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a b s t r a c t

Controlled nanotwinning is an effective way to enhance the mechanical properties of materials. Recent
discovery of nanotwinned diamond converted from carbon nano-onions with high-density defects re-
veals that the presence of nanotwinned structures can increase the hardness of the product to exceed
that of natural diamond by a surprisingly large margin. To understand the mechanism of nanotwinning,
the microscopic transformation pathway from carbon nano-onions to nanotwinned diamond was
investigated in the present study. We carried out a direct high-pressure high-temperature synthesis of
nanotwinned diamond from onion carbon without high-density defects. The obtained nanotwinned
diamond possesses an exceptionally high Vickers hardness of 215 GPa at 4.9 N. The transformation path
was analyzed using aberration-corrected transmission electron microscopy (TEM) which suggests a
martensitic process strongly influenced by the pressure-temperature conditions. Specifically, the
appearance of {111} nanotwinned structure and stacking faults was determined by the characteristics of
the onion shells, while the accumulation of the stress due to the sliding of the shells cause the crystal to
re-align along the shear direction. These findings not only clarify the direct transformation mechanism
from onion-like precursors to nanotwinned diamond, but also have broad implications for further
exploration of new materials with exceptional properties.

© 2017 Elsevier Ltd. All rights reserved.
1. Introduction

Diamond is the hardest material currently known. Extensive
efforts have been devoted to finding new materials with the
hardness exceeding that of diamond. In theory, cubic C3N4 and
lonsdaleite (hexagonal diamond) have been predicted to have
(M. Wang), yansun.yao@
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mechanical properties superior to those of diamond [1e3].
Although new superhard carbon phase can be synthesized under
high-pressure within DAC (diamond-anvil cell) [4e6]. Experi-
mental realizations of new materials in bulk (other than pure car-
bon) that are harder than diamond have not been successful. One
approach to enhance the material strength is by manipulating its
grain size, known as the Hall-Petch relationship [7e9]. The strength
of a polycrystalline material should increase, up to a limit, with
decreasing grain size. This can be understood in terms of the dis-
locations accumulated at the grain boundaries, such that when the
grain size is reduced, the nucleation and motion of dislocations are
suppressed, thereby strengthening the material. Nano-
polycrystalline diamond (NPD) with a grain size of 10e30 nm has
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been synthesized from direct conversion of graphite at high pres-
sure and high temperature (HPHT), and exhibits an exceptionally
high hardness of 110e140 GPa [7]. NPD with smaller grain sizes
(5e10 nm) can be prepared using amorphous carbon, C60 or glassy
carbon precursors [10]. The mechanical properties of the latter,
however, decrease dramatically with the grain size. This reversed
Hall-Petch effect indicates that other factors, for example poorly
sintered grain boundaries or sliding motions at the boundaries
should become significant once the grain size is reduced to below a
critical length.

Nanotwinning is known as a highly effective approach for
strengthening structural materials and impeding the degradation
of mechanical properties [11e16]. In strong covalent materials like
diamond, however, nanotwinning was thought to be extremely
challenging due to the large stacking fault energy (SFE). Recently a
major breakthrough was realized when nanotwinned cubic-BN (nt-
c-BN) and diamond (nt-diamond) were successfully synthesized
from onion-like nanoparticle precursors under HPHT conditions
[17,18]. The products that were obtained demonstrate significantly
improved mechanical properties compared to their bulk counter-
parts. In particular, the nt-diamond exhibits an ultrahigh Vickers
hardness of ~200 GPa, which is about twice that of natural diamond
(~100 GPa), and also much greater than the maximum hardness
obtained in NPD (~140 GPa) [7]. The application of nano-onion
precursors with high-density defects has been regarded as a key
ingredient for the successful synthesis of ultrahard carbon
materials.

Carbon nano-onions are multi-shelled nanoparticles consisting
of concentric graphitic shells. Ideally, the center shell is a C60
molecule and the number of atoms in outer shells increases by
N¼ 60n2 fashionwhere n is the index of the shell [19e21]. A typical
inter-shell distance in carbon nano-onions is close to the inter-
sheet distance of graphite, which is 0.334 nm. The number of
shells in the carbon nano-onions can be altered which leads to
different physical and chemical properties that may find use in
various applications [22e24], and considerable progress has been
made toward synthesizing onion carbon and manipulating the
particle size and morphologies [25e29]. The nt-diamond was
synthesized using carbon nano-onions as precursors (20e50 nm in
size) prepared from black carbon through an impinging-streams
technology. The precursors contain a high concentration of puck-
ered layers and stacking faults, which were thought to be the key
for the nucleation of nt-diamond [18,30].

To date, the formation mechanism from carbon nano-onion
precursors to nt-diamond has not been fully addressed
[18,30e32]. It is generally understood that the twin boundaries, i.e.,
crystalline interfaces with minor lattice mismatch, are thermody-
namically more stable than conventional grain boundaries, and this
is the reason for the increased hardness in nt-diamond compared to
NPD. Understanding the microscopic origin of the twin boundaries,
and the formation of such from onion-like precursors, are therefore
critically important and can provide guidance to the production of
nt-diamond at a larger scale. In this study, the onion carbonwithout
high-density defects were prepared by annealing detonated nano-
diamond, and subsequently used for HPHT synthesis of nt-dia-
mond. Nanotwinned structures were characterized in the products
and the nucleation mechanism was analyzed using multiple
experimental and theoretical methods. The structural trans-
formation from onion carbon to nt-diamond is shown to be a
martensitic process, in which the high-density defects may not be
necessary for the formation of nanotwinning, but they do play a
role in lowering the onset of the transition pressure. The hardness
of the synthesized nt-diamond was measured and analyzed along
with the microstructure of the products.
2. Materials and methods

2.1. Synthesis of carbon onion nanoparticles and high-pressure
experiments

The nano-diamond starting material with an average grain size
of about 5 nm was purchased from Heyuan Zhonglian Nano Tech-
nology Co. Ltd, China (Fig. S1). Surface impurities, mainly functional
groups of eOH or C]O, were eliminated in the annealing process.
Carbon onion nanoparticles were prepared by annealing the high-
disperse detonated nano-diamond at temperature of 1500 �C for
30 min in a ZT-25-20 type vacuum carbon tube furnace (~0.1 Pa). A
heating rate of 10 �C/min was employed during the annealing
process. Subsequently, the annealed onion carbon nanoparticles
were placed in an h-BN capsule and treated at HPHT with a 10-MN
double-stage multi-anvil system, in which the standard COMPRES
10/5 (10e15 GPa) and 8/3 (15e25 GPa) assemblies consisting of a
spinel (MgAl2O4) þ MgO octahedron with a Re heater and a LaCrO3
thermal insulator were used [17]. The assembly schematic is pre-
sented in Fig. S2. Temperatures weremeasuredwithWeRe (type C)
thermocouples. Pressures were previously calibrated at room
temperature using the diagnostic changes in the electrical re-
sistances of ZnTe (9.6 and 12.0 GPa), ZnS (15.5 GPa), GaAs (18.3 GPa)
and GaP (23.0 GPa) because of the semiconductoremetal phase
transitions at high pressures. In situ synchrotron X-ray
(l¼ 0.4066 Å) diffraction experiment was carried out by using DAC
at station 16ID-B of High-Pressure Collaborative Access Team
(HPCAT), Advanced Photon Source (APS), Argonne National Labo-
ratory (ANL). The compression and decompression experiments
were conducted at room-temperature. We used pieces of ruby as
pressure calibrants, with measurements uncertainties up to
2.0 GPa.

2.2. Characterization of onion carbon and HPHT samples

An x-ray powder diffractometer (D8 Discover) with Cu Ka ra-
diation (l ¼ 0.15406 nm) was employed for the phase character-
ization of the annealed onion carbon and the recovered HPHT
samples. More structural characteristics of onion carbon and HPHT
samples were investigated by aberration-corrected transmission
electron microscopy (TEM), high-resolution TEM (HRTEM) and
electron energy loss spectroscopy (EELS), which were performed
with a FEI Titan-G2 type electron microscope operated at 300 kV.
Raman spectra were recorded on a Renishaw Raman microscope
with an excitation wavelength of 532 nm.

2.3. Vickers hardness measurements of HPHT samples

A micro-Vickers hardness tester (FM-700, Future-Tech, Japan)
was used to evaluate the hardness of recovered samples. Hardness
values were measured using a Vickers diamond indenter with a
load of 4.9 N and holding time of 10 s. Hv was determined from
Hv ¼ 1854.4F/L2, where F (N) is the applied load and L (mm) is the
arithmetic mean of the two diagonals of the Vickers indentation.

2.4. Electronic structure and molecular dynamics simulations

Behavior of carbon materials at HPHT conditions and formation
of twin boundaries in cubic diamond were simulated using mo-
lecular dynamics methods in isothermal-isobaric (NPT) ensembles
with Langevin dynamics. The calculation employed Per-
deweBurkeeErnzerhof (PBE) functional and projector augmented
plane-wave (PAW) potentials implemented in the Vienna Ab Initio
Simulation Package (VASP) program. A kinetic energy cut-off of
400 eV was used for the plane-wave basis set. Various simulation
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cells containing 144 and 288 carbon atomswere used at different P-
T conditions. The time step used in the simulation was 2 fs and the
self-consistency on the total energy was chosen to be 1 � 10�5 eV.

3. Results and discussion

Carbon onion nanoparticles were prepared by annealing the
detonated nano-diamond, without high-density defects (Fig. S3).
The products were subsequently compressed and heated to syn-
thesize nt-diamond. Fig. 1a shows the x-ray diffraction (XRD) pat-
terns of the sample recovered from 10 GPa and from two
temperatures, 1600 �C and 1800 �C. The XRD pattern at 1600 �C
contains Bragg reflections from cubic diamond in addition to onion
carbon precursor. The presence of cubic diamond here (Fig.1c and f)
is due to the residual diamond cores in the precursors (Fig. S3e),
which are potentially the nucleation sites for crystal growth
Fig. 1. a,b) XRD patterns and Raman spectra of the recovered samples from the annealed oni
by a pair of numbers in the legend. c,d) TEM image and electron diffraction (SAED) patterns
the selected area marked by the red box in c. f-h) TEM image and HRTEM images of the sa
inserted in h marked with the red box. (A colour version of this figure can be viewed onlin
(Fig. S4) [33]. At 1600 �C, the majority of the sample still maintains
the shelled structure with large distortions (Fig. 1e). The Raman
spectrum obtained at this temperature contains a singular peak at
1556 cm�1 which could be identified as D modes of disordered
carbon [34] structures on the inner shells (Fig. 1b). At 1800 �C, the
structural changes become noticeably more significant in the
sample (Fig. 1f-h). Both the XRD pattern (Fig. 1a) and Raman
spectrum (Fig. 1b) reveal the appearance of defective graphite (D, G
and D0 Raman modes at 1348 cm�1, 1580 cm�1 and 1618 cm�1,
respectively [35]). The onion-like nanoparticles lose their integrity
with the shells flattened to become the (002) planes of the graphite
(Fig. 1h). The growth of graphite in onion-carbon matrix clearly
depends strongly on the temperature (Fig. S4e-g).

When the temperature was held at 1800 �C and the pressure
was increased to above 15 GPa, the recovered samples become
transparent (Fig. 2a and d). The XRD patterns reveal that the
on carbon at 10 GPa. Pressure (in GPa) and temperature (in �C) conditions are indicated
in an selected area of the sample recovered at 10 GPa and 1600 �C. e) HRTEM image of
mple recovered at 10 GPa and 1800 �C. Inverse fast Fourier transform (IFFT) image is
e.)



Fig. 2. a-c) TEM and HRTEM images of the sample synthesized at 15 GPa and 1800 �C. d-f) TEM and HRTEM images of samples synthesized at 25 GPa and 1800 �C. (A colour version
of this figure can be viewed online.)
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samples consist primarily of cubic diamond, but with no graphite or
onion carbon (Fig. S5). At 20 GPa, small stacking faults, which could
be {111} nanotwins of diamond, appeared in the sample (Fig. S6a).
Upon compression to 25 GPa, high-density lamellar nanotwins and
stacking faults become prominent in the recovered samples (Fig. 2e
and Fig. S6c-f). Most intriguingly, the recovered sample shows a
five-fold twinned structure in diamond (Fig. 2f). When the treat-
ment temperature is lowered to 1600 �C at 25 GPa, the trans-
formation to diamond is incomplete. As shown in Fig. 3a, distorted
graphitic structures still exist along with the (002) lattice fringes of
onion carbon in the recovered samples. Raman spectra obtained at
different pressures and 1600 �C all show the D and G graphitic
modes (Fig. 3e). The diamond T2g mode (~1332 cm�1) overlaps with
the graphitic D mode and therefore is barely seen. Upon increasing
the pressure, the D and G modes shift to lower frequencies. The
weak Raman peak at 1556 cm�1 presents in all samples recovered
at 10 GPa, 15 and 20 GPa, but disappears at 25 GPa (Figs. 1b and 3c)
[34]. When the temperature is increased to 1800 �C, a very broad
Raman band (1300 cm�1 to 1650 cm�1) develops in the spectra for
the samples synthesized above 15 GPa, which is very similar to the
spectra previously observed in other pressurized samples synthe-
sized from black carbon or quasi-amorphous soot precursors at
similar HPHTconditions [36]. This band could be due to the residual
sp2 carbon as shown in Figs. 3c and S7, which is further verified by
TEM-EELS analysis. As shown in Fig. 3f, the major peaks of the
carbon K-edge located at 290 eV, 297 eV and 303 eV arise from the
transitions from 1s core level to s* band (1s/s* transition) [37,38].
The extremely weak peak at 284 eV corresponds to the 1s/p*
transition, indicating the presence of sp2-bonded carbon atoms.

Grain size distributions in the recovered samples were obtained
from TEM observations (Fig. 4a and b). At 15 GPa and 1800 �C, the
average grain size is 9.9 nm, which agrees well with the estimate
from the Debye-Scherrer measurement of the XRD pattern
(Table 1). With further compression to 25 GPa at the same tem-
perature, the grain size increases to an average of 12.8 nm (Fig. 4b).
This value is much larger than the estimate obtained from the XRD
pattern, with the inconsistency likely arising from the presence of a
high-concentration of nanotwins and stacking faults (Fig. 2e), for
which the Debye-Scherrer measurement provides a poor estimate.
Mechanical testing shows that the sample recovered at 25 GPa and
1800 �C has an exceptionally high Vickers hardness of 215 GPa at
4.9 N (Fig. 4c). Yet, the measured hardness is strongly affected by
the residual sp2 carbon between the grain boundaries, where
several weak points with the Vickers hardness of 150e170 GPa are
found (Fig. S8).

Generally, increasing the external pressure tends to reduce the
diffusivity of atoms, which restricts the growth of the grains [8,9].
The larger average grain size obtained at 25 GPa therefore suggests
that the transition from onion carbon precursor to diamond is likely
a diffusionless process (martensitic transformation), similar to the
graphite-to-diamond transition in bulk [39,40]. The HRTEM image
(Fig. 5a) reveals that the newly formed diamond (111) planes in the
sample are almost parallel to the (002) planes of the residual onion
carbon, suggesting that the former is formed directly from the
latter. In addition, we also observed some orthogonal lattice fringes
in the samples (see Fig. 5b,c), whichwas previously identified as the
(100) and (002) planes of hexagonal diamond (lonsdaleite) by
Kulnitskiy et al. [41] Hexagonal diamond has pure sp3 bonding like
cubic diamond but with a different stacking sequence (ABAB).
Previous theoretical and experimental studies suggested that cubic
and hexagonal diamonds can be formed by the buckling of the basal
planes of graphite with particular stacking sequences under pres-
sure. Furthermore, based on theoretical reports the compression of
hexagonal graphite with the stacking sequence (ABAB) preferen-
tially results in hexagonal diamond instead of cubic diamond
[36,39e45]. However, experimental results support that cubic



Fig. 3. HRTEM images and SAED patterns of the samples recovered at 25 GPa and at 1600 �C (a,b) and 1800 �C (c,d). e) Raman spectra of the samples recovered above 15 GPa and
temperatures of 1600e1800 �C. f) EELS spectra of the samples recovered at 25 GPa and temperatures of 1600e1800 �C in comparison with the spectrum of onion carbon. (A colour
version of this figure can be viewed online.)

Fig. 4. TEM images and size distributions of the grains for the samples recovered at a) 15 GPa and 1800 �C, and b) 25 GPa and 1800 �C, respectively. c) The Vickers hardness of NPDs
synthesized from various carbon precursors.7,10 Superscripts differentiate three types of onion carbon precursors fabricated from different approaches. (1) Onion carbon with
diamond cores produced by annealing nano-diamond at low temperature,33 (2) Onion carbon with high-density stacking faults made from black carbon powders through an
impinging-streams technology,18 and (3) onion carbonwithout high-density defects produced by annealing nano-diamond at higher temperatures (present study). (A colour version
of this figure can be viewed online.)
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diamond is formed from polycrystalline hexagonal graphite at
HPHT [7,36]. Based on recent TEM evidence, N�emeth et al. rein-
terpreted the hexagonal diamond phase as defective cubic diamond
with stacking faults and twins [46,47]. Along this line, the orthog-
onal lattice fringes (Fig. 5c) is consistent with 90� rotation twins of
cubic diamond [47]. In brief, cubic diamond cannot be directly
formed from hexagonal graphite because of mismatched basal
planes. Following the thermodynamic selectivity, the mismatched
basal planes are shifted at high temperatures and rearranged to an
ABC stacking sequence (so called ‘rhombohedral graphite’). The
‘chair’ buckling of the planes in rhombohedral graphite leads to the
formation of cubic diamond [40].

Our results suggest that the sliding of the (002) planes likewise
occurs in onion carbon when it transforms into diamond following
a martensitic process. A schematic diagram for the microscopic
transformation paths are presented in Fig. 5e. Twinned cubic di-
amonds are formed by the rearrangements of the (002) planes,
which were disordered into an ABCCBA sequence, followed by



Table 1
Full width at half maximum (FWHM) (�) and grain size (nm) derived from the XRD
patterns (Fig. S3) measured for the samples synthesized at different HPHT condi-
tions. The average grain sizes were calculated using the Scherrer equation.

NO. P (GPa) T (�C) 2q (�) h k l FWHM (�) Grain size (nm)

1 15 1800 43.8 111 0.78 10.9
75.2 220 1.01 9.9
91.4 311 1.15 9.8

2 25 1800 43.9 111 1.06 8.5
75.2 220 1.60 6.2
91.6 311 1.97 5.7
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buckling of the planes where a sp2 to sp3 transition takes place. To
understand the transition path, we examined the evolution of the
structure of the carbon onion precursor in a cold compression up to
30 GPa. As shown in Fig. 6a, the Bragg peak for the (100) reflection
in the sample is almost unaffected through the entire compression
indicating little structural change within the planes. In contrast, the
(002) reflection peak moves to higher 2-theta and keeps broad-
ening as the applied pressure increases, and almost disappears
above 22 GPa. This observation suggests that, while the inter-planer
spaces are reduced as expected (Fig. 6b), the stacking of the (002)
planes are also becoming flawed and completely disordered as the
pressure increases.

The microscopic path connecting a set of sequentially disor-
dered graphitic planes to a twinned ABC stacking was examined
using ab initio energy calculation (Fig. 6c). The theoretical model
was constructed using a continuous unit cell with 18 graphitic
layers. At the beginning of the path, the layers are stacked
randomly. At the end, the layers were ordered in ABC sequencing
Fig. 5. a) HRTEM image of the sample recovered at 25 GPa and 1800 �C showing the form
diamond coexisting with hexagonal diamond with a coherent boundary. c,d) IFFT image co
transformation from onion carbon to nanotwinned cubic diamond via a martensitic proces
with two twin boundaries, which represents a ~2 nm separation
between the twin boundaries. The result shows that such a plane
shifting is energetically favorable, and even more so at high pres-
sures (Fig. 6c). This is understandable since at high pressure the
layers are brought closer together which favors direct interactions
between atoms in adjacent layers at the onset of the formation of
sp3 bonding. The transition from twinned ABC graphite to twinned
diamond is almost instantaneous once the compression is suffi-
cient, as shown by the molecular dynamics simulation (Fig. 6e).
Such a transition is expected to release a large amount of energy
with an appreciable volume drop. From our experiments, the lattice
ordering is facilitated by high temperature, which drives the
disordered graphitic sheets to rhombohedral graphite (ABC stack-
ing) for the formation of cubic diamond (Fig. 6d).

A similar diffusionless transition mechanism has been sug-
gested for describing the bulk graphite to diamond transformation.
The fundamental difference here is the formation of high-density
{111} nanotwins and stacking faults (in Fig. 2e). A partial nano-
twinned structure was also observed in the direct conversion of
polycrystalline graphite into NPD under pressure, which was
attributed to the suppression of the temperature-induced ordering
of the (002) planes by pressure [7,48]. For onion carbon, the sliding
motion of the (002) planes is limited by its confined morphology.
Ideally, the concentric shells of onion carbon are closed and uni-
formly stressed. Sliding motions between the shells would induce
additional stress, causing the CeC bonds to elongate or shorten.
Under high pressure, the shell structures are deformed, and flat-
tened to disordered graphitic layers. Mutual sliding between these
layers causes the accumulation of stress. The formation of the
twinned boundaries is a response to the accumulated stress, which
ation of cubic diamond (111) planes from parallel onion carbon (002) planes. b) Cubic
rresponding to the red box marked in b and the FFT pattern. e) Schematic diagram of
s at HPHT. (A colour version of this figure can be viewed online.)



Fig. 6. a) In-situ XRD patterns of onion carbon obtained under different pressures at room temperature. b) Comparison of interlayer spacing for onion carbon (obtained from XRD in
(a)) and graphite under pressure. c) Calculated energy changes from sequentially disordered graphite to ordered graphite with ABC stacking sequence intercepted by a twinned
boundary in every 9 layers. d) View along c-axis of the disordered and ordered graphite structures. e) Evolution of the ordered graphite structure in c) to twinned cubic diamond at
30 GPa and 1800 �C simulated by molecular dynamics. The structure is over compressed to accelerate the phase transition. Atoms located on the opposite sides of the twin boundary
are distinguished by colors. (A colour version of this figure can be viewed online.)
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aligns the crystal along the shear direction. The twinned rhombo-
hedral graphite (ABCCBA stacking) is formed from disordered
graphitic sheets. The ‘chair’ buckling of these sheets leads to the
formation of twinned cubic diamond (ABCCBA stacking) (Fig. 5e).

The formation of a high-concentration of {111} nanotwins and
stacking faults is a consequence of the accumulated stress release in
the martensitic transformation from onion carbon to diamond,
which is dictated by the intrinsic structure of onion carbon.
Furthermore, the applied external pressure can strongly affect the
onset of nanotwinning. When the carbon onion is compressed, the
inter-layer spacing reduces as the applied pressure increases.
Comparison of the inter-layer spacing changes in carbon onion and
graphite under pressure (Fig. 6b) shows that the former is less
compressible, which implies that the formation of diamond should
occur at a higher pressure if onion carbon precursor is used. Our
results show that the high-concentration of nanotwins appears in
the recovered samples above 25 GPa (Fig. 2e). Below 25 GPa, the
shell structures of onion carbon were destroyed and the precursors
transformed to either distorted graphitic sheets (Fig. 1) or diamond,
where the nanotwinning is minor (Fig. 2aec). The previously re-
ported synthesis of nt-diamond at lower pressures, i.e., 18e20 GPa,
could be attributed to the presence of the high-concentrations of
defects in the precursors, such as puckered layers and stacking
faults [18], which are absent in the precursors used here. Thus, this
suggests that a high-concentration of defects may not be a neces-
sary condition for the nucleation and growth of nt-diamond, but
they help to reduce the critical pressure for the transition. Nano-
twinned morphology has also been formed at HPHT using other
precursors for example black carbon with structural similarity to
onion carbon [36]. Based on our findings, a variety of graphite-like
carbons with multilayer continuous carbon shells are expected to
be promising precursors for the synthesis of nt-diamond.
4. Conclusion

In summary, we report a new synthesis of nanotwinned dia-
mond under HPHT conditions using onion carbon without high-
density defects. The structural transformation behavior of onion
carbon was investigated in varying P-T conditions. We found that
without high-density defects, onion carbon preferentially trans-
forms to distorted graphite or diamond with slight twinning at
lower pressures (10e20 GPa), as opposed to the nanotwinned
diamond observed in the case of synthesis using precursors with a
high-concentration of defects. At higher pressure above 25 GPa,
onion carbon directly transforms to nanotwinned diamond with
ultrahigh hardness. Based on our experimental and theoretical
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results, we suggest that the phase transformation from onion car-
bon precursor to nanotwinned diamond is a martensitic process, in
which the formation of high-concentration {111} twins and stack-
ing faults is dictated by the characteristics of the shell structures.
The relative (002) sliding motions within the onion-like structures
are restricted which induce an accumulation of stress along the
shear direction. The release of the stress re-aligns the CeC bonds at
the boundary and leads to the formation of {111} twinned struc-
tures. This result suggests that the presence of a high-concentration
of defects in the precursors is not a necessary condition for the
formation of nano-twinned diamond, but they could bring down
the pressure for this to occur. The present study provides critical
insights into the synthesis of nano-twinned diamond and expands
the fundamental understanding of structural transformation of
graphite-like carbon under HPHT conditions, which may provide
guidance for future synthesis of ultrahard materials with nano-
twinned morphology.
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