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Hierarchical channel morphology 
in O‑rings after two cycling 
exposures to 70 MPa hydrogen gas: 
a case study of sealing failure
Chang Hoon Lee 1, Jae Kap Jung 2*, Kyung Sook Kim 3 & Chang Jong Kim 4

This study investigates the impact of high-pressure hydrogen gas exposure on the structural 
and morphological characteristics of O-ring materials. O-ring specimens undergo two cycles of 
sealing under 70 MPa hydrogen gas, and their resulting variations are examined using advanced 
characterization techniques, including powder X-ray diffraction (PXRD), small-angle X-ray scattering 
(SAXS), scanning electron microscopy (SEM) and atomic force microscopy (AFM). Our findings reveal 
that the lattice parameters of the O-ring material show no significant changes when exposed to 
70 MPa hydrogen gas. However, in the micrometre range, the formation of a hierarchical channel 
morphology becomes evident. This morphology is accompanied by the separation of carbon black filler 
from the rubber matrix, contributing to mechanical weakening of the O-ring. These observations can 
be attributed to the pressure gradient that develops between the inner and outer radii of the O-ring, 
resulting from compression forces acting perpendicularly to the radial direction due to clamp locking.

The urgency of the climate crisis has surpassed initial expectations, presenting a global challenge accelerating 
at an unprecedented pace. In response, human efforts are resolutely focused on achieving carbon neutrality 
through diverse initiatives1. A critical step in this pursuit is reducing carbon dioxide emissions2 from internal 
combustion engines3, with a notable strategy involving the shift to electric or hydrogen fuel cell vehicles4,5. 
While the transition to electric vehicles progresses smoothly, the challenge of reducing charging times remains 
a significant obstacle.

Hydrogen fuel cell vehicles4,6 offer environmental benefits, using eco-friendly hydrogen as fuel, contributing 
to air purification, and generating only water as a byproduct. However, ongoing debates persist about psychologi-
cal resistance to safety issues during the expansion of hydrogen infrastructure7. Concerns also linger regarding 
the environmental impact of hydrogen production and the efficacy of carbon dioxide reduction. Addressing 
these technological and psychological challenges is crucial for implementing these solutions across terrestrial, 
maritime, and aerial transportation.

Currently, hydrogen fuel cell vehicles in the market use hydrogen dispensers at gas stations, storing hydro-
gen at a pressure of 90 MPa. The type-4 pressure vessel in these vehicles has a maximum pressure of 70 MPa, 
with O-rings primarily composed of rubber composites serving as the primary means to seal the hydrogen gas 
pressure8,9. The O-ring consists of polymer matrices, including cross-linked rubbers or amorphous fluoroelas-
tomers, along with additives like carbon black and plasticizers. When an O-ring seals H2 gas, its effectiveness 
degrades over time due to cyclic pressure and temperature variations during the pressurization and depressuriza-
tion process10–12. Eventually, the O-ring fails to maintain a proper seal9,13,14.

The mechanical damage to rubber O-rings caused by hydrogen gas includes blister fracture, overflow frac-
ture, and buckling fracture15. At the microscopic level, hydrogen gas dissolved in polymer materials can form 
micro-sized clusters, known as hydrogen gas clustering. During depressurization, these clusters can coalesce to 
create hydrogen gas bubbles, gradually expanding over time after depressurization9,16,17. This expansion exerts 
stress, serving as blister initiation points. Research supports evidence of bubble formation and expansion, with 
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the potential for cutting polymer chains during blister formation confirmed through studies introducing side-
chain molecules with fluorescent characteristics18.

Ongoing studies aim to comprehensively understand the mechanical and chemical changes9,19 during hydro-
gen gas depressurization. To address this issue, the development of polymeric materials that exhibit long-term 
durability and the exploration of new processing routes for manufacturing mechanically superior polymers and 
composites are crucial15.

Previous research efforts have primarily focused on investigating rubber composites exposed to ambient H2 
pressure20–25. However, in practical engineering applications, the O-ring seal encounters an outward H2 pres-
sure gradient, spanning from high pressure at the inner radius to low pressure at the outer radius. Additionally, 
the O-ring is subjected to mechanical confinement due to normal uniaxial forces acting perpendicular to the 
radial direction26. Consequently, conducting studies that specifically examine the behaviour and deterioration 
mechanisms of polymeric materials in the context of O-ring usage in engineering practice is crucial.

Results and discussion
PXRD analysis was performed to investigate any changes in the lattice spacing of the polymer matrix after 
exposure to H2 at a pressure of 70 MPa. Figure 1 presents the PXRD results obtained for the O-ring specimens 
before and after exposure to H2.

The XRD patterns exhibit three broad peaks at approximately 2θ ≈ 17°, 25°, and 42°, as well as seven sharp 
peaks at 2θ values of 28°, 34°, 47°, 51°, 54°, 63°, and 65°. Among the broad peaks, the one at 2θ ≈ 25° is attributed 
to the presence of carbon black inclusions27–29, while the peak at 2θ ≈ 17° corresponds to the conventionally 
observed amorphous phase for polymers30. The peak at 2θ ≈ 42° is likely a second harmonic of the 2θ ≈ 25° peak. 
The seven sharp peaks observed may be indicative of an unknown crystalline phase within the O-ring. However, 

Figure 1.   (a) PXRD data obtained for the O-ring before and after exposure to H2 at a pressure of 70 MPa. The 
names displayed at the peak positions represent the origin of each peak, while the Arabic sequences at the peak 
positions indicate the Miller indices for the peaks derived from Ca(OH)2. (b) SEM image of the O-ring showing 
a black background representing the rubber composite with the carbon black filler and white cube-like crystals 
indicating Ca(OH)2. The inset figure displays the EDS spectrum of the Ca(OH)2 crystal located at the uppermost 
position, labeled as spectrum.
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since the O-ring is reported to be an FKM copolymer consisting of VDF/HFP = 76.1/23.9 mol% (VDF: vinylidene 
fluoride (CF2=CH2); HFP: hexafluoropropylene (CF2=CF(CF3)))31, the presence of a crystalline phase is not 
expected. Therefore, the seven sharp peaks are attributed to another inorganic material rather than the polymer 
itself. In our case, the peaks are well matched with the Miller indices of Ca(OH)2

32,33 in ICDD(International 
Centre for Diffraction Data) card number of 00-074-0733, and this is further confirmed by the FE-SEM image32 
shown in the inset picture in Fig. 1. In result, the XRD pattern analysis identified three primary influencing fac-
tors. Firstly, the sharp peaks were attributed to Ca(OH)2, supported by provided Miller indices. The second peak 
(2θ ≈ 25°) corresponds to carbon black inclusion within the sample, while the third peak (2θ ≈ 17°) is associated 
with entangled rubber polymer chains. Apart from these peaks, no significant variations are observed in the 
2θ positions and intensities after exposure to H2, indicating no change in the lattice parameters of the polymer 
matrix34.

Subsequently, we conducted SAXS measurements to meticulously monitor and analyse the structural varia-
tions covering from a few nanometers to a hundred nanometer. Figures 2 and 3 depict the SAXS data obtained 
at room temperature and 80 °C before and after, respectively, exposure to H2 at a pressure of 70 MPa. Each SAXS 
profile exhibits the typical scattering patterns from aggregates. For data analysis, the following equations were 
applied35–39:

Figure 2.   SAXS data for the O-ring collected at room temperature (upper) and 80 °C (lower) before being 
exposed to H2 at a pressure of 70 MPa. The black solid lines represent the fits to Eq. (1).

Figure 3.   SAXS data for the O-ring collected at room temperature (upper) and 80 °C (lower) after being 
exposed to H2 at a pressure of 70 MPa. The black solid lines represent the fits to Eq. (1).
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where F(q) represents the form factor of a solid sphere, Iagg(q) is a structure factor used to describe an aggregate, 
and Ib represents the experimental background. The Rc term in the form factor is the core radius, and Rg in the 
aggregate structure factor is the radius of gyration of an aggregate. G and B are constants, and P is a power law 
exponent used to describe the dimensionality of an aggregate (e.g., P = 1 for a rod, P = 2 for a disk, P = 4 for a 
sphere). Additionally, the form factor F(q) is convoluted with the Schulz size distribution to describe the size 
distribution of the carbon black (CB) particles, considering the observed presence of CB inclusion in the SEM 
image in Fig. 1b.

In Figs. 2 and 3, the experimental data are presented alongside the data fits (black solid lines) generated using 
Eq. (1). To analyse the experimental data obtained before and after exposure to H2, the fit parameters derived 
from the room-temperature measurements, namely, the core radius and size distribution of the core radius, were 
employed for the analysis of the data collected at 80 °C. This approach ensures a reliable fit by fixing the core 
radius and size distribution parameters based on the room-temperature measurements while allowing the other 
parameters (Rg, P, G and B) to vary during the fitting process for the 80 °C measurements.

Figure 4 illustrates the resulting size distributions, and the corresponding fit parameters can be found in 
Table 1. In the room-temperature measurements, the core radii (Rc) of the H2-exposed O-ring is clearly slightly 
smaller than that of the fresh O-ring. However, the polydispersity index (p.d.i.), as shown in Fig. 4 and Table 1, 
increases after exposure to H2. Furthermore, the radius of gyration (Rg) of the H2-exposed O-ring, which repre-
sents the size of the average aggregate, is approximately 1 nm smaller than that of the fresh O-ring. This suggests 
that the size of CB aggregates decreases after exposure to H2. The dimensionality of the aggregates, represented by 
P, shows a slight increase from 3.02 to 3.05, indicating a tendency towards a more spherical shape after exposure 
to H2. Similar trends are observed in the data obtained at 80 °C.
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Figure 4.   Size distribution of the core radii at room temperature for O-ring specimens before (red) and after 
(blue) exposure to 70 MPa hydrogen gas. The y-axis represents the size distribution, denoted n(r), and is 
presented in arbitrary units.

Table 1.   Fit parameters obtained using Eq. (1) for the samples.

Sample Rc (nm) p.d.i. Rg (nm) P

O-ring (RT) (before) 3.02 ± 0.04 0.42 31.83 ± 0.38 3.02

O-ring (80 °C) (before) 3.02 (fixed) 0.42 (fixed) 31.04 ± 0.30 3.03

H2-exposed O-ring (RT) (after) 2.93 ± 0.05 0.47 30.31 ± 0.34 3.05

H2-exposed O-ring (80 °C) (after) 2.93 (fixed) 0.47 (fixed) 30.28 ± 0.32 3.11
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AFM was employed to investigate the morphological changes at the nanometre scale in the O-ring after being 
exposed twice to hydrogen at a pressure of 70 MPa. AFM images were acquired from three distinct surfaces, as 
illustrated in Fig. 5.

Figure 6 displays the AFM images obtained from the outer-radius surface of the O-ring. Before exposure to 
H2 (Fig. 6a), a periodic modulation of finite height and width is observed in the cross-sectional plane direction. 
However, this periodic modulation becomes blurred and merged after exposure to H2 (Fig. 6b). Additionally, the 
morphological roughness, indicated by the colour contrast (white, gold, brown and black), becomes more pro-
nounced and defined. The lighter and darker colours correspond to higher and lower topographies, respectively.

In particular, the areas corresponding to white and black colours are expanded. These phenomena can be 
explained by considering both the compression stress exerted in the upward and downward directions of the 
cross-section and the overflow effect due to the H2 pressure gradient in the radial direction. The compression 
stress normal to the radial plane causes the O-ring to strain into an ellipsoidal form, resulting in a smaller distance 
for the periodic circumferential morphology. At the same time, H2 molecules are expected to undergo sequen-
tial processes of absorption, diffusion, and permeation through the O-ring, as a hydrogen pressure gradient is 
established in the inner to outer radial direction. These processes are known to induce swelling, overflow, and 
fracture of the O-ring composites. To facilitate the merging of the periodic circumferential morphology, nar-
rowing of the periodic morphology due to compression stress and outward displacement of a part of the O-ring 
composites induced by the pressure gradient must occur simultaneously.

Figure 6c effectively illustrates this outward displacement phenomenon. The region around the black-coloured 
hole located immediately below the centre of the image protrudes out, forming a bundle of cusps in the outer 
radial direction, indicating that H2 gas burst out through the hole. Naturally, a circular morphology should be 
observed beneath the hole when the O-ring specimen is imaged on a slice cutting surface.

When analysing the surface roughness, the cross-sectional cutting and slice cutting surfaces are not scientifi-
cally meaningful due to the artificial effects introduced during the cutting process. However, the outer-radius 
surface retains the direct effects associated with the hydrogen discharge process, making it highly useful for 
surface roughness analysis. Therefore, a comparison of the surface roughness before and after hydrogen exposure 
was conducted solely based on the outer-radius surface. In this comparison, two-dimensional AFM images of the 
O-ring were first corrected using a plane correction process to account for the cylindrical shape of the O-ring. 
The average roughness value (Sa) was then measured within a 3 × 3 μm2 area to mitigate errors introduced by the 
cylindrical shape of the O-ring. The roughness of each group was assessed across more than 100 distinct regions, 

Figure 5.   Three different surface areas used for measuring the surface roughness: (a) cross-sectional cutting 
surface, (b) outer-radius surface and (c) slice cutting surface.

Figure 6.   AFM images captured on the outer-radius surface of the O-ring: (a) Image taken before exposure to 
H2 at a pressure of 70 MPa. (b) Image taken after two exposures to H2 at a pressure of 70 MPa. (c) Representative 
image displaying the rupture of the O-ring composite caused by the outburst of H2 gas along the radial direction 
of the O-ring. The illustration positioned in the top-left corner of (a) indicates the surface area scanned by the 
AFM tip.
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as depicted in Fig. 7a. The line profile depicts the height variation of the magnified surface image along a white 
line, from which the surface roughness value is derived (Fig. 7b).

Figure 7c illustrates the roughness distributions of the outer-radius surface before and after exposure to H2 
at a pressure of 70 MPa. Prior to H2 exposure, the roughness exhibited a single Gaussian distribution40,41. How-
ever, after exposure to H2 at a pressure of 70 MPa, a tailing distribution emerged in the high roughness region, 
as depicted by the blue dashed rectangular box in Fig. 7c. In other words, the low roughness region followed a 
Gaussian distribution, indicating a random surface roughness associated with random fracturing. In contrast, the 
high roughness region did not conform to a Gaussian distribution but showed a tailing distribution, suggesting 
the absence of random fracturing. The averaged roughness also increased by H2 exposure (Fig. 7d).

This phenomenon is believed to be related to H2 exposure. The increase in roughness primarily results from 
the expansion of the fracture surface area during crack propagation, leading to increased roughness on the 
fracture surface. Furthermore, the roughness is broadened after exposure to hydrogen at a pressure of 70 MPa.

Figure 8 presents a circular morphology on the slice cutting surface. Before exposure to H2 (Fig. 8a), the AFM 
images do not display any circular morphology; they only show bright spots with a gold colour. However, after 
exposure to H2 at a pressure of 70 MPa, numerous circles with a bright gold colour emerge, surrounding dark 
brown channels (indicated by green arrows in Fig. 8b). These dark brown channels are believed to correspond 
to pathways for H2 gas diffusion in the radial direction of the O-ring, while the bright gold circles (indicated by 
white arrows in Fig. 8b) mark the periphery of these channels. Interestingly, the channel-like patterns are also 
directly observable in the AFM images of the cross-sectional cutting surface.

As depicted in Fig. 9, no channel-like morphology is present on the cross-sectional cutting surface before 
exposure to H2 (Fig. 9a). However, after exposure to H2, a channel-like morphology becomes evident in the AFM 
image (Fig. 9b), with an average width of approximately 1.9 nm (± 0.76 nm).

Further evidence of the channel morphology can be observed in Fig. 10 obtained using SEM. Upon exposure 
to H2, the formation of channel structures becomes apparent. In the SEM image of the cryo-fracture surface 
of the O-ring without H2 exposure (Fig. 10a), no specific directional pattern is observed in the morphology. 

Figure 7.   (a) A representative illustration showing a sector outlined by a white rectangular box among 100 
distinct regions used to calculate surface roughness from the outer surface area. (b) Height profiles obtained 
along the X-direction within the white rectangular box. (c) Roughness distributions obtained from the outer 
surface of the O-ring before (upper) and after (lower) exposure to H2 at a pressure of 70 MPa. (d) The resulting 
average roughness before and after exposing the O-ring to 70 MPa of H2 gas.



7

Vol.:(0123456789)

Scientific Reports |         (2024) 14:5319  | https://doi.org/10.1038/s41598-024-55101-w

www.nature.com/scientificreports/

Figure 8.   AFM images obtained from the slice cutting surfaces of the O-ring (a) before and (b) after exposure 
to H2 at a pressure of 70 MPa.

Figure 9.   AFM morphologies obtained from the cross-sectional cutting surface of the O-ring (a) before and (b) 
after exposure to H2 at a pressure of 70 MPa.

Figure 10.   SEM images of the cryo-fracture surface of the O-ring (a) before and (b) after exposure to H2 at 
a pressure of 70 MPa. (c) Enlarged view in 3-dimensional mode of the highlighted area indicated by the red 
rectangular box.
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However, in the SEM image of the O-ring subjected to H2 at a pressure of 70 MPa (Fig. 10b), a clear hierarchical 
development of channel structures is visible on the cryo-fracture surface. This can be observed within the rec-
tangular red box located at the lower left of Fig. 10b. The left and right sides of Fig. 10b represent the inner and 
outer radial parts of the O-ring cutting plane, respectively. Under the condition of a H2 pressure of 70 MPa, the 
outer radial side of the O-ring is exposed to atmospheric pressure (0.1 MPa), while the left inner radial side of 
the cryo-fracture surface is subjected to H2 at a pressure of 70 MPa. Considering the O-ring thickness of 5.7 mm, 
the pressure difference per unit thickness can be calculated to be approximately 12 MPa/mm (or 12 GPa/m). 
The pressure difference between the inner and outer sides of the O-ring is significant, causing expansion of the 
O-ring. This expansion can lead to tearing due to the tensile stress experienced by the FKM composite, which 
typically ranges up to approximately 30 MPa.

Furthermore, when the O-ring is constrained by a mechanical force, the blooming phenomenon predomi-
nantly occurs in the outer radial direction. As a result, the O-ring undergoes uniaxial directional cavitation. 
The observed damage patterns, characterized by hierarchically ordered channels, as shown in Fig. 10b,c, do not 
indicate isotropic cavitation induced by depressurization.

Within the channels, another notable phenomenon becomes apparent. Figure 11 presents an SEM image that 
captures the channels and reveals the presence of small black hollows within the channel interiors and in their 
surrounding areas. These hollows are marked with red circles (or ellipses) and numbered from #1 to #6. The 
structures resembling spherical particles observed within the channels represent CB fillers, while the background 
corresponds to the matrix consisting of rubber molecules. The fillers can be observed in both aggregated and 
primary forms. Importantly, note that these structures within the channels were not formed as a result of the 
cryo-fracture process, but rather, they were already present due to the hydrogen depressurization.

The red circles (or ellipses) labelled #1 to #6 represent three distinct types of separated pair structures of the 
hollows and their corresponding fillers. These separations correspond to the initial stage of filler separation from 
the rubber matrix (#1), single filler separation (#2, #3 and #4), and separation of filler aggregates (#5, #6)42. In 
the case where separation has just begun (#1), the filler aggregates are observed to be partially detached from the 
polymer matrix, providing strong evidence of their separation10. The filler aggregates partially protrude, creating 
holes in the rubber matrix where the fillers have been removed. In the case of single filler separation (#2, #3 and 
#4), the portion of the rubber matrix from which the filler left, indicated by blue arrows, exhibits a smaller hollow 
structure than the corresponding filler itself. This can be attributed to the elastic restoration of the rubber matrix. 
However, the filler aggregates (#5, #6) do not exhibit similar behaviour, as they have undergone a wider range 
of separation, leaving insufficient time for the disrupted structure to restore itself. Specifically, the black hollows 
and the corresponding CB fillers of #2, #3 and #6 are positioned on the nearly perpendicular opposite sides of 
the deepest valley. Furthermore, the distances between the separated CB fillers and the rubber matrix inside the 
channel (#2, #3, #6) are greater than the distances between the separated CB fillers and the rubber matrix outside 
the channel (#1, #4, #5). This observation strongly suggests that the separation between the fillers and rubber 
matrix occurred during the formation of the channel. If this observation holds true, then it implies that the CB 
fillers are not fully embedded within the polymer matrix but rather partially exposed. Consequently, the fillers 
cannot effectively bind with the polymer matrix, resulting in loss of their intended functionality.

In summary, exposure to hydrogen gas at 70 MPa does not significantly affect the lattice parameters of the 
O-ring material. However, in the range of micrometres, the formation of a hierarchical channel morphology 
becomes evident. This channel formation process is accompanied by the separation of fillers from the rubber 
matrix, leading to mechanical failure.

This phenomenon can be explained by the pressure gradient established between the inner and outer radii 
of the O-ring under the compression pressure perpendicular to the radius due to clamp locking. Typically, the 

Figure 11.   SEM image of the inside of a channel, showing the separation of CB fillers from the rubber matrix. 
Red circles and ellipses highlight representative examples of filler separation. Bilateral blue arrows indicate the 
corresponding counterparts of the hollows in the rubber matrix and their corresponding fillers. The symbols "#" 
and Arabic numbers are used to identify the pairs of rubber matrix hollows and fillers.
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application and release of hydrogen pressure in a simulated ambient H2 pressure environment are carried out 
under surrounding ambient pressure conditions. This results in the formation of voids uniformly in all directions 
during the depressurization process.

However, in real operating conditions, the O-ring is mechanically constrained perpendicular to its diameter, 
leading to a pressure gradient between the inner and outer sides of the O-ring. As a consequence, the voids 
formed in the O-ring during actual usage encounter difficulties in expanding uniformly. Consequently, the 
expansion process is more likely to occur in an anisotropic manner along the radial direction, even though the 
expansion volume remains the same as that observed in isotropic expansion.

Methods
O‑ring specimen
The O-ring material used in this study was commercially available (VEA1049-12 O-ring P112, PRETECH CO. 
LTD., Japan). The O-ring specimen (thickness: 5.7 mm) was subjected to two cycles of sealing with high-pressure 
hydrogen gas at 70 MPa. After this exposure, the O-ring experienced a loss in its sealing performance.

Powder X‑ray diffraction (PXRD)
Powder X-ray diffraction (PXRD) analysis was conducted using a model X’pert Pro X-ray diffractometer (PANa-
lytical Co., Netherlands). The X-ray generator was set to 30 mA and 40 kV, with a receiving slit size of 0.300 mm. 
The O-ring sample was placed on the goniometer, and a 2θ Bragg angle scan was performed from 10.0100° to 
79.9900° with a step size of 0.0200° and a measurement time of 1 s at room temperature.

Small‑angle X‑ray scattering (SAXS)
Small-angle X-ray scattering (SAXS) experiments were carried out at the 4C SAXS II beamline of the Pohang 
Light Source II (PLS II). Monochromatic X-rays with a wavelength (λ) of 0.7560 Å were used. The beam path 
was maintained under vacuum to minimize air scattering, and the sample-to-detector distance was 4 m. A two-
dimensional charge-coupled detector (Mar USA, Inc.) was used, and the samples were directly placed on the 
sample holder. The two-dimensional scattered intensity was azimuthally averaged to obtain the one-dimensional 
intensity as a function of q, covering a q range of 0.007 < q (Å−1) < 0.14. The raw data were corrected for detector 
noise, background scattering, and transmission. The experiments were conducted at both room temperature and 
80 °C, and the SAXS intensity was not converted to absolute intensity. The temperature was controlled using a 
Eurotherm, and the heating rate was approximately 10 K/min. For the measurements at 80 °C, the sample was 
kept at this temperature for two minutes before the measurements were performed. The measurement time was 
3 s for room temperature and 2 s for the 80 °C measurements.

The SAXS data were fitted to Eq. (1) in the manuscript, where Rc represents the core radius derived from 
the solid sphere form factor, and p.d.i. signifies the size distribution of the core radius, as implemented in the 
Schulz-Zimm distribution function. It’s crucial to note that the Rc value was computed under the condition that 
the background value is not treated as a fitting parameter but is fixed at zero. In fact, the background itself, par-
ticularly near the high q maximum, exhibits noise, a detail that was evident in our data but not explicitly visible 
in the log–log plot. Furthermore, it is accurate that the core radius obtained from the fit closely aligns with the 
maximum high q. In response to this, we attempted to concentrate the fit on the low q range of the solid sphere 
form factor, which typically reveals an oscillating pattern in the form factor. The standard deviation for both Rc 
and Rg was determined as the fit error from the function incorporated into the NIST SANS package. This fit error 
was cross-verified by fixing one fit parameter while allowing others to vary within the program.

Field emission‑scanning electron microscopy (FE‑SEM)
Field emission-scanning electron microscopy (FE-SEM) images were acquired using a Hitachi S-4800 microscope 
operating at 15 kV and 5.1 μA at room temperature. The imaging mode used was mixed lower–upper mode.

Atomic force microscopy (AFM)
Atomic force microscopy (AFM) was performed to examine the morphology of the O-ring using a NANO Station 
II instrument (Surface Imaging Systems, Herzogenrath, Germany). The AFM system consisted of an AFM scan-
ner with dimensions of 92.5 × 92.5 × 6.0 µm3 in the x, y, and z directions and a Zeiss optical microscope (Epiplan 
500×). A TS-150 active vibration isolation table (S.I.S., Herzogenrath, Germany) was used to reduce the noise 
signals from vibrations. The surface images were acquired in noncontact mode with a scan resolution of 512 × 512 
pixels and a scan speed of 0.7 line/s. The AFM probe used consisted of a force-sensing or -imposing cantilever 
with a silicon material, a spring constant of 0.2 N/m (± 0.15 N/m), a length of 450 µm (± 10 µm), a width of 
30 µm, and a thickness of 2 µm (± 1 µm). The tip used had a radius of 5–6 nm and a height of 14 µm (± 2 µm).

Data availability
The datasets generated and/or analyzed during the current study are available from the corresponding author 
on reasonable request.

Received: 17 August 2023; Accepted: 20 February 2024

References
	 1.	 Intergovernmental Panel on Climate Change. Climate Change 2022—Impacts, Adaptation and Vulnerability: Working Group II 

Contribution to the Sixth Assessment Report of the Intergovernmental Panel on Climate Change (Cambridge University Press, 2023).



10

Vol:.(1234567890)

Scientific Reports |         (2024) 14:5319  | https://doi.org/10.1038/s41598-024-55101-w

www.nature.com/scientificreports/

	 2.	 Peters, G. P. et al. Rapid growth in CO2 emissions after the 2008–2009 global financial crisis. Nat. Clim. Change 2, 2–4. https://​doi.​
org/​10.​1038/​nclim​ate13​32 (2012).

	 3.	 Funk, J. L. IT and sustainability: New strategies for reducing carbon emissions and resource usage in transportation. Telecommun. 
Policy 39, 861–874. https://​doi.​org/​10.​1016/j.​telpol.​2015.​07.​007 (2015).

	 4.	 Selmi, T., Khadhraoui, A. & Cherif, A. Fuel cell-based electric vehicles technologies and challenges. Environ. Sci. Pollut. Res. 29, 
78121–78131. https://​doi.​org/​10.​1007/​s11356-​022-​23171-w (2022).

	 5.	 Gajanayake, S., Thilakshan, T., Sugathapala, T. & Bandara, S. 2020 Moratuwa Engineering Research Conference (MERCon) 494–498.
	 6.	 Alvarez-Meaza, I., Zarrabeitia-Bilbao, E., Rio-Belver, R. M. & Garechana-Anacabe, G. Fuel-cell electric vehicles: Plotting a scientific 

and technological knowledge map. Sustainability 12, 2334 (2020).
	 7.	 Osman, A. I. et al. Hydrogen production, storage, utilisation and environmental impacts: A review. Environ. Chem. Lett. 20, 

153–188. https://​doi.​org/​10.​1007/​s10311-​021-​01322-8 (2022).
	 8.	 Balasooriya, W., Clute, C., Schrittesser, B. & Pinter, G. A review on applicability, limitations, and improvements of polymeric 

materials in high-pressure hydrogen gas atmospheres. Polym. Rev. 62, 175–209. https://​doi.​org/​10.​1080/​15583​724.​2021.​18979​97 
(2022).

	 9.	 Zheng, Y. R. et al. A review on effect of hydrogen on rubber seals used in the high-pressure hydrogen infrastructure. Int. J. Hydrog. 
Energy 45, 23721–23738. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2020.​06.​069 (2020).

	10.	 Briscoe, B. J., Savvas, T. & Kelly, C. T. “Explosive decompression failure” of rubbers: A review of the origins of pneumatic stress 
induced rupture in elastomers. Rubber Chem. Technol. 67, 384–416. https://​doi.​org/​10.​5254/1.​35386​83 (1994).

	11.	 Ono, H., Nait-Ali, A., Diallo, O. K., Benoit, G. & Castagnet, S. Influence of pressure cycling on damage evolution in an unfilled 
EPDM exposed to high-pressure hydrogen. Int. J. Fracture 210, 137–152. https://​doi.​org/​10.​1007/​s10704-​018-​0266-y (2018).

	12.	 Castagnet, S., Mellier, D., Nait-Ali, A. & Benoit, G. In-situ X-ray computed tomography of decompression failure in a rubber 
exposed to high-pressure gas. Polym. Test. 70, 255–262. https://​doi.​org/​10.​1016/j.​polym​ertes​ting.​2018.​07.​017 (2018).

	13.	 Yamabe, J., Koga, A. & Nishimura, S. Failure behavior of rubber O-ring under cyclic exposure to high-pressure hydrogen gas. Eng. 
Fail. Anal. 35, 193–205. https://​doi.​org/​10.​1016/j.​engfa​ilanal.​2013.​01.​034 (2013).

	14.	 Zhou, C. L., Chen, G. H., Xiao, S., Hua, Z. L. & Gu, C. H. Study on fretting behavior of rubber O-ring seal in high-pressure gaseous 
hydrogen. Int. J. Hydrog. Energy 44, 22569–22575. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2019.​02.​224 (2019).

	15.	 Koga, A. et al. In International Hydrogen Conference (IHC 2012): Hydrogen-Materials Interactions (eds Somerday, B. P. & Sofronis, 
P.) (ASME Press, 2014).

	16.	 Kulkarni, S. S. et al. Damage evolution in polymer due to exposure to high-pressure hydrogen gas. Int. J. Hydrog. Energy 46, 
19001–19022. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2021.​03.​035 (2021).

	17.	 Ono, H., Fujiwara, H., Onoue, K. & Nishimura, S. Influence of repetitions of the high-pressure hydrogen gas exposure on the 
internal damage quantity of high-density polyethylene evaluated by transmitted light digital image. Int. J. Hydrog. Energy 44, 
23303–23319. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2019.​07.​035 (2019).

	18.	 Morelle, X. P., Sanoja, G. E., Castagnet, S. & Creton, C. 3D fluorescent mapping of invisible molecular damage after cavitation in 
hydrogen exposed elastomers. Soft Matter 17, 4266–4274. https://​doi.​org/​10.​1039/​D1SM0​0325A (2021).

	19.	 Kim, M. & Lee, C. H. Hydrogenation of high-density polyethylene during decompression of pressurized hydrogen at 90 MPa: A 
molecular perspective. Polymers-Basel 15, 2880 (2023).

	20.	 Yamabe, J. & Nishimura, S. Influence of fillers on hydrogen penetration properties and blister fracture of rubber composites for 
O-ring exposed to high-pressure hydrogen gas. Int. J. Hydrog. Energy 34, 1977–1989. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2008.​11.​
105 (2009).

	21.	 Fujiwara, H., Yamabe, J. & Nishimura, S. Evaluation, of the change in chemical structure of acrylonitrile butadiene rubber after 
high-pressure hydrogen exposure. Int. J. Hydrog. Energy 37, 8729–8733. https://​doi.​org/​10.​1016/j.​ijhyd​ene.​2012.​02.​084 (2012).

	22.	 Shen, M. X., Peng, X. D., Meng, X. K., Zheng, J. P. & Zhu, M. H. Fretting wear behavior of acrylonitrile-butadiene rubber (NBR) 
for mechanical seal applications. Tribol. Int. 93, 419–428. https://​doi.​org/​10.​1016/j.​tribo​int.​2015.​09.​029 (2016).

	23.	 Ono, H., Fujiwara, H. & Nishimura, S. Penetrated hydrogen content and volume inflation in unfilled NBR exposed to high-pressure 
hydrogen—What are the characteristics of unfilled-NBR dominating them?. Int. J. Hydrog. Energy 43, 18392–18402. https://​doi.​
org/​10.​1016/j.​ijhyd​ene.​2018.​08.​031 (2018).

	24.	 Jung, J. K. et al. H-2 uptake and diffusion characteristics in sulfur-crosslinked ethylene propylene diene monomer polymer com-
posites with carbon black and silica fillers after high-pressure hydrogen exposure reaching 90 MPa. Polymers-Basel 15, 162. https://​
doi.​org/​10.​3390/​polym​15010​162 (2023).

	25.	 Jung, J. K. et al. Correlations between H-2 permeation and physical/mechanical properties in ethylene propylene diene monomer 
polymers blended with carbon black and silica fillers. Int. J. Mol. Sci. 24, 2865. https://​doi.​org/​10.​3390/​ijms2​40328​65 (2023).

	26.	 Yamabe, J., Fujiwara, H. & Nishimura, S. Fracture analysis of rubber sealing material for high pressure hydrogen vessel. J. Environ. 
Eng. 6, 53–68. https://​doi.​org/​10.​1299/​jee.6.​53 (2011).

	27.	 Lee, S.-M., Lee, S.-H. & Roh, J.-S. Analysis of activation process of carbon black based on structural parameters obtained by XRD 
analysis. Crystals 11, 153 (2021).

	28.	 Rao Penki, T., Kishore, N., Munichandraiah, B. & Shanmughasundaram, D. High rate capability of coconut kernel derived carbon 
as an anode material for lithium-ion batteries. Adv. Mater. Lett. 5, 184–190. https://​doi.​org/​10.​5185/​amlett.​2013.​8530 (2014).

	29.	 Darmstadt, H. et al. Solid state 13C-NMR spectroscopy and XRD studies of commercial and pyrolytic carbon blacks. Carbon 38, 
1279–1287. https://​doi.​org/​10.​1016/​S0008-​6223(99)​00259-6 (2000).

	30.	 Ebert, L. B., Scanlon, J. C. & Mills, D. R. X-ray diffraction of n-paraffins and stacked aromatic molecules: Insights into the structure 
of petroleum asphaltenes. Liq. Fuels Technol. 2, 257–286. https://​doi.​org/​10.​1080/​07377​26840​89153​53 (1984).

	31.	 Lee, C. H., Jung, J. K., Jeon, S. K., Ryu, K. S. & Baek, U. B. Nuclear magnetic resonance study of o-ring polymer exposed to high-
pressure hydrogen. J. Magn. 22, 478–482. https://​doi.​org/​10.​4283/​Jmag.​2017.​22.3.​478 (2017).

	32.	 Ma, X. et al. The influence of calcium hydroxide crystal morphology on the desulfurization of cement kiln flue gas. J. Mater. Sci. 
57, 18287–18297. https://​doi.​org/​10.​1007/​s10853-​022-​07801-9 (2022).

	33.	 Zhang, H., Wang, W. B., Li, L. & Liu, J. P. Starch-assisted synthesis and characterization of layered calcium hydroxide particles. J. 
Inorg. Organomet. Polym. Mater. 28, 2399–2406. https://​doi.​org/​10.​1007/​s10904-​018-​0895-7 (2018).

	34.	 Sadeghtabaghi, Z., Rabbani, A. R. & Hemmati-Sarapardeh, A. A review on asphaltenes characterization by X-ray diffraction: 
Fundamentals, challenges, and tips. J. Mol. Struct. 1238, 130425. https://​doi.​org/​10.​1016/j.​molst​ruc.​2021.​130425 (2021).

	35.	 Takenaka, M. Analysis of structures of rubber-filler systems with combined scattering methods. Polym. J. 45, 10–19. https://​doi.​
org/​10.​1038/​pj.​2012.​187 (2013).

	36.	 Mondal, T., Bhowmick, A. K., Ghosal, R. & Mukhopadhyay, R. Expanded graphite as an agent towards controlling the disper-
sion of carbon black in poly (styrene -co-butadiene) matrix: An effective strategy towards the development of high performance 
multifunctional composite. Polymer 146, 31–41. https://​doi.​org/​10.​1016/j.​polym​er.​2018.​05.​031 (2018).

	37.	 Manoharan, P. & Naskar, K. Biologically sustainable rubber resin and rubber-filler promoter: A precursor study. Polym. Adv. 
Technol. 28, 1642–1653. https://​doi.​org/​10.​1002/​pat.​4034 (2017).

	38.	 Gundlach, N. & Hentschke, R. Modelling filler dispersion in elastomers: Relating filler morphology to interface free energies via 
SAXS and TEM simulation studies. Polymers-Basel 10, 446. https://​doi.​org/​10.​3390/​polym​10040​446 (2018).

	39.	 Genix, A. C., Baeza, G. P. & Oberdisse, J. Recent advances in structural and dynamical properties of simplified industrial nano-
composites. Eur. Polym. J. 85, 605–619. https://​doi.​org/​10.​1016/j.​eurpo​lymj.​2016.​08.​028 (2016).

https://doi.org/10.1038/nclimate1332
https://doi.org/10.1038/nclimate1332
https://doi.org/10.1016/j.telpol.2015.07.007
https://doi.org/10.1007/s11356-022-23171-w
https://doi.org/10.1007/s10311-021-01322-8
https://doi.org/10.1080/15583724.2021.1897997
https://doi.org/10.1016/j.ijhydene.2020.06.069
https://doi.org/10.5254/1.3538683
https://doi.org/10.1007/s10704-018-0266-y
https://doi.org/10.1016/j.polymertesting.2018.07.017
https://doi.org/10.1016/j.engfailanal.2013.01.034
https://doi.org/10.1016/j.ijhydene.2019.02.224
https://doi.org/10.1016/j.ijhydene.2021.03.035
https://doi.org/10.1016/j.ijhydene.2019.07.035
https://doi.org/10.1039/D1SM00325A
https://doi.org/10.1016/j.ijhydene.2008.11.105
https://doi.org/10.1016/j.ijhydene.2008.11.105
https://doi.org/10.1016/j.ijhydene.2012.02.084
https://doi.org/10.1016/j.triboint.2015.09.029
https://doi.org/10.1016/j.ijhydene.2018.08.031
https://doi.org/10.1016/j.ijhydene.2018.08.031
https://doi.org/10.3390/polym15010162
https://doi.org/10.3390/polym15010162
https://doi.org/10.3390/ijms24032865
https://doi.org/10.1299/jee.6.53
https://doi.org/10.5185/amlett.2013.8530
https://doi.org/10.1016/S0008-6223(99)00259-6
https://doi.org/10.1080/07377268408915353
https://doi.org/10.4283/Jmag.2017.22.3.478
https://doi.org/10.1007/s10853-022-07801-9
https://doi.org/10.1007/s10904-018-0895-7
https://doi.org/10.1016/j.molstruc.2021.130425
https://doi.org/10.1038/pj.2012.187
https://doi.org/10.1038/pj.2012.187
https://doi.org/10.1016/j.polymer.2018.05.031
https://doi.org/10.1002/pat.4034
https://doi.org/10.3390/polym10040446
https://doi.org/10.1016/j.eurpolymj.2016.08.028


11

Vol.:(0123456789)

Scientific Reports |         (2024) 14:5319  | https://doi.org/10.1038/s41598-024-55101-w

www.nature.com/scientificreports/

	40.	 Liu, Y., Li, J. F., Sun, S. Y. & Yu, B. Advances in Gaussian random field generation: A review. Comput. Geosci. 23, 1011–1047. https://​
doi.​org/​10.​1007/​s10596-​019-​09867-y (2019).

	41.	 Carbonell, F. & Worsley, K. J. On the geometry of a generalized cross-correlation random field. Stat. Probab. Lett. 78, 3129–3134. 
https://​doi.​org/​10.​1016/j.​spl.​2008.​05.​033 (2008).

	42.	 Menon, N. C. et al. in Proceedings of the ASME Pressure Vessels and Piping Conference Vol. 6b (2016).

Acknowledgements
We extend our gratitude to Dr. Min Hwan Jung for his invaluable assistance in facilitating the data collection 
process at the 4C SAXS II beamline of the Pohang Light Source II (PLS II). His expertise and support have been 
instrumental in our research endeavours, and we sincerely appreciate his contributions. This research was sup-
ported by Development of Reliability Measurement Technology for Hydrogen Refueling Station funded by Korea 
Research Institute of Standards and Science (KRISS-2024-GP2024-0010).

Author contributions
C.H.L. conducted XRD and SEM experiments, completed the draft of this paper, and engaged in discussions after 
consultation with Dr. J.K.J. and Dr. K.S.K. Dr. K.S.K. led the AFM measurements and initiated initial discussions 
of the data. Dr. J.K.J. commissioned this experiment, provided the necessary samples, supplied the results of the 
SAXS experiments, and offered the funds required for the experimentation. C.J.K. conducted and analyzed the 
SAXS experiment, and authored the corresponding sections of the manuscript.

Competing interests 
The authors declare no competing interests.

Additional information
Correspondence and requests for materials should be addressed to J.K.J.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note  Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access   This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http://​creat​iveco​mmons.​org/​licen​ses/​by/4.​0/.

© The Author(s) 2024

https://doi.org/10.1007/s10596-019-09867-y
https://doi.org/10.1007/s10596-019-09867-y
https://doi.org/10.1016/j.spl.2008.05.033
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Hierarchical channel morphology in O-rings after two cycling exposures to 70 MPa hydrogen gas: a case study of sealing failure
	Results and discussion
	Methods
	O-ring specimen
	Powder X-ray diffraction (PXRD)
	Small-angle X-ray scattering (SAXS)
	Field emission-scanning electron microscopy (FE-SEM)
	Atomic force microscopy (AFM)

	References
	Acknowledgements


