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Abstract: In this work, the effect of nitrogen doping on vanadium micro-alloyed P460NL1 steel
is studied in terms of microstructures and impact toughness. As the nitrogen content increased
from 0.0036% to 0.0165%, the number of V (C,N) particles increased. The fine precipitates of V
(C,N) effectively pin the prior austenite grain boundary, resulting in the refinement of the austenite
grain. The intragranular and intergranular V-containing coarse particles enhanced the nucleation of
intragranular ferrite and the grain boundaries of polygonal ferrite during air cooling. Accordingly,
the proportion of heterogeneously nucleated ferrite increased, and the grain size of ferrite decreased.
Notably, the size of the pearlite microstructure decreased, and the bainite microstructure appeared
with a high doping of N. With the increase in N content, the impact toughness of vanadium micro-
alloyed P460NL1 steel was enhanced. This can be attributed to the refinement of ferrite and the
reduction in pearlite, which, in turn, was ascribed to the increase in nitrogen.

Keywords: N content; P460NL1; microstructure; impact toughness

1. Introduction

Advances in equipment and the rapid development of the application of the thermo-
mechanical control process (TMCP) in the metallurgical industry have promoted the use
of hot-rolled micro-alloyed steel due to its good mechanical performance [1]. Notably,
normalized steel sheets with stabilized microstructures are preferred in specific fields,
including high-pressure vessels and tank trucks [2]. High-strength normalized steel sheets
can enhance building quality and reduce the dead weight of steel structures. There is a
substantial demand for normalized steel with good mechanical performance. However,
normalizing eliminates the fine structure obtained by controlled rolling and controlled
cooling, and the strengthening method is limited for normalized steel. Currently, the
strength improvement of normalized steel sheets relies on alloying [3,4].

In this context, V-N micro-alloying has proven to be an effective method for material re-
inforcement, especially for thick sheets [5–9]. Due to the strong precipitation-strengthening
effect of V (C,N) particles in the steel, V/V-N micro-alloying has been widely employed in
hot-rolled products, including steel bars, thin plate continuous casting and rolling strips,
structural steel, seamless steel pipes, etc. [10,11].

Normalizing modifies the quantity, size, and distribution of V (C,N) precipitates,
thereby influencing the mechanical behavior of steel [12–14]. In V micro-alloyed steels,
the majority of VC particles dissolve in austenite during normalizing. In V-N micro-
alloyed steel, the thermal stability of V (C,N) particles can be significantly improved
by incorporating N content, and some V (C,N) precipitates remain in the steel during
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normalizing [3,11]. The undissolved V (C,N) precipitates fix the austenite boundary during
the holding stage of the normalizing process, resulting in the refinement of the austenite
grain. Additionally, the undissolved V (C,N) provides nucleation sites for ferrite during
the subsequent cooling stage [15–18]. As a result, the microstructure is further refined,
and good mechanical performance is achieved. However, the N content in solid solution
increases with the increasing N content in V-N micro-alloyed steel, which may deteriorate
the impact toughness of the steel [19]. Unfortunately, there have been few systematic
research reports on the influence of N content on the microstructure and impact properties
of V-N micro-alloyed normalized steel. The effect of N content on the microstructure and
impact toughness of V-N micro-alloyed normalized steel remains unclear.

In this study, the effect of an increase in N content from 0.0036% to 0.0165% on the
microstructure and impact properties of normalized V micro-alloyed P460NL1 steel was
systematically studied. This guides the development of normalized vanadium–nitrogen
micro-alloyed high-strength P460NL1 steel.

2. Materials and Methods
2.1. Materials

To study the effects of N content on the microstructure and impact properties of
normalized vanadium micro-alloyed P460NL1 steel, 3 furnaces with different N-content
steels were smelted using a 150 kg vacuum furnace in the laboratory. The N content of the
steel in the three furnaces was 0.0036%, 0.0103%, and 0.0165%, respectively. The specific
chemical composition of the experiment steels is shown in Table 1. The liquid steel was
cast into cuboid ingots with dimensions of 220 mm (thickness) × 260 mm (width) × L mm
(length). Subsequently, the ingots were heated to 1200 ◦C for 2 h using a resistance furnace
and then rolled into 24-millimeter-thick steel sheets with a 350 mm hot roller under a
controlled rolling process. The three steels were naturally cooled to room temperature and
then used as test materials for this study.

Table 1. Components of experimental steels.

Steel C Si Mn P S Ni V N Alt

36N 0.182 0.26 1.63 0.010 0.002 0.51 0.159 0.0036 0.002
103N 0.180 0.27 1.65 0.010 0.002 0.50 0.155 0.0103 0.004
165N 0.183 0.26 1.70 0.009 0.002 0.51 0.162 0.0165 0.008

2.2. Method
2.2.1. Heat Treatment

Samples measuring 24 mm × 300 mm × 350 mm were cut from each rolled steel
sheet. These were heated to 900 ◦C in a chamber resistance furnace (YIANJIE ELECTRIC
FURNACE INDUSTRY Co., Ltd., Luo Yang, China) and held at this temperature for 30 min.
Then, the samples were removed from the chamber resistance furnace and air-cooled to
room temperature. The specific process of the normalizing treatment is shown in Figure 1a.
To study the evolution process of precipitation during the normalizing process, as well
as phase transitions, the following thermal process was simulated using the Gleeble 3800
thermal simulator (Dynamic Systems Inc., New York, NY, USA). One pair of samples was
heated to 900 ◦C at a rate of 5 ◦C/s and held at 900 ◦C for 30 min. Then, the sample was
rapidly water-quenched to 20 ◦C. The other pair of samples was heated to 900 ◦C at a rate
of 5 ◦C/s and also held at 900 ◦C for 30 min. and then the sample cooled to 880 ◦C, as
illustrated by the dotted lines in Figure 1b, subsequently, the sample was water-quenched
to 20 ◦C.
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Microstructure observations of water-quenched samples were conducted using the S-3400 
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perform a compositional analysis of the precipitates. Additionally, SEM and EBSD were 
used to observe secondary cracks in impacted samples to clarify the correlation between 
microstructure and impact failure. 

  

Figure 1. Schematic diagram of the normalizing process and simulated thermal cycle processes:
normalizing process (a); simulated thermal cycle processes on Gleeble 3800 (b).

2.2.2. Mechanical Properties Test

Round bar tensile specimens with a diameter of 10 mm and three impact specimens,
each with a standard size of 10 mm × 10 mm × 55 mm, were processed along the transverse
direction from three normalized steel plates with different N contents. The impact energy
of the samples with varying N contents at −40 ◦C was tested using a JBN-300B pendulum
impact testing machine (DENGCE YIQI Co., Ltd., Jinan, China). Three groups of impact
specimens were tested for each type of steel, and the average value of the impact energy
from the three tests was calculated to minimize testing errors. Scanning electron microscopy
was used to observe the fracture morphology of the steel samples with different N contents.
Tensile tests were carried out using the GX-B03A testing machine (CITEMA Co., Ltd.,
Shanghai, China) with an extension rate of 3 mm/min at room temperature to determine
the tensile properties of the test samples.

2.2.3. Microstructure

Metallographic sections were taken from the normalized samples with different
N contents. These sections underwent mechanical polishing, were etched with a 4%
nitric acid alcohol solution for 5 s, and were then observed under an Olympus BX51M
optical microscope (Olympus, Aizu, Japan). Following this observation, the metallo-
graphic sections were repolished, and the samples were electropolished in an electrolyte.
The electropolished samples were scanned using electron backscatter diffraction (EBSD,
Hitachi Limited, Tokyo, Japan), and the effective grain size of the samples with differ-
ent N contents was calculated using OIM analysis 9 software (Hitachi Limited, Tokyo,
Japan). The effective grain size is defined according to the misorientation angle of adjacent
grains. Microstructure observations of water-quenched samples were conducted using
the S-3400 scanning electron microscope (SEM, Hitachi Limited, Tokyo, Japan). The fine
precipitates and microstructure characteristics were further investigated via JEM-2010 high-
resolution transmission electron microscopy (TEM, Japan Electronics optics Corporation,
Tokyo Prefecture, Japan) by using extraction replicas of C films and thin foil samples. In
addition, energy-dispersive X-ray spectroscopy (EDS, Hitachi Limited, Tokyo, Japan) was
used to perform a compositional analysis of the precipitates. Additionally, SEM and EBSD
were used to observe secondary cracks in impacted samples to clarify the correlation
between microstructure and impact failure.

3. Results and Discussion
3.1. Effect of N Content on the Microstructures of Steel Samples

Figure 2 shows the microstructure of vanadium micro-alloyed P460NL1 steel sheets
normalized at 900 ◦C. As observed, the 36N sample consists of ferrite and pearlite; the
103N and 165N samples consist of ferritic pearlite and bainitic ferrite, with bainitic ferrite
distributed in bands. As N doping increases, the amount of pearlite decreases while bainitic
ferrite increases. In addition, the grains are refined and distributed more uniformly. Image-
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pro was used to measure the proportion of each type of microstructure. With the N content
increasing from 36 ppm to 103 ppm, the pearlite phase decreases from 8.3% to 3.2%, and
bainitic ferrite increases to 15.5%. As the N content further increases from 103 ppm to
165 ppm, the pearlite phase reduces to less than 2%, while bainitic ferrite increases from
15.5 to 32.6%.
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Figure 2. Morphology of normalized steel samples: (a) 36N; (b) 103N; (c) 165N.

Figure 3a shows the TEM images of samples with different N contents. The pearlite
in the 36N sample exhibits a distinct lamellar structure (Figure 3a). However, in the 103N
sample, the pearlite degenerates, and a striped feature of bainite appears (Figure 3b). The
black component in the 165N sample is bainite instead of pearlite (Figure 3c). As the N content
increases, pearlite gradually degenerates and eventually transforms into bainitic ferrite.
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Several studies have shown that the effective grain size defined at 15◦ is an effective
measure for controlling crack propagation. Figure 4 shows inverse pole maps of steel
samples with different N contents. The black line in the maps represents the high-angle
boundary with a misorientation tolerance angle of ≥15◦. The change in the effective grain
size defined at 15◦ with N content is shown in Figure 5a. As indicated, the 165N sample
possesses the finest effective grain size. When the N content increases from 36 ppm
to 165 ppm, the average grain size of ferrite defined by the 15◦ angle decreases from
12.3 µm to 6.7 µm. Figure 5b shows the proportion of grain boundaries defined at different
misorientation angles for samples with different N contents. With the increase in N content,
the proportion of high-angle boundaries increases, while the proportion of small-angle
boundaries decreases. The areal density of high-angle boundaries increases from 0.13/µm
to 0.49/µm. All the above changes can be attributed to the refinement of the ferrite
microstructure.
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Figure 5. (a) Effect of N content on effective grain size defined as 15°; (b) distribution of microstruc-
ture boundary misorientation in the normalized 36N, 103N, and 165N steel samples. 
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3.2. Effect of N Content on the Mechanical Properties of Steel Samples

The results of the tensile test and impact test are summarized in Table 2. The strengths
of the three experimental steels with varying N content meet the technical requirements of
P460NL1. However, the impact toughness is poor at lower N content and does not meet the
technical specifications of P460NL1. The impact energy of 36N, 103N, and 165N samples is
34 J, 48 J, and 88 J, respectively. With the increase in N content, the impact toughness of the
steel samples significantly improves. Therefore, this study does not focus on the tensile
properties but instead concentrates on the effect of N content on the impact toughness of
the experimental steels.

Figure 6 shows the fracture morphology characteristics of impacted samples. Figure 6a–c
depicts the impact fracture overviews of 36N, 103N, and 165N samples, respectively. The area
of the fiber zones in impact samples with different N contents was measured via Image-pro
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plus 6.0 software. The results showed that the fracture fiber rates for the 36N, 103N, and
165N samples were 7%, 15%, and 26%, respectively. Higher N content gradually enhances
the fracture fiber rate of impacted samples. Figure 6d depict the morphology of the fracture
fiber zone, while Figure 6g depicts the propagation zone for sample 36N. The fiber zone
of the impact fracture in the 36N sample consists of fine and shallow dimples, while the
propagation zone is mainly composed of the larger and flat cleavage planes. Figure 6e
show the morphology of the fracture fiber zone for sample 103N, while Figure 6h shows its
propagation zone The fiber zone of the impact fracture of the 103N sample exhibits fine
and shallow dimples, while the propagation zone consists of smaller and uneven cleavage
planes compared to the 36N sample. Finally, Figure 6f display the morphology of the
fracture fiber zone, while Figure 6i displays the propagation zone for sample 165N. The
fiber zone of the impact fracture in the 165N sample exhibits fine and deep dimples, and
the propagation zone contains smaller cleavage planes. In contrast to the 36N and 103N
samples, the cleavage plane of the 165N sample has a greater surface roughness, and a
few tearing edges can be observed in the dimples between some of the cleavage planes.
These results indicate that the enhanced N content in V micro-alloyed steel transforms the
fracture behavior from brittle fracture to mixed fracture.

Table 2. Summary of the mechanical properties of steel with different N contents.

Steel Impact Energy/J Average
Value/J

Yield
Stress/MPa

Tensile
Strength/MPa

Tensile
Elongation

36N 31 36 35 34 479 636 28.5
103N 45 49 50 48 495 653 26.3
165N 83 89 92 88 513 670 21.7
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(d/g, e/h, and f/i) of the position marked as I/II in 36N (a), as III/IV in 103N (b), and as V/VI in
165N (c), respectively.
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4. Discussion
4.1. Analysis of the Microstructures of Steel Samples

As in previous studies, the grain size of normalized steel is associated with the prior
austenite grain size. By refining the prior austenite grain size, the microstructure of
normalized steel is significantly refined. During the transition from austenite to ferrite,
V (C,N) particles with a size of ~0.2 µm in V-Ti micro-alloyed steel can act as ferrite nucle-
ation sites, which promotes ferrite nucleation [20,21]. N doping influences the components
and contents of V (C,N) precipitated particles in V micro-alloyed steel [22]. Hou Hong
et al. [14] studied the effect of N content on the microstructure and impact toughness of
normalized steel, but they did not characterize the relationship between precipitates and
microstructure. To explore the effect of N content on the microstructures of vanadium
micro-alloyed P460NL1 steel sheets, a normalizing treatment process was simulated using
the Gleeble 3800 thermal simulator. Water quenching was carried out during the air-cooling
process to observe the evolution of steel’s microstructure. Additionally, SEM equipped
with EDS was employed to study the role of precipitated particles in phase transitions.

Figure 7 shows the microstructure morphology in the 36N and 165N samples when
water-quenched at 880◦C. As shown in Figure 7a, the microstructure is lath bainite, which
means that the austenite remains unchanged in the 36N when the sample is cooled from
900 ◦C to 880 ◦C. The austenite transforms into lath bainite during quenching, retaining
most of the primitive austenite grain boundaries. When the 165N sample is cooled from
900 ◦C to 880 ◦C, the phase transition from austenite to ferrite preferentially occurs at the
prior austenite boundary (Figure 7b). Consequently, the prior austenite grain size can be
inferred from the context of ferrite. As shown in Figure 7, the area surrounded by the yellow
line indicates a prior austenite grain. The prior austenite grain size of the 165N sample is
about half that of the 36N sample. With the increase in N content in the steel samples from
36 ppm to 165 ppm, a significant refinement occurs in the prior austenite grains.
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Figure 7. SEM images of (a) 36N and (b) 165N samples water-quenched at 880 ◦C.

Figure 8b depicts a high-magnification image of the red square area shown in Figure 8a.
In Figure 8b, it can be observed that ferrite forms on the V (C,N) particles near the prior
austenite boundary, creating fine boundary ferrite. The size of the V (C,N) particles that
promote ferrite nucleation at the prior austenite boundary in the 165N sample is about
70 nm, indicating that the V (C,N) particles are not completely dissolved during normal-
izing [22]. During the cooling process, the undissolved V (C,N) particles at the boundary
provide a favorable site for ferrite nucleation, thereby enhancing ferrite nucleation.

Figure 9 shows TEM images of the 165N sample after incubation at 900 ◦C for 30 min.
Figure 9b shows an enlarged view of the prior austenite boundary (as shown in the red
box in Figure 9a). Spectrum1 and Spectrum2 are the energy spectra of particles 1 and 2
marked by red arrows in Figure 9b, respectively. According to energy spectrum results,
fine V (C,N) precipitated particles are observed on the prior austenite boundary. During
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normalizing at 900 ◦C, undissolved V (C,N) precipitated particles can effectively pin the
primitive austenite boundary and inhibit the growth of prior austenite grains.
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Figure 9. TEM micrographs showing precipitates (indicated by arrows) along grain boundaries in
carbon extraction replicas of the 165 N sample at a quenching temperature of 900 ◦C (a). Enlarged
view of the red box zone (b).

Figure 10 shows the precipitated particles in the 36N and 165N experimental steels.
Figure 10a,b show that there are many fine V (C,N) particles in the rolled-state steels. After
holding at 900 ◦C for 30 min, most of the fine V (C,N) particles in the 36N sample dis-
solved, while a significant number of fine V (C,N) particles still existed in the 165N sample.
The dissolved V (C,N) reprecipitated during the cooling process of normalization in the
36N specimen, resulting in the reappearance of fine V (C,N), as shown in Figure 10e. The
size of the precipitated particles in Figure 10f is larger than that in Figure 10d. This is due to
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the V (C,N) particles preferentially precipitating and attaching to the undissolved particles
during the cooling process.
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According to the thermodynamic calculations (Figure 11), an increase in N content
from 36 ppm to 165 ppm raises the dissolution–precipitation temperature of V (C,N),
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i.e., from 1053 ◦C to 1135 ◦C. Additionally, the volume fraction of V (C,N) particles in
steel samples increases from 5.3 × 10−4 to 11.4 × 10−4 at 900 ◦C. Between 900 ◦C and
910 ◦C, the volume fraction of precipitated particles in the 165N sample is about twice that
of the precipitated particles in the 36 N sample. Furthermore, the addition of N changes
the specific gravity of C and N atoms in V (C,N) precipitated particles, making V (C,N)
particles more stable and less likely to dissolve [22]. As shown in Figure 11b, the percentage
of N in V (C,N) precipitated particles in the 165N sample is higher than that in V (C,N)
precipitated particles in the 36N sample. The higher the N content in V (C,N) particles, the
higher the thermal stability of the particles. Thus, the particles in the 165N samples are
less likely to dissolve during normalizing. This observation is consistent with the trend
observed in TEM characterization (Figure 10).
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Figure 11. Volume fractions of precipitates (a) and precipitated particle composition in the 36N and
165N samples (b).

Figure 12 shows SEM images of 165N normalized samples. As observed, the precip-
itated particles in the 165N normalized samples are located near the center of the ferrite
interior, and their size is noticeably larger than that of the samples water-quenched at
900 ◦C, implying that the precipitated particles grew during cooling. They form 0.2 µm
V (C,N) particles, which exhibit a strong ability to promote the nucleation of ferrite and
provide more favorable positions for ferrite nucleation during the cooling process [23]. This
refinement enhances the microstructure of vanadium micro-alloyed P460NL1 steel.
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Figure 12. SEM images of a 165N normalized sample (a) and the energy spectrum of precipitated
particle (b).

With the increase in N content, both the number of precipitated particles that can pin
the original austenite grain boundaries during the normalizing process and the number of
precipitated particles that can provide nucleation sites for the ferrite transformation in the
cooling process have increased. Therefore, as the N content increases, the microstructure of
the test steel undergoes refinement.
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4.2. Impact Toughness of Steel Samples

As N doping increases from 36 ppm to 165 ppm, the impact energy of normalized
vanadium micro-alloyed P460NL1 steel increases from 34 to 88 J. The failure mode changes
from brittle failure to mixed failure. According to fracture mechanics, impact energy can be
categorized into crack initiation energy and crack propagation energy. Thus, the effect of N
on the impact performance of normalized V micro-alloyed P460NL1 steel is investigated
from the perspective of crack initiation and propagation.

Numerous studies have shown that impact toughness is related to the second phase
(martensite/austenite elements and pearlite), grain size, and microstructure composi-
tion [24–26]. The difference in thermal expansion coefficients between pearlite and ferrite
results in varying degrees of shrinkage of these two components during the cooling pro-
cess, leading to a certain degree of strain within or around the pearlite. The strain causes
localized stress concentrations in or around the pearlite microstructure. The kernel average
misorientation plot can be used to evaluate the magnitude of the strain. The band contrast
map and the kernel average misorientation plot of the 36N and 165N samples are shown in
Figure 13.
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In both the 36N and 165N samples, strain occurs within the pearlite microstructure or
at the pearlite–ferrite matrix interface (indicated by the yellow arrow in Figure 13). This
strain increases with the growing size of pearlite. As the N content in V micro-alloyed steel
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P460NL1 increases from 36 to 165 ppm, the number of pearlite components and the size
of pearlite components decrease (Figure 2). Consequently, the 165N normalized samples
exhibit minimal strain near pearlite.

The crack initiation and crack propagation of the 36N and 165N samples are shown
in Figure 14a,c, where cracks develop near pearlite due to the presence of stress inside
or around the pearlite structure. Under the action of an impact load, the uncoordinated
deformation of pearlite and the surrounding matrix microstructure further aggravate the
stress concentration inside or around the pearlite structure [25,27]. According to fracture
theory, crack initiation occurs when the local stress concentration exceeds the critical stress.
Previous studies have demonstrated that high critical stress is required for crack initiation
when the hard-phase component reduces in size [28]. As the pearlite microstructure
in the 165N sample is both smaller and less abundant, the micro-crack initiation of the
165N sample consumes more energy than that of the 36N sample.
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Figure 14. SEM observation of crack initiation and crack propagation in 36N (a,b) and 165N
(c,d) samples.

The spatial distribution of microstructure and high-angle boundaries greatly influences
crack propagation [16,29,30]. Figure 14b,d show the crack propagation paths of the 36N
and 165N samples, respectively. The high content of pearlite microstructure and the limited
inhibitory effect of pearlite on crack propagation led to the formation of coarse and long
cracks in the 36N sample (Figure 13b). In contrast, the crack length in the 165N sample
is shorter. The 165N sample contains less pearlite content, i.e., it mainly consists of fine
ferrite. The ferrite possesses strong deformation ability due to its soft nature and low yield
strength. The cracks consume more energy when passing through the ferrite, causing the
cracks to suddenly become narrower (Figure 14d).
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Figure 15 shows the EBSD patterns of the secondary cracks in the 165N sample. In the
figure, the red line represents the high-angle boundary (HAGB) defined at 15◦. The cracks
pass through the interior of the grains without deflection, indicating that crack propagation
inside the grains experiences negligible resistance. However, when the cracks encounter
HAGBs, the crack propagation direction changes, which is eventually captured at HAGBs.
In summary, HAGBs (θ > 15◦) can be an effective obstacle for crack propagation. In the
165N sample, ferrite grains are fine, and HAGB spacing is short. As a result, the cracks are
deflected multiple times during crack propagation, as shown in Figure 15.
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The high deformability of ferrite absorbs crack propagation energy and converts it
into internal strain, thereby hindering crack propagation (Figure 15c). As the doping of N
increases from 36 ppm to 165 ppm, the pearlite microstructure in V micro-alloyed P460NL1
steel decreases. As the effective grain size of ferrite refines, the number of high-angle
boundaries increases significantly, resulting in enhanced propagation resistance and the
consumption of more energy during the crack propagation process. This improves the
impact toughness of vanadium micro-alloyed P460NL1 steel.

The doping of N in vanadium micro-alloyed P460NL1 steel reduces the pearlite mi-
crostructure, resulting in a more dispersed and finer size of pearlite. Higher N doping
promotes the precipitation of V in the steel, forming more V (C,N) particles. The undis-
solved V (C,N) particles in the normalizing process pin the prior austenite grains, which
inhibits their growth. During air cooling, V (C,N) particles provide nucleation sites for
ferrite, which stimulate ferrite nucleation and refine the microstructure. This significantly
improves the impact toughness of V micro-alloyed P460NL1 steel.

5. Conclusions

(1) Doping of N in vanadium micro-alloyed P460NL1 steel can transform coarse ferrite
and pearlite blocks into fine ferrite and bainitic ferrite blocks.

(2) High N doping (165ppm) promoted the precipitation of V (C,N) particles in V micro-
alloyed P460NL1 steel, leading to the formation of more fine V (C,N) particles and
improving the stability of V (C,N) particles. The fine and stable V (C,N) particles in
the normalizing process can effectively pin the prior austenite boundary and refine
the prior austenite grains. During cooling, V (C,N) particles induced ferrite nucleation,
resulting in fine ferrite.
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(3) As the N content increased from 36 ppm to 165 ppm in vanadium micro-alloyed
P460NL1 steel, the impact toughness of the steel significantly increased from 34 J to
88 J, and the failure pattern changed from brittle failure to mixed failure.
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