrix composites through LPBF to develop
more resistant materials for industrial applications. Hence, the possibility to create com-
posite materials using a near-net-shape process has been widely investigated in the AM
community.

Many investigations report the addition of ceramic particles such as TiC, WC, SiC, and
TiB, characterized by high hardness and elevated melting temperature to alloy processed
by AM. The reinforced ceramic particles are commonly mixed with the alloy powder
before the LPBF process [3-9]. Regarding the LPBF process, the reinforcing phases are
typically ceramic particles used to develop metal matrix composites starting from various
metal alloys, e.g., aluminum, stainless steels, and Ni-based superalloys [3,4,6,9-11]. The
development of Ni-based composites can represent an excellent way to design materials
with high thermal stability and high mechanical performance, especially under elevated
thermal exposures.

For the design of laser powder bed fused (LPBFed) Ni-based composites, high weld-
ability is considered one key characteristic for the choice of the matrix to guarantee good
processability. Consequently, Inconel 625 (IN625) can be an excellent candidate for rein-
forcement by ceramic particles thanks to its high weldability [12]. It is actually known, in
fact, that the good weldability of the IN625 makes it possible to produce almost entirely
dense LPBFed parts thanks to a wide process window parameter [13-16].

IN625 is a Ni-based superalloy which offers good high-temperature strength linked
to outstanding corrosion and oxidation performance in harsh condition. This superalloy
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has been employed for components subjected to an extended range of temperatures from
cryogenic up to approximately 1000 °C [17-20]. In addition, heat treatments can modify
the microstructure and the mechanical properties, as reported in the literature [21-23].
Moreover, to further enhance the mechanical performance, ceramic particles can be added
to the IN625 alloy.

However, using ceramics particles can lead to a different set of process parameters to
generate dense composites. Several scholars, in fact, have stated that the optimal process
parameters to obtain dense composites are commonly associated with higher energy with
respect to the base alloy. In more detail, higher energy must be delivered to the powder bed
to raise the melt pool temperature and reduce the melt pool viscosity in order to achieve
high densification [6,10,24].

To date, only a few studies have investigated the characterization and development of
LPBFed IN625 composites. For instance, Zhan et al. [10] produced IN625/TiB, composites
(5 wt.% of TiB, with dimensions from 5 to 12 um), revealing greater hardness compared to
the base alloy. However, the authors reported issues in obtaining full densification. Other
studies employed the use of TiC particles as reinforcement for IN625 alloy. Chen et al. [7]
reported the fabrication of nanocomposites reinforced with 4 wt.% nanometric TiC particles
with an average size of 40 nm. The nanocomposites presented an increment of the tensile
strength up to 46% with respect to the base alloy. However, the strengthening of the alloy
was correlated with ductility reduction. The authors underlined that the tensile strengths
increased due to Orowan, dislocation, and grain refinement strengthening mechanisms. In
another investigation, Chen et al. [25] revealed that the nanocomposite presented a higher
fraction of low angle grain boundaries with respect to the alloy. They also pointed out
that the nanocomposites exhibited a superior recrystallization temperature and oxidation
resistance compared to the base alloy. However, for the nanocomposite, they obtained
a relative density of 98.6%. Wang et al. [26] developed LPBFed IN625 with 0.5 wt.% of
multi-wall carbon nanotubes, showing that this approach can also be useful to increase the
strength of the material, although reducing the ductility.

These studies indicate the potentiality of the research and development of Ni-based
composite materials, even though the number of investigations is still limited. To the au-
thors” knowledge, until now, no studies have paid attention to studying the microstructure
and hardness evolution of IN625/TiC composite reinforced with micro-TiC particles under
heat treatments. In particular, microscale reinforcements can be helpful to avoid issues
related to the high degree of aggregations of the nanopowders.

The current study deals with the microstructure and hardness of LPBFed IN625/TiC
composite in the as-built and solution-annealed states compared to the base alloy. In this
way, it was possible to evaluate the microstructure stability of the composite against the
alloy under the high temperature of the solution annealing. The results demonstrated
how the addition of TiC particles could modify the grain evolutions and phase formations
compared to the base alloy. For the IN625/TiC, the superior microstructure stability and
hardness denote the potential for the development of Ni-based composites processed
by LPBE

2. Materials and Methods
2.1. Powder Characterization

Gas atomized powders of IN625 (dimensions mainly from 10 to 50 pm with a D50
of around 26 um) were provided by EOS GmbH (Krailling/Munich, Germany) while the
TiC particles (mainly from 1 to 5 um) were purchased from H.C. Starck (Goslar, Germany).
The chemical composition of the IN625 alloy (Table 1) was evaluated by scanning electron
microscope (SEM, Phenom XL, Phenom-World BV, Eindhoven, The Netherlands) equipped
with an energy dispersive spectroscopy (EDS) system, while the concentration of the carbon
was evaluated using combustion analysis (CS 744 LECO—analyzer, Leco, St. Joseph, M1,
USA). The chemical composition of the powder batch was compatible with the chemical
composition range given in the UNS N06625.
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Table 1. Chemical composition (in wt.%) evaluated by EDS analysis and combustion analysis
(for carbon).

Ni Cr Mo Fe Nb Co Si Ti Al C
65.8 20.5 8.1 0.7 3.9 0.1 0.3 0.3 0.3 0.012

The IN625 and TiC powders were mixed in a ceramic jar in a ball milling system with
the application of a speed rate of 60 rpm for 48 h (without any grinding medium). Moreover,
the mixed powder was sieved below 50 pm before placing it into the LPBF machine.

For the LPBF process, the powder should be characterized by good flowability in
order to spread a homogenous layer of loose powder on the building platform. In contrast,
a non-homogenous layer of powder can cause defects inside the parts [27,28].

The addition of irregular TiC particles can affect the flowability of the powder, and
therefore, the flowability of mixed IN625/TiC powder with different percentages of TiC
particles was compared to that of IN625 alloy. The flowability was determined using the
Carney flowmeter funnel based on the ASTM B964. It should be noted that this test was
performed because the powder did not flow in the Hall flowmeter funnel.

The trend showed a decrement of flowability due to the addition of TiC particles.
Moreover, the test could not be performed after adding 2 wt.% of TiC particles, as reported
in Table 2. Therefore, it was considered to be IN625/TiC composite with 1 wt.% of TiC,
which still flows in the Carney funnel.

Table 2. Flowability of the IN625 and IN625/TiC powder determined by the Carney flow test.

Powder Carney Flow Time [s/150 g]
IN625 8.7+ 0.1
IN625 + 1 wt.% TiC 145+ 05
IN625 + 2 wt.% TiC -
IN625 + 3 wt.% TiC -

The SEM analysis revealed that the particles of the gas atomized IN625 powder were
fairly spherical with some irregular and satellite particles (Figure 1a). In contrast, the TiC
particles presented irregular shapes with a dimension mainly from 1 to 5 um (Figure 1b).
The SEM images of the mixed powder (99 wt.% IN625 and 1 wt.% TiC) are displayed in
Figure 1c,d. It is possible to observe that the TiC reinforcement covers the IN625 particles,
as better highlighted in the EDS maps in Figure 1d.

2.2. Material Processing Methods

A MLab Cusing R machine (Concept Laser GmbH, Lichtenfels, Germany) equipped
with a fiber laser with a power up to 100 W and a laser spot of approximately 50 um was
employed in the current investigation. Cubes (10 mm x 10 mm x 10 mm) made of IN625
and IN625/TiC were processed using a laser power of 95 W combined with a hatching
distance of 0.04 mm, a layer thickness of 20 um, and a scanning speed of 600 mm/s. A
scanning strategy involving stripes of 5 mm with an angle rotation of 67° for consecutive
layers was used.

These parameters and scanning strategy allowed us to produce IN625/TiC and IN625
samples with a relative density superior to 99.8%, determined by optical analysis on the
polished samples.

A part of the samples was then solution annealed at 1150 °C for 2 h, followed by
water quenching. This is one of the standard heat treatments performed on IN625 alloy to
solubilize the material, triggering recrystallization and grain growth [29,30]. The as-built
and solution-annealed conditions of the two materials will be hereafter abbreviated as AB
and SOL, respectively.



Metals 2021, 11, 929

4 of 14

Figure 1. SEM images of the: (a) IN625 particles, (b) TiC particles, (c) mixed IN625/TiC particles, (d) SEM + EDS maps of an
IN625 particle covered by small irregular TiC particles.

2.3. Microstructure and Hardness Investigations

The AB and SOL samples of IN625 and IN625/TiC were cut along the building
direction and then grounded with progressive finer SiC abrasive papers and then polished
with diamond suspensions (3 and 1 um) and a final polishing step with alumina suspension
(0.3 um) was undertaken. The samples were etched using a solution of hydrochloric acid
and nitric acid (3:1).

The microstructure was evaluated by a light optical microscope (LOM, Leica DMI5000M,
Wetzlar, Germany), SEM (Phenom XL, Phenom-World BV, Eindhoven, The Netherlands)
and a focused ion beam scanning electron microscope (FIB-SEM, TESCAN S9000G, Tescan
Company, Brno, Czech Republic) equipped with an EDS system. Moreover, the texture
and grain sizes of the as-built and solution-annealed IN625 and IN625/TiC samples were
examined by means of FIB-SEM equipped with an electron backscatter diffraction (EBSD)
analyzer. The specimens were tilted by 70° and scanned at 20 kV and 10 nA, with a 2-3 pm
step, analyzing the samples along the building direction (z-axis). It should be noted that
the EBSD analysis was performed on samples polished down to 0.05 um using alumina
suspension. In order to further investigate the formation of the phases, XRD analyses
were also performed using an X-Pert Philips diffractometer (PANalytical, Almelo, The
Netherlands) by CuKo radiation in a Bragg Brentano configuration working at 40 kV and
40 mA with a step size of 0.013° and counting at each step for 25 s, from 30 to 65°.
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Finally, the hardness was tested by means of Brinell hardness measurements HBW2.5/
62.5 using an EMCO TEST M4U durometer (EMCO-TEST Priifmaschinen GmbH, Kuchl,
Austria), according to the ASTM E10 standard. The test was performed on three samples
for each condition, performing five indentations per sample along the building direction.

3. Results and Discussion
3.1. Grain Structures Evolution under Solution Annealing

EBSD maps of the AB and SOL conditions of the IN625 and IN625/TiC samples along
the building direction are reported in Figure 2.

AB IN625 AB IN625/TiC

oz “*" N
,ulal(ﬁ?'-;'

Figure 2. EBSD maps of the AB and SOL IN625 and IN625/TiC conditions along the building
direction (z-axis). The corresponding inverse pole figure is also included. HAGBs (6 > 10°) are
pointed out by black lines.

The AB IN625 and AB IN625/TiC microstructure mainly consisted of columnar grains
with lengths up to around 250-350 pm and width around 10-50 pm, coupled to a minor
fraction of small grains. The columnar grains derived from the heat flux dissipation from the
top of the melt pool down to the building platform, creating an anisotropic microstructure.

The addition of micro-TiC particles may help to refine the grain structures, even
though the addition of 1 wt.% may result in a limited grain refinement mechanism, also
taking into account the fact that the maximum length of the columnar grains resulted in
similarity to the AB IN625 condition.

After the solution annealing treatment, the IN625 presented equiaxed grains with
dimensions ranging from 5 to around 90 um, due to recrystallization. On the other hand,
the IN625/TiC still preserved the columnar grain structures, indicating that an elevated
temperature is necessary to induce the recrystallization with respect to the IN625 alloy.
For the composite, the columnar grains became slightly bigger, with lengths up to around
400 um and width up to approximately 80 um compared to the AB IN625/TiC, suggesting
a slight grain coarsening due to the high temperature of the solution annealing treatment.
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It should be noted that the grain sizes of the two materials were homogenous in the
different areas observed along the z-axis.

The relatively weak <001> texture of the AB condition can be attributed to different
parameters. For LPBF Ni-based superalloys, it is reported that the process parameters such
as the laser power, scanning speed, hatching distance coupled to the scanning strategy
have a crucial role in developing the crystallographic texture. This derives from the change
of the energy delivered to the material, thus influencing its thermal history, such as heat
flow direction, cooling rate, and temperature gradient [31-35].

The fraction of low angle grain boundaries (LAGBs 0 < 10°) and high angle grain
boundaries (HAGBs 6 > 10°) were estimated by EBSD analysis, as reported in Figure 3. The
IN625 and IN625/TiC presented a similar quantity of LAGBs (around 65-63%) and HAGBs
(about 35-37%). After the solution annealing treatment, the complete recrystallization and
grain growth of the IN625 material developed a frequency of HAGBs of 95.6%, thus almost
eliminating all the LAGBs. On the other hand, the IN625/TiC composites only exhibited
a slight increment of HAGBs, with a frequency of 40%, coupled to a limited reduction of
LAGBs, reaching a frequency of 60%. Therefore, it is evident that the TiC particles provided
a significant obstacle to altering the grain structures. In another study, it was reported that
the use of TiC particles with 40 nm had the effect of increasing the LAGBs with respect to
the alloy in the AB state [25]. This was caused by the high number of subgrain structures
induced by the nano-TiC particles. On the contrary, in this work, considering the micro-TiC
size, no significant impact seems visible in the AB condition. Only after applying the
solution annealing treatment, the key role of the micro-TiC reinforcement in maintaining
the original grain structures was highlighted.

AB IN625

|__|LAGBs
100 £ JHAGBs

80

Frequency (%)

,,,,,,

T T - T
ABIN625 ABIN625/TIC SOL IN625 SOL IN625/TiC
Condition

Figure 3. EBSD images of the grain misorientation distributions of the IN625 and IN625/TiC conditions with the chart of
the frequency of LAGBs and HAGBs. The HAGBs are marked in black, while the LAGBs are pointed out in red.

3.2. Microstructure and Phases Evolution

The microstructure of the AB IN625 samples (Figure 4a) shows the melt pool contours
as well as the narrow dendritic structures. For the IN625/TiC, the TiC particles were
dispersed into the material both inside and along the melt pool contours, as highlighted
by the red arrows in Figure 4b and in the insert. The TiC particles resulted in being
homogenously dispersed throughout the composite without showing particular enriched
zones. Analyzing the LOM images, it is possible to evaluate that the dimensions of the TiC
particles are in the range from 1 to 5 um, suggesting that only a partial dissolution could
occur during the melting. This is in agreement with another work that reported that the
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high melting temperature of the TiC particles (~=3167 °C [12]) hinders the complete melting
of the particles [36].

Figure 4. LOM images of: (a) AB IN625; (b) IN625/TiC; (c) SOL IN625; (d) SOL IN625/TiC samples etched along the
building direction. The red arrows indicate the TiC particles.

After the solution annealing, the IN625 material showed equiaxed grains and twin
grain boundaries due to the recrystallization and grain growth occurring at high tempera-
tures. The LOM image of the SOL IN625 (Figure 4c) reveals the meager fraction of formed
carbides in the alloy. On the contrary, the SOL IN625/TiC samples exhibited columnar
grains with intergranular and intragranular carbides. Moreover, TiC particles could still
be detectable in the insert in Figure 4d. In this case, the high number of LAGBs could act
as sites for the formation of the carbides. At the same time, the partial dissolution of TiC
carbides may have provided carbon to the matrix, promoting the formation of carbides.
These microstructure features indicated that the addition of TiC particles affects the grain
structures as well as the concentration of the formed phases.

It should be noted that considering the literature and the time-temperature-trans-
formation (TTT) diagram of the IN625 alloy, the thermal exposures at 1150 °C can promote
the formation of carbides, more specifically MC carbides [17,18,37,38]. Further LOM images
of the polished AB and SOL IN625/TiC samples are provided in Figure A1 (Appendix A)
in order to highlight the distribution and morphology of the TiC particles.

For the AB IN625/TiC state, EDS analysis confirmed that the added micro-TiC particles
were inside the grains, along the grain boundaries and the melt pool contours. This can
be observed by the EDS analysis revealing the enrichment of Ti and C together with the
depletion of Ni, Cr, Nb, and Mo (Figure 5a).
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Figure 5. EDS maps of the (a) AB IN625/TiC and (b) SOL IN625/TiC states.

After the solution annealing treatment, it was possible to observe micro-TiC particles
as well as the bright phases associated with the formed MC carbides with dimensions up
to around 2.0 pm, as highlighted by the red arrows and EDS maps in Figure 5b.

In order to further analyze the formed MC carbides, an EDS scan line at higher
magnification was performed (Figure 6). In this way, it was possible to detect a higher
concentration of Nb, Mo, Ti, and C correlated with the depletion of Ni and Cr with
respect to the gamma austenitic matrix, thus lending support to the formation of MC
carbides [38—40]. As mentioned before, the formation of MC carbides is compatible with
the thermal exposures at 1150 °C [17,38].

At e i v
Distance (um)

Distance (um)

Figure 6. EDS scan line on the bright MC carbides of the SOL IN625/TiC condition.
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It is possible to compare the different concentrations of carbides of the SOL IN625
(Figure 7a,c) and SOL IN625/TiC (Figure 7b,d). The SOL IN625 state presented the complete
dissolution of the fine dendritic structures as well as a limited quantity of carbides. On the
contrary, for the SOL IN625/TiC, the LAGBs areas seemed to act as the site for the formation
of the carbide during thermal exposures. This resulted in a more pronounced formation of
MC carbides compared to the base alloy (Figure 7b,d). Moreover, it is interesting to observe
by microstructure investigation that the TiC particles could act as an area for the formation
of MC carbides, as indicated by red arrow in Figure 7b.

Figure 7. SEM images of the (a,c) SOL IN625 and (b,d) SOL IN625/TiC samples revealing the morphology and dimensions
of the carbides. The red arrow indicates a TiC particle acting as a site for the formation of MC carbides.

This brings up interesting considerations about the possible application of this com-
posite material. When IN625 is subjected to intermediate temperatures, Cr-rich Mp3Cq
carbides tend to appear inside the alloy. This phase consumes Cr, reducing the matrix
corrosion resistance. However, a heat treatment that acts to form MC carbides can be
performed to limit the carbon available in the alloy for the formation of My3Cg¢ carbides [41].
In this particular case, the formation of MC carbides may help to prevent the formation of
Mj3Cg carbides, thus avoiding intergranular corrosion under intermediate temperatures.
Moreover, the high quantity of carbides can help to increase the hardness of the material.

Figure 8 compares the XRD patterns of the IN625 and IN625/TiC samples in the AB
and SOL conditions. The AB and SOL IN625 states were characterized by the peaks of
the gamma austenitic matrix (y phase). No other peaks associated with different phases
could be detected by XRD analysis. Likewise, the AB IN625/TiC presented only the peaks
correlated with the y phase. Only after the solution annealing at high temperature, the SOL
IN625/TiC state exhibited peaks attributed to the formation of the MC carbides. Using
the peaks of the MC carbides, it was possible to estimate a lattice parameter of 0.441 nm,
which is in line with the reported lattice parameters of the MC carbides (between 0.430
and 0.470 nm) [30]. These results are supported by the SEM analysis, revealing that SOL
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IN625/TiC exhibited a higher concentration of carbides than the SOL IN625 alloy, thus
allowing them to be detected by XRD analysis.

y (200)

v(111)
v(111)

y (200)

Y ‘T"’ v (200)
y(111)

Intensity (a.u.)

. / AL NVEZS5

SOL IVEZS5

AL NEZE577C

SOL WVE25T77C

30 35 40 45 50
2 theta (degree)

Figure 8. XRD patterns of the AB and SOL IN625 and IN625/TiC samples, revealing the presence of peaks of gamma
austenitic phase and MC carbides.

3.3. Hardness Evolution

Figure 9 reports the trend of the Brinell hardness for the alloy and composite built
using the same process parameters. In the AB condition, the composite presented slightly
higher hardness than the alloy. This can be correlated with the addition of the hardening
TiC particles.

350 -

- N N w
(44 o (44 (=4
o o o o
1 1 1 1

100

Brinell hardness (HBW)
N
o

ABIN625 AB IN625/TiC SOL IN625 SOL IN625/TiC
Condition
Figure 9. Hardness evolution of the AB and SOL IN625 and IN625/TiC conditions.
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For the IN625, the solution annealing promoted softening due to the reduction of
dislocation density and the elimination of the dendritic structures coupled to the hardening
process due to the formation of smaller grains. The combination of the two mechanisms
led to a drastic hardness reduction. On the other hand, the composite tended to retain its
hardness, showing a minor decline. This can be correlated to the reduced grain coarsening,
which tends to decrease the hardness, coupled to the formation of carbides, provoking a
hardening mechanism. From the results, it is therefore evident that the composite presented
higher microstructure stability under high thermal exposures.

4. Conclusions

The study highlights the superior microstructure stability of the composite with
respect to the alloy, revealing that higher microstructure stability and hardness can be
developed with the addition of only 1 wt.% of micro-TiC particles inside the IN625 alloy.

The AB IN625 and IN625/TiC materials were characterized by the predominant
formation of columnar grains along the building direction. After solution annealing at high
temperature, the IN625/TiC did not show signs of evident recrystallization, preserving
the columnar grains along the building direction. On the other hand, the alloy showed
complete recrystallization after the same thermal exposure.

The SOL IN625/TiC composite presented a fraction of LAGBs slightly inferior to the
AB IN625/TiC condition. On the contrary, the SOL IN625 exhibited almost the absence of
LAGBs, drastically inferior to the AB IN625 with over 60% of LAGBs. The high degree
of LAGBs of the SOL IN625/TiC appeared to be responsible for the marked formation of
carbides since the LAGBs act as sites for their precipitation. Moreover, partial dissolution
of TiC particles could favor the carbide formation due to the increment of carbon into
the austenitic matrix. The limited grains modification and the formation of a higher
concentration of carbides resulted in greater hardness for the SOL IN625/TiC compared to
the SOL IN625 alloy.

Similar results could be useful for the development of new composites by LPBF in
order to enhance specific properties as well as high microstructure stability under more
intense temperatures than the base alloys.
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Appendix A

The polished LOM images of the AB IN625/TiC (Figure Ala,b) and the SOL IN625/TiC
samples (Figure Alc,d) show the distribution and morphology of the TiC particles. After
polishing, it should be noted that the SOL IN625/TiC also starts to reveal the carbides
formed during the heat treatment mainly located along the grain boundaries.
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25 um 10 pm

Figure A1. LOM images at different magnifications of the polished (a,b) AB IN625/TiC and (c,d) SOL IN625/TiC samples
along the building direction.
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