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Abstract: Shear-coupled grain boundary motion (SCGBM) is an important and efficacious plasticity
mechanism in the deformation of metals. In this work, a molecular dynamic (MD) simulation of the
interaction between the SCGBM of ¥9[110](221) GB and Cu-rich precipitates in x-iron was carried
out. The effects of the size, the temperature, and the composition of the Cu precipitates were also
studied. It was found that the precipitates inhibited the GB motion significantly, and the configuration
transformation from spheroid to ellipsoid was also investigated in the simulation results. The critical
stress of the interaction increased with the size of the precipitates. At higher temperatures, the
GB sliding event increased the critical stress of the GB motion, which was higher than that of the
interaction, inducing no stress-rise stage in the stress—time curve. The critical stress of the CuNi
precipitates on the SCGBM was higher than that of the pure Cu precipitates with the same size, which
was one of the reasons for the outstanding strength of the high-strength low-alloy (HSLA) steels
compared with the traditional Cu-containing steels.

Keywords: shear-coupled grain boundary motion (SCGBM); Cu-rich precipitates; MD simulation;
a-iron

1. Introduction

Shear-coupled grain boundary motion (SCGBM) is an important and efficacious plas-
ticity mechanism in the deformation of metals, especially nanocrystalline metals [1]. Due
to the challenge of the experimental measurement of grain boundary (GB) mobility, molec-
ular dynamic (MD) simulation has been widely used for researching the problems of GB
migration. Mostly, SCGBM behavior has been investigated in face-centered cubic (FCC)
metals via both experiments [2] and simulations [3-7]. In the last ten years, it was found
that SCGBM is also one of the important deformation mechanisms in body-centered cubic
(BCC) metals [8-10]. The effects of many factors, such as temperature [11,12], GB style [4,5],
and GB structure [10], have been studied, and it was demonstrated that SCGBM is sensitive
to these factors. In addition, simulations of the influence of other defects in the matrix
on SCGBM were the research focus which helped us to understand the actual behavior
of the GBs. Wang [13] and Bai [14] studied the effects of carbon and chromium atoms on
the SCGBM in iron, respectively. The GB structural transformation induced by the alloy
atoms determined the atomic mechanism of the SCGBM. It was found from the simulation
of the interaction between the cracks and the SCGBM that GB migration could heal the
cracks [15]. Precipitates are usually used to strengthen materials. Theoretical models have
been established for the interaction between GBs and precipitates [16,17]. Precipitates
strongly inhibit the motion of GBs.

Metals 2024, 14, 252. https:/ /doi.org/10.3390/met14020252

https://www.mdpi.com/journal /metals


https://doi.org/10.3390/met14020252
https://doi.org/10.3390/met14020252
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.mdpi.com/journal/metals
https://www.mdpi.com
https://orcid.org/0000-0003-0804-5265
https://orcid.org/0000-0002-1181-1701
https://doi.org/10.3390/met14020252
https://www.mdpi.com/journal/metals
https://www.mdpi.com/article/10.3390/met14020252?type=check_update&version=1

Metals 2024, 14, 252

20f12

Reactor pressure vessel (RPV) steel works under extreme conditions, such as high tem-
perature, high pressure, and high-neutron-irradiation doses, during its service time [18-20].
Irradiation-induced hardening and embrittlement are the major limiting factors for the
lifetime of RPV steels. The obstruction of dislocation motion by irradiation-induced defects,
especially Cu-rich nano-precipitates, is the principal reason for RPV steels” embrittlement.
Therefore, lots of simulations on the interaction between pure Cu precipitates and disloca-
tions have been investigated [21-26]. However, it is well known that the formed Cu-rich
precipitates also consist of other kinds of atoms, such as Ni (nickel), Mn (manganese),
and Si (silicon) atoms [20,27], which have been investigated using multiscale simulations
and experiments of atom-probe tomography (APT) and small-angle neutron-scattering
techniques (SANS) [28-31]. Of all these kinds of elements, the influence of Ni on RPV
steels” hardness is most often discussed. It was found using simulations that added Ni
atoms promote Cu precipitation [30], and Cu-Ni mixed precipitates are easier to precipitate
from the matrix than pure Cu ones [32]. It has been found that mixed precipitates prefer to
form as a shell-core structure, where the outer Ni shell covers the surrounding inner Cu
precipitate [32-36]. Al-Motasem [32] and Zhu [33] confirmed this phenomenon through
simulation methods such as Monte Carlo (MC), MD, and density-functional theory (DFT).
This is consistent with the results of experiments of SANS and APT by Wagner [34] and
Fukuya [35]. In our previous work, an MD simulation of the SCGBM of a [110] symmetric-
tilt GB, 29[110](221), was performed in iron, and the deformation mechanism was studied
well. The Cu-rich precipitates in the RPV steel were the obstacles for not only the slipping
of the dislocation but also the migration of the GBs. However, the influence of Cu-rich
precipitates on SCGBM is still not clear.

In this work, the interaction between the SCGBM of >9[110](221) GB and Cu-rich
precipitates in «-Fe is investigated using MD simulation. In Section 2, the general atomistic
simulation method is described. The simulation results and discussion are presented in
Section 3. Finally, a summary of this work is given in Section 4.

2. Computational Model

In this paper, an MD simulation was realized by using large-scale atomic/molecular
massively parallel simulator (LAMMPS) code. The ternary Fe-Cu-Ni embedded atom
method (EAM) interatomic potential [37] was used to describe the interaction between
different atoms. In this potential, the same species interactions, Fe-Fe, Cu-Cu, and Ni-Ni
interactions, were described by the iron potential of Mendelev et al. [38], the copper
potential of Mishin et al. [39], and the nickel potential from Voter and Chen [40], respectively.
The atomic configurations were visualized using Ovito [41]. The common neighbor analysis
(CNA) method [42] was conducted to analyze the defect evolution during the deformation,
and the center symmetry parameter (CSP) [43], which was defined as flowing, was used to
analyze the degree of lattice distortion for the atoms.
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where 1; and 1, are vectors corresponding to the four pairs of opposite nearest neighbors
in the BCC structure (N, = 4 for BCC structure).

A [110] symmetric-tilt GB, 29[110](221), with a misorientation angle of 141.06° in
a-iron was constructed [44]. Compared with our previous research of SCGBM in iron [10],
the modeling box was elongated along the z direction to avoid the influence of the pre-
cipitates with each other. The simulation model with three dimensions of approximately
80 ap x 100 ag x 30 ag, where a9 is the lattice constant of iron, is shown in Figure 1a. The Fe
atoms are colored using the CSP, where blue atoms represent the BCC-structured atoms and
the other colored atoms represent the defect atoms. The GB was located in the middle along
the y direction, and the distance between the precipitates” center and the GB plane was
4 nm. The Cu-rich precipitates with a diameter of 1~4 nm were inserted into the simulation
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box, shown as the yellow atoms in Figure 1a. The initial precipitates were constructed by
replacing the Fe atoms with Cu or Ni atoms artificially in the simulation box. A shell-core
structure was applied in the Cu-Ni precipitates, and the Ni concentration was set to 20%.
Periodic boundary conditions were applied along the x and z directions, and a free-surface
boundary condition was applied along the y direction in the simulation. Two thin slabs of
atoms (y direction) with 4-5-atom layers (the black blocks in Figure 1) were fixed.

VeloCity s

(b)

Figure 1. (a) The equilibrium structures of the ¥9[110](221) GB at 10 K and (b) the MD model of
interaction between shear-coupled grain boundary motion and copper precipitates.

The initial model was firstly energy-minimized using a conjugate gradient (CG) algo-
rithm and relaxed sufficiently (40 ps) to obtain the equilibrium structure. The equilibrium
structures of the X9[110](221) GB at 10 K are presented in Figure 1b. Then, the MD simula-
tions were performed in an isothermal-isobaric NPT ensemble at the applied temperature
(10, 300 K), while the pressures along the x and z directions were controlled to be around
0 GPa. A constant velocity (10 m/s) was applied to the top slab along the positive x
direction, and the bottom slab was fixed invariably. The position of the GB plane was
represented by the average coordinates of the defect atoms. Details of the model parameters
are listed in Table 1.

Table 1. Parameters of the simulation model.

Parameters Value Parameters Value
Lx (length in x direction) 233.497 A T (temperature) 10, 300 K
Ly (length in y direction) 291.021 A v (velocity) 10m/s
Ly (length in z direction) 120.739 A ¢ (Ni concentration) 20%
D (precipitate diameter) 1~4 nm

3. Results and Discussion
3.1. The Interaction between the SCGBM and Cu Precipitates at 10 K

The MD simulation was carried out at 10 K to avoid thermal effects. MD snapshots of
the interactions between the Cu precipitates with a diameter of 2 nm and the X9[110](221)
SCGBM are shown in Figure 2. In the figure, the iron atoms are colored using the CSP,
and the blue atoms represent the atoms whose CSP equaled 0. The CSP value of the GB
atoms was higher than the matrix atoms because of local lattice distortion, represented
as the light blue atoms in the middle of the box shown in Figure 2a—e. To investigate the
configuration transformation of the Cu precipitates, the copper atoms are colored yellow to
distinguish them from the iron atoms. With the GBs passing through the precipitates, the
configuration of the Cu precipitates was influenced by the SCGBM. As shown Figure 2c,
the half precipitate upon the GB plane maintained its original shape, and the obvious
shear deformation was investigated in the other half precipitate below the GB plane.
When the GB plane departed away from the Cu precipitates, the configuration of the Cu
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precipitates transformed from a spheroid to an ellipsoid, which has also been investigated
in experiments such as APT and SANS [45]. Due to the inhibition of the precipitates to
the GB, the GB plane bowed to the Cu precipitates, as shown in Figure 2d. Until it was
completely detached from the precipitates, the GB plane could not return to a flat plane
like its initial configuration. The GB plane remained bent in the subsequent SCGBM, as
shown in Figure 2e. The defect formation energy of the Cu/Ni atoms was calculated by
replacing one iron atom with a Cu/Ni atom in the matrix for the applied ternary potential.
The values of the formation energy of the Cu and Ni atoms were about 1.017 and —0.157 eV.
The positive value of the formation energy means that Cu atoms were difficult to solute in
the iron matrix. On the other hand, the BCC crystal lattice parameters for the iron, copper,
and nickel atoms in the current work using the Fe-Cu-Ni ternary potential were 2.855 A
(Fe), 2.868 A (Cu), and 2.812 A (Ni), respectively. The lattice parameter of the BCC Cu was
larger than that of iron. It is indicated that the Cu atoms will lead to the expansion of the
lattice in the iron matrix. The space in the GB region could reduce the expansion effect. As
the GB region is the source and sink of the vacancy, the space induced by the lower lattice
parameter of Ni atoms will be attracted by the GB. The formation energy of the Cu/Ni
atoms in the GB region will both decrease compared with that of the matrix. The atomic
structure of the GB during the interaction is presented in Figure 2f. The red atoms present
the Cu atoms, and the iron atoms are colored using the CNA parameter. Compared with
Figure 1a, the kite-shaped GB structure unit (A) did not change in the region far away from
the Cu precipitates. Another kind of kite-shaped GB structure unit (A") with more atoms
was investigated near the Cu precipitates. The A’ structure unit consisted of about 13 atoms
(12 atoms around the middle atom), which had more space than the A structure unit. The
structure unit transformation occurred near the Cu precipitates because the A’ structure
unit could provide more space for the Cu precipitates.

(a) (b)
(d) (e)
Figure 2. The progress of the interaction between >9(221) SCGBM and copper precipitate with

diameter of 2 nm. (a—e) The MD snapshots of 0, 200, 275, 365, and 485 ps in the MD simulation
(yellow atoms present the Cu atoms, and the iron atoms are colored using the CSP), and (f) the atomic

(c)
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structure of GB during the interaction (red atoms present the Cu atoms, and iron atoms are colored
using CNA parameter).
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The GB location—time curves for the precipitates with different sizes are shown in
Figure 3. The position of the GB plane is represented by the average coordinates of the
defect atoms. The xy component of the shear stress (oxy)-time curves of the interaction
between the SCGBM and Cu precipitates with a diameter of 1-4 nm are presented in
Figure 4. Consistent with our previous research results [10], the platform-shaped GB
location—-time curves were consistent with the sawtooth-shaped stress—time curves. Before
the shear stress reached the peak stress of one sawtooth, the GB location remained invariable
corresponding to the platform in the GB location—time curves. When the stress dropped,
the GBs stepped up to a new position rapidly. The dashed line in Figure 3 represents the
position of the center of the precipitates. When the GBs moved to a location near the center
of the precipitates, the height of the platform step decreased, which means that the GB
motion became difficult due to the obstruction of the precipitates. For the precipitates with
a diameter of 4 nm, there was even a relatively long platform in the GB location-time curve
after about 400 ps. In addition, the bent GB plane, as the MD snapshots show in Figure 2,
influenced the calculation of the GB position. It is indicated that the precipitates hindered
the movement of the GBs and had a pinning effect on the SCGBM. With the increase in the
precipitates’ size, a more significant pinning effect on the GB movement was presented by
the Cu precipitates.
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Figure 3. The GB location-time curves for the precipitates with different sizes.

Different from the SCGBM in previous results [10], there was an obvious stress-rise
stage in the shear stress—time curves, as shown in Figure 4. We divided the curves into
three stages: (1) an initial stage; (2) a stress-rise stage; and (3) a detachment stage. In the
initial stage, the GBs moved from the initial position to the surface of the precipitates. The
GB motion stayed consistent with the SCGBM until the end of this stage. In this simulation,
the same location of the center of the precipitates was set for all precipitate sizes. Therefore,
the time required for the GBs to reach the stress-rise stage was different, and the initial
stage time cost of the Cu precipitates with a diameter of 4 nm was the least. Subsequently,
due to the high energy barrier induced by the inhibition of the precipitates, a higher shear
stress was needed for the SCGBM. Until the shear stress reached the peak value, which
is the end of the stress-rise stage, the GB plane detached from the precipitates absolutely.
This peak stress is the critical stress, representing the inhibition of the precipitates on the
SCGBM, which serves as a base to compare the effect of the Cu precipitates in the following
part of this paper. The critical stresses were 3.745, 3.959, 4.096, and 4.530 GPa for the Cu
precipitates with a diameter of 1-4 nm, respectively. With the increase in the precipitates’
size, the critical stress increased, which was consistent with the interaction between the
dislocation and the Cu precipitates in iron [25,26,46,47]. Then, the SCGBM with a higher
stress was investigated in the detachment stage.
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Figure 4. Shear stress (oxy)-time curves of the interaction between SCGBM and Cu precipitates for
(a—d) Cu precipitates with diameter of 1-4 nm.

3.2. The Structural Transformation of Cu Precipitates

During the interaction between the SCGBM and the Cu precipitates, the local atom
structure of the precipitates was influenced by the lattice distortion of the GBs. The
CNA parameter was calculated for the atoms of the precipitates to evaluate the structural
transformation in the simulation. The structural transformation of the Cu precipitates
during the interaction between the 29(221) SCGBM and the pure Cu precipitates with a
diameter of 1-4 nm is presented in Figure 5a—d.

The pure Cu precipitates of the initial state were mainly in a BCC structure. The
precipitates with a diameter of 1 and 2 nm were basically composed of 100% Cu atoms
with a BCC structure, which were completely coherent with the matrix. Some atoms in
the precipitates with a diameter of 3 and 4 nm transformed into HCP or FCC structures,
but BCC-structured atoms still accounted for more than 80%. As shown in Figure 5a,
during the process of the precipitates passing through the GB (hereinafter referred to as the
transformation stage), the precipitates atoms underwent a transition from a BCC structure
to an unknown structure, but after the GB detached from the precipitates (hereinafter
referred to as the recovery stage), the precipitates returned to a 100% BCC structure, which
was the same as the initial atomic structure. For the precipitates with a diameter of 2 nm,
atoms with an HCP structure were investigated in the transformation stage. In addition,
about 5% of the atoms remained in an unknown or HCP structure in the recovery stage, as
shown in Figure 5b. Different from the smaller precipitates, about 2-3% of the Cu atoms
transformed into FCC structures during the transformation process for the precipitates
with a 3 nm diameter. In the recovery stage, the proportion of BCC-structured atoms
was about 75%, which was smaller than that of the 2 nm precipitates, while most of the
remaining atoms had an HCP structure. As shown in Figure 5d, the recovery process was
not observed clearly, and only about 40% of the atoms remained as a BCC structure after
the interaction. The final structure of the precipitates with a diameter of 4 nm was more
complicated, which may be an intermediate structure between a BCC and FCC structure,
such as a 9R and 3R structure. This structural transformation is the reason of the significant
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increase in the critical stress for the 4 nm precipitates calculated in Section 3.1. And, it is
indicated that the SCGBM also promoted the structural transformation of the precipitates
like the dislocations [46].
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Figure 5. The structural transformation of Cu precipitates during the interaction between ¥9(221)
SCGBM and pure Cu precipitates for (a-d): Cu precipitates with diameter of 1-4 nm.

3.3. The Interaction between the SCGBM and Cu Precipitates at 300 K

It has been demonstrated that a different deformation mechanism (GB sliding) exists
at high temperature (>300 K) for £9(221) SCGBM [10]. The critical temperature is less than
300 K. This is the reason why we chose two temperatures (10, 300K) to study the effect of
the temperature. In this section, the MD simulation of the interaction between the >9(221)
SCGBM and Cu precipitates with a diameter of 2 nm was carried out at 300 K to investigate
the effect of the GB sliding. The MD snapshot at 900 ps is presented in Figure 6a. Compared
with Figure 2, a more elongated ellipsoid Cu precipitate was observed, and it is obviously
indicated that the GB sliding mechanism still existed in this simulation. In the process of
SCGBM, the coupling factor B is defined as the ratio of the velocity of GB translation, v, to
GB migration, v,, which can also be calculated by the displacements of GB translation, S,
and migration, H, as Equation (2) shows [1].

'B:vs/vn:S/H @)

If GB sliding events occur, the shear couple factor, 8, should be changed as follows [1]:

B = (Us - vd)/V]n 3)

where v4 is the velocity of the GB sliding. The GB sliding increased the displacement of the
GB translation, S. After the interaction, the horizontal component of the displacement of the
atoms in the precipitates also increased, which induced a more elongated ellipsoid shape
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of the precipitates. The shear stress-time curve with a sawtooth configuration is shown
in Figure 6b, which confirms that SCGBM was still the main the deformation mechanism.
However, different from the interaction at a relatively low temperature (<300 K), there
was no obvious stress-rise stage in the stress—time curve. Consistent with our previous
research results [10], a higher critical stress was needed if GB sliding events occurred,
which was also higher than the critical stress of the interaction between the GB and the
precipitates. Therefore, without increasing the shear stress, the SCGBM could pass through
the precipitates. Moreover, the migration displacement of the SCGBM was reduced by the
GB sliding. This is the reason that the time cost for the interaction was longer than that at
low temperature.

3 o
’(;. d
o2
b1t

0 i

6 260 460 660 860 1000
time (ps)
(a) (b)

Figure 6. The interaction between SCGBM of 29(221) grain boundary and pure copper precipitate
with diameter of 2 nm at 300 K. (a) The MD snapshot at 900 ps (yellow atoms represent the Cu atoms,
and the iron atoms are colored using the CSP) and (b) the shear stress—-time curve.

3.4. The Interaction between the SCGBM and CuNi Precipitates at 10 K

To determine the effect of the Ni shell, the MD simulation of the interaction between the
SCGBM and the CuNi precipitates was performed at 10 K. In this work, the Ni concentration
of the CuNi precipitates with a shell-core structure was set to 20%, and the other simulation
conditions were the same as those of the pure Cu precipitates. The MD results indicated
that the Ni shell had almost no influence on the deformation mechanism of the interaction,
but the critical stress for the inhibition of the CuNi precipitates was determined by the Ni
shell. The relationship between the critical stress and the precipitate size for Cu and CuNi
precipitates is shown in Figure 7. Similar to the Cu precipitates, the critical stress of the
CuNi precipitates increased with the precipitate size. And, for the same size, the critical
stress of the CuNi precipitates was larger than that of the Cu precipitates. It is indicated
that the Ni shell promoted the inhibition of the precipitates on the SCGBM.

For some high-strength low-alloy (HSLA) steels, the strength increment contributed
by CuNi precipitates is much larger than that of Cu precipitates [48], which is mostly in
terms of precipitation strengthening and grain size refinement strengthening. The addition
of Ni atoms promotes the precipitation of Cu atoms and increases the number density
of the precipitates. The added Ni atoms refine the precipitates by inhibiting the growth
of Cu precipitates. Because of their larger critical resolved shear stress (CRSS) than Cu
precipitates with the same size, CuNi precipitates enhance the precipitation strengthening.
In addition, the increment in the grain size refinement strengthening is also induced by the
increased number density of the CuNi precipitates. On the other hand, the critical stress of
the CuNi precipitates on the SCGBM was larger than that of the Cu precipitates with the
same size in our simulation. As GB migration is the one of the important processes of GB
growth, the CuNi precipitates had a more significant inhibit influence on the GB migration,
inducing more refined grains in the matrix. Therefore, the higher number density and the
larger critical stress for the SCGBM of CuNi precipitates are the reason for the fact that
HSLA steels have outstanding strength compared with traditional Cu-containing steels.
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Figure 7. The relationship between critical stress and precipitate size for pure Cu and CuNi precipitates.

Then, what is the role that CuNi precipitates play in the SCGBM of RPV steels? As we
know, the GB can be regarded as the sink and source of the point defects and dislocations. In
the process of GB migration or SCGBM, the point defects and dislocations can be absorbed
into the GB structure. Cracks can even be healed by SCGBM, which has been investigated
in some simulations [15]. The inhibition of Cu-rich precipitates on the SCGBM means that
more point defects and dislocations are left in the matrix. Then, the stress concentration
resulting from the Cu-rich precipitates obstructing the dislocation motion induces the
embrittlement of RPV steels.

4. Summary and Conclusions

We have presented the results of an MD simulation of the interaction between the
SCGBM of ¥9[110](221) GB and Cu-rich precipitates in «-Fe. And, the influences of the size
of the precipitates (1-4 nm), the temperature (10, 300 K), and the Cu precipitate composition
(pure Cu and CuNi precipitates) were also studied.

The precipitates inhibited the migration of the GBs, while the configuration transfor-
mation from spheroid to ellipsoid was investigated after the interaction. The GB structure
unit transformation (kite-shaped GB structure unit A—-A’) occurred near the Cu precipitates
because the A’ structure unit could provide more space for the Cu precipitates. The critical
stress for the interaction increased with the precipitate size, which was consistent with
the interaction between the dislocation and the Cu precipitates in iron. The structural
transformation from a BCC to an FCC, HCP, or unknown structure was investigated during
the interaction. Only for the precipitates with a diameter of 4 nm did the atomic structure
not return to a BCC structure. At 300 K, the GB sliding increased the critical stress of the
GB migration, which was higher than that of the interaction between the SCGBM and the
precipitates, inducing no stress-rise stage in the stress—time curve.

The critical stress of the CuNi precipitates on the SCGBM was higher than that of the
pure Cu precipitates with the same size, and the Ni shell promoted the inhibition of the pre-
cipitates on the SCGBM. The CuNi precipitates enhanced the precipitation strengthening.
This could explain the experiment results that showed that HSLA steels have outstanding
strength compared with traditional Cu-containing steels from the insight of atomic simula-
tion. On the other hand, the inhibition of Cu-rich precipitates on the SCGBM means that
more point defects and dislocations are left in RPV steels. As we know, the obstruction of
dislocation motion by irradiation-induced defects, especially Cu-rich nano-precipitates,
is the principal reason for the embrittlement of RPV steels. The inhibition of the Cu-rich
precipitates on the SCGBM induced the embrittlement of the RPV steels indirectly. This is
the reason that the Cu-rich precipitates played opposite roles for the two materials in the
different service environments.
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