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Abstract: In this work, a new design of transparent conductive electrode based on a graphene
monolayer is evaluated. This hybrid electrode is incorporated into non-standard, high-efficiency
crystalline silicon solar cells, where the conventional emitter is replaced by a MoOx selective contact.
The device characterization reveals a clear electrical improvement when the graphene monolayer
is placed as part of the electrode. The current–voltage characteristic of the solar cell with graphene
shows an improved FF and Voc provided by the front electrode modification. Improved conductance
values up to 5.5 mS are achieved for the graphene-based electrode, in comparison with 3 mS for
bare ITO. In addition, the device efficiency improves by around 1.6% when graphene is incorporated
on top. These results so far open the possibility of noticeably improving the contact technology of
non-conventional photovoltaic technologies and further enhancing their performance.

Keywords: graphene; hole-transport-layer; transition metal oxides; non-conventional silicon
heterojunction solar cells

1. Introduction

Graphene is an attractive candidate for a new generation of transparent conductive
electrodes (TCEs) with huge impact in different research field domains, such as displays,
touch screens, or solar cells, and it is recently setting foot in the commercial market [1–4].
Graphene, defined as a single layer (monolayer) of carbon atoms, shows unique charac-
teristics that make it a very versatile material. Among them, its mechanical, electrical,
and optical properties are considered very attractive for energy-generating devices, which
makes graphene a very promising material for near-future energy technology [5,6]. Since
its discovery in 2004 by André Geim and Kostya Novoselov at the University of Manch-
ester, several fabrication techniques have been developed and well-established: mechanical
exfoliation of highly organized graphite sheets [7], supersonic spray preparation [8], laser-
assisted processes [9], or chemical vapor deposition (CVD) [10]. The main limitations
and obstacles to integrating graphene in device technologies remain the following (i) the
achievement of cost-effective high-quality crystalline graphene; (ii) compatibility of the
parameters used during graphene transference; and (iii) scale-up to mass production for
covering large areas. These challenges remain open even at laboratory scale [11–13]. In this
sense, CVD is considered one of the most promising approaches that allows the synthesis
of high-quality graphene material in a controllable and reproducible way [14]. Due to the
potential benefit of incorporating graphene into devices for various applications, there have
been significant efforts focused on developing efficient and reliable transfer methods. This
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activity has already enabled the successful incorporation of graphene playing in diverse
roles as a transparent electrode [15,16], interfacial layer, or an electron acceptor [17,18] in
different photovoltaic technologies (i.e., organic, dye-sensitized, and even silicon). How-
ever, research on technologies containing graphene in the structure is still at a laboratory
scale, and more efforts are needed to implement it into the chain production.

Nowadays, the PV market continues to be dominated by crystalline-silicon tech-
nology, which requires new non-conventional solutions to reduce costs. In this sense,
silicon-heterojunction (SHJ) technology is considered a reliable low-temperature and high-
efficiency solution. In this scenario, materials used in other emerging technologies (i.e.,
transition- metal-oxides (TMOs), or alkaline salts) are being intensively studied as alter-
native charge-carrier collectors to traditional doped amorphous silicon layers. The main
advantages of using these materials include the following: (i) simple deposition tech-
niques at low-temperature; (ii) no hazardous gas precursors are employed; and (iii) less
parasitic absorption compared with traditional heterojunctions. In this respect, successful
high-efficiency solar cells implementing such materials have already been reported [19–21].

Regarding the use of graphene in SHJ technology, hybrid concepts have already been
studied, demonstrating the possibility to enhance the photovoltaic performance [22,23]. Partic-
ularly, graphene layers have been introduced onto conventional transparent-conductive-oxide
(TCO) electrodes such as indium-tin-oxide (ITO). This combined structure provides a signifi-
cant reduction in the device series resistance, which results in a higher fill factor. Furthermore,
the TCO continues to play its role as an antireflection coating due to the very high optical
transmittance of the graphene layer [24]. If technical issues can be addressed, this solution can
definitely improve SHJ solar cells.

In this work, a graphene monolayer is incorporated on the front electrode of a non-
conventional crystalline silicon solar cell. Specifically, a 50 nm-thick molybdenum oxide
(MoOx) hole-selective layer replaced the p-doped amorphous silicon layer of conventional
heterojunction solar cells. The graphene monolayers form part of the transparent electrode
and are transferred at the end of the fabrication route, just before the last metalization step
(Figure 1). The compatibility of the conditions used for graphene transference with the
integrity of the solar cell is treated as a key issue. Finally, mechanisms that could explain
the improvement in device performance due to graphene incorporation are presented
and discussed.
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Figure 1. Schematic representation of the fabricated silicon heterojunction solar cell using molyb-
denum oxide as the hole-selective contact and implementing a graphene monolayer on the front
transparent electrode.
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2. Materials and Methods

The graphene monolayers were obtained by chemical-vapor-deposition (CVD) by
the Spanish company Graphenea S.L. [25]. The CVD fabrication technique was preferred
because it can potentially be scaled up maintaining high-purity and relatively good quality
material. The fabrication was carried out on copper foil, using CH4 as a precursor, then
prepared for transfer with a polymethyl methacrylate (PMMA) coating, and finally trans-
ferred to the desired substrate. In the transfer process, environments such as O2 plasma,
UV-O3 activation, and high-temperature annealing processes were avoided. The main
reason is that they can negatively affect the device, as non-conventional heterostructures
are often less stable [26]. Hence, the temperature used in the transfer process did not exceed
120 ◦C [27]. Raman spectra were obtained using a Jobin-Yvon LabRam HR 800 system with
an Ar excitation laser source emitting at 514 nm. The Raman spectra were used to confirm
that graphene monolayers were positively transferred and to validate their quality.

The solar cells were fabricated on n-type (2 Ω·cm) 280 µm-thick flat c-Si wafers with a
(100) orientation. The wafers were first dipped in diluted HF (1%) to etch the native silicon
oxide. Then, intrinsic and n-doped amorphous silicon layers (i/n stack) were deposited
on the rear side by plasma-enhanced CVD to obtain a good reference electron-selective
contact [28]. Following, a 50 nm-thick hole-selective MoOx layer was thermally evaporated
on the front side. The MoOx film was coated by an ITO transparent electrode that was
much thinner than normal (<20 nm). This stack still worked pretty well as an anti-reflection
coating, since the refractive index of MoOx is similar to that of ITO at the wavelength of
interest [29]. The ITO coating protects the MoOx layer and also serves as a transparent
electrode. Interestingly, it can be kept much thinner because the final sheet resistance of the
device will be further reduced by the use of graphene. Consequently, much less indium
is needed in this structure compared with standard front transparent electrodes [30]. The
rear side was finished by evaporating a 1 µm-thick aluminium contact that was protected
by a photoresist before continuing the fabrication route. Furthermore, the next step was
already the transference of a graphene monolayer on the front side following a procedure
developed in a previous work [27]. Next, solar cells of 1 cm2 and 4 cm2 were defined by
photolithography. Finally, the devices were completed by evaporating a 2 µm-thick Ag
grid contacting 4.5% of the device area. A set of solar cells was fabricated, skipping the
graphene transfer step to serve as a reference.

The current density vs. voltage (J–V) electrical characteristics of complete devices were
measured in a four-probe configuration using a 2601B Source Meter (Keithley Instruments,
Solon, OH, USA). The J-V curves under standard test conditions (100 mW/cm2, AM1.5 g
solar spectrum, 25 ◦C) were measured using an ORIEL 94021A (Newport Corporation,
Irvine, CA, USA) solar simulator. The external-quantum efficiency curves (EQE) of the solar
cells were measured using a commercial instrument, QEX10 (PV Measurements, Boulder,
CO, USA). Quasi-steady-state open-circuit (QSSVoc) measurements were acquired with a
system made in-house [31]. This technique provides pseudo-J-V curves, eliminating the
effect of parasitic series resistance. This information will be valuable to assess any effect
after graphene transference other than reducing the sheet resistance. Additionally, the
conductance of the transparent electrodes was evaluated directly using a contactless, non-
destructive Onyx system from the das-Nano Company [32]. This patented measurement is
based on reflection-mode terahertz time-domain spectroscopy (THz-TDS) in a frequency
range from 0.1 THz to 5 THz [33]. This system provides a full-area map with information
about the electrical properties, the homogeneity, and the quality of the 2D materials and
thin films [34].

3. Results and Discussion

After graphene was transferred onto the front electrode, Raman spectroscopy was
used as a reliable method to ensure both the presence and quality of the film (Figure 2).
The Raman spectrum shows the characteristic peaks expected from high-quality graphene
monolayers [35], mainly the G, G * and G’ (also named 2D) bands appearing at ~1590 cm−1,
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~2450 cm−1 and ~2690 cm−1. Small signals in the D and D’ bands imply the existence of
sp3-C defects. Nevertheless, the contribution of both peaks is very small, and defects are
possibly localized or due to boundary effects. Furthermore, the presence of sp3 hybridized
carbon could also be explained by later adsorption due to air exposure or consequence of
the wet transfer process.

Materials 2023, 16, x FOR PEER REVIEW 4 of 10 
 

 

3. Results and Discussion 

After graphene was transferred onto the front electrode, Raman spectroscopy was 

used as a reliable method to ensure both the presence and quality of the film (Figure 2). 

The Raman spectrum shows the characteristic peaks expected from high-quality graphene 

monolayers [35], mainly the G, G * and G’ (also named 2D) bands appearing at ~1590 cm−1, 

~2450 cm−1 and ~2690 cm−1. Small signals in the D and D’ bands imply the existence of sp3-

C defects. Nevertheless, the contribution of both peaks is very small, and defects are pos-

sibly localized or due to boundary effects. Furthermore, the presence of sp3 hybridized 

carbon could also be explained by later adsorption due to air exposure or consequence of 

the wet transfer process.  

 

Figure 2. Raman full spectra from 150 cm−1 to 3000 cm−1 and an inset corresponding to the area of 

interest with respect to graphene. 

Figure 3 shows conductance maps measured by terahertz reflection spectroscopy for 

a reference solar cell (a) compared with the same device coated with a graphene mono-

layer (b). The Onyx system from das-Nano is able to resolve the busbar and fingers of the 

front metallic grid in the refence device [32]. A background sheet conductance of 3 mS is 

measured on the ITO region, which increases up to 4.50 mS on the busbar (Figure 3a). 

Adding a graphene monolayer clouded the contrast over the device area, making it harder 

to distinguish the fingers from the ITO layer underneath (Figure 3b). The sheet conduct-

ance of the background is in this case 4.5 mS, which increases to 6.5 mS in the busbar 

region. The results from this experiment are summarized in Table 1, where normalized 

values of the series resistance are also shown. Summarizing, the graphene layer positively 

contributes to reducing the series resistance of the front electrode. The effect is similar to 

that observed in conventional silicon heterojunction solar cells, where the device perfor-

mance improved by adding a graphene monolayers [23]. 

Figure 2. Raman full spectra from 150 cm−1 to 3000 cm−1 and an inset corresponding to the area of
interest with respect to graphene.

Figure 3 shows conductance maps measured by terahertz reflection spectroscopy
for a reference solar cell (a) compared with the same device coated with a graphene
monolayer (b). The Onyx system from das-Nano is able to resolve the busbar and fingers of
the front metallic grid in the refence device [32]. A background sheet conductance of 3 mS
is measured on the ITO region, which increases up to 4.50 mS on the busbar (Figure 3a).
Adding a graphene monolayer clouded the contrast over the device area, making it harder
to distinguish the fingers from the ITO layer underneath (Figure 3b). The sheet conductance
of the background is in this case 4.5 mS, which increases to 6.5 mS in the busbar region. The
results from this experiment are summarized in Table 1, where normalized values of the
series resistance are also shown. Summarizing, the graphene layer positively contributes to
reducing the series resistance of the front electrode. The effect is similar to that observed in
conventional silicon heterojunction solar cells, where the device performance improved by
adding a graphene monolayers [23].

Further information can be extracted from the current-voltage characteristics (Figure 4)
and the External Quantum Efficiency (EQE) curves of the solar cells (Figure 5). Table 2
compares the main photovoltaic parameters of the reference and graphene-coated solar
cells, evidencing that this modification clearly improved the final performance. However,
there is also a slight reduction in the short-circuit current density (Jsc) of the graphene-
coated cell (31 mA/cm2) compared with the reference device (32 mA/cm2). This difference
could a priori be related to optical absorbance by the graphene layer. However, EQE
measurements indicate that the main difference in photocurrent collection is observed at
wavelengths between 800 nm and 1100 nm. The behavior in this near-infrared region of the
EQE curve is generally associated with rear surface recombination and the quality of the
back reflector. A possible explanation is that the rear contact suffered some degradation
during the wet transfer of the graphene sheet. The rear side was protected by a thick
photoresist to avoid any damage from the reactive material used in this process. Thus,
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degradation could be related to the thermal step (150 ◦C) that is also involved in the
graphene transference. In order to confirm this, we submitted reference devices to a similar
thermal step, and we observed a quite similar degradation (Supplementary Figure S4).
This could be understood both as some degradation of the rear surface passivation as well
as a decrease in back reflectance. In future work, this degradation can be minimized by
intercalating a transparent-conductive-oxide layer between the thin amorphous silicon
films on the rear side and the metallic contact.

Materials 2023, 16, x FOR PEER REVIEW 5 of 10 
 

 

 
(a) (b) 

Figure 3. Maps of sheet conductance measured by terahertz reflection spectroscopy for (a) reference 

device (a) and with the incorporation of a graphene monolayer (b). 

Table 1. Summary of the sheet conductance measurements by terahertz reflection spectroscopy. 

Sample Name 
Sheet Conductance 

(mS) 

Sheet Resistance 

(kΩ) 

Series Resistance 

(Ω·cm2)  

reference 3.0–3.5 0.3–0.35 3.35 

graphene-coated 4.5–5.5 0.2–0.22 2.95 

Further information can be extracted from the current-voltage characteristics (Figure 

4) and the External Quantum Efficiency (EQE) curves of the solar cells (Figure 5). Table 2 

compares the main photovoltaic parameters of the reference and graphene-coated solar 

cells, evidencing that this modification clearly improved the final performance. However, 

there is also a slight reduction in the short-circuit current density (Jsc) of the graphene-

coated cell (31 mA/cm2) compared with the reference device (32 mA/cm2). This difference 

could a priori be related to optical absorbance by the graphene layer. However, EQE meas-

urements indicate that the main difference in photocurrent collection is observed at wave-

lengths between 800 nm and 1100 nm. The behavior in this near-infrared region of the 

EQE curve is generally associated with rear surface recombination and the quality of the 

back reflector. A possible explanation is that the rear contact suffered some degradation 

during the wet transfer of the graphene sheet. The rear side was protected by a thick pho-

toresist to avoid any damage from the reactive material used in this process. Thus, degra-

dation could be related to the thermal step (150 °C) that is also involved in the graphene 

transference. In order to confirm this, we submitted reference devices to a similar thermal 

step, and we observed a quite similar degradation (Supplementary Figure S4). This could 

be understood both as some degradation of the rear surface passivation as well as a de-

crease in back reflectance. In future work, this degradation can be minimized by interca-

lating a transparent-conductive-oxide layer between the thin amorphous silicon films on 

the rear side and the metallic contact. 

Figure 3. Maps of sheet conductance measured by terahertz reflection spectroscopy for (a) reference
device (a) and with the incorporation of a graphene monolayer (b).

Table 1. Summary of the sheet conductance measurements by terahertz reflection spectroscopy.

Sample Name Sheet Conductance
(mS)

Sheet Resistance
(kΩ)

Series Resistance
(Ω·cm2)

reference 3.0–3.5 0.3–0.35 3.35
graphene-coated 4.5–5.5 0.2–0.22 2.95
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Table 2. Main photovoltaic parameters of the reference and graphene-coated solar cells. An absolute
1.6% increase in efficiency was achieved by this modification of the front electrode.

Device Voc (mV) Jsc (mA/cm2) FF (%) PCE (%)

reference 498 32 65.7 10.4
graphene-coated 580 31 67.2 12

The slope of the JV curve around short-circuit is also a bit higher for the graphene-
coated solar cell, which points to a lower shunt resistance. This effect could be explained
by some additional current leakage between the photoactive area of the device and the sub-
strate. Some residues between the devices remained on the graphene-coated substrate after
the photolithographic and etching steps were completed to isolate the devices. These can
be observed by comparing the device pictures shown in Figures S1 and S2 (Supplementary
Information). However, this seems not to be the cause of the lower shunt resistance because
current leakage did not reduce after scribing the devices. Some pinholes may be seen on the
front electrode of the graphene-coated solar cell (inset of Figure S1). This indicates that we
actually have internal connection paths within the active area of the device. Then, this step
of the fabrication route would still need some further optimization to minimize this prob-
lem. The lower shunt resistance can be limiting the fill factor (FF) of the graphene-coated
device, which would partially hide the effect of the reduced front contact resistance. To
analyze this further, QSSVoc (Suns-Voc) measurements were completed to obtain pseudo-JV
curves of the reference and graphene-coated solar cells (Supplementary Figure S3). The
pseudo fill factor (pFF) of the reference solar cell reached a rather good value of 84%, while
the pFF of the graphene device only reached 80%. These values of the pseudo fill factor
confirm that the reference solar cell was indeed better isolated. Nevertheless, the real FF
finally measured in the solar cells was better for the graphene-coated device (Table 2).
Definitely, this can be attributed to a reduction in the resistance of the front contact due to
the effect of the graphene layer. The total series resistance of the device can be calculated
using this equation [36]:

Rs =
Voc

Jsc
·
(

1 − FF
pFF

)
(1)

According to this, the Rs value of the reference solar cell is 3.35 Ω·cm2 and it decreases
to 2.99 Ω·cm2 for the device incorporating graphene. These values, calculated from direct
electrical characterization (comparing JV and QSSVoc measurements), are the total series
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resistance of each device. It is observed a very good coincidence with the values deduced
from terahertz measurements, which are 3.35 Ω·cm2 for the reference and 2.95 Ω·cm2 for
the graphene-coated front contact (Table 1). The contactless terahertz reflection spectroscopy
only senses the contribution of the front electrode to the series resistance. Then, this result
clearly indicates that the rear electrode is contributing much less to the measured series
resistance. In the reference device, within experimental accuracy, the series resistance is
determined by the front contact. Interestingly, the contribution of the rear contact could be
estimated at around 40 mΩ·cm2 for the sample with graphene. It could be argued that the
rear contact resistance increased during the wet-process used for graphene transfer. This
effect could also be related to the EQE degradation detected in the near-infrared region of
the spectrum.

Finally, the open-circuit voltage (Voc) of the graphene-coated solar cell is significantly
higher compared with the reference device. This might not be expected, as the series
resistance should have no direct influence on the measured open-circuit voltage. There is
no current flowing through the solar cell in open-circuit conditions. On the other hand, the
Voc value may indeed be related to the quality of the selective contact. Generally, thicker
ITO electrodes coat the MoOx layer to provide high lateral conductance and good contact
with the metallic grid. However, in this work, the ITO thickness was reduced below 20 nm
to investigate graphene as an alternative indium-free transparent electrode. In silicon
heterojunction technology, it is known that the electrode work function can significantly
impact the band alignment at the corresponding contact [37–39]. Something similar may be
expected for the non-conventional solar cells studied here. Namely, band alignment at the
MoOx/silicon interface could be modified by the addition of a graphene layer, given that the
ITO electrode is very thin. Actually, it has been reported that graphene improved the quality
of MoOx hole-selective contacts for perovskite solar cells [40]. Nevertheless, there is another
effect that could also explain the increase in Voc of the graphene-coated solar cell. Excitation
of surface-plasmon-polaritons (SPP) on graphene monolayers has been demonstrated [41],
and various applications in optoelectronic devices have been reported [42]. Particularly,
graphene surface plasmons can significantly increase absorption in the substrate solar
cells [43,44]. This plasmonic effect would contribute to the higher open-circuit voltage
and could also assist charge-carrier extraction via optical excitation [45]. This seems to be
the case here, with graphene positively increasing the Voc by 80 mV compared with the
reference solar cell. This, together with the higher FF value, translates into an overall 1.6%
increase in the power conversion efficiency (PCE) due to the graphene incorporation.

4. Conclusions

The goal of this research was to evaluate the effect of incorporating a graphene layer
on the front transparent electrode of n-type silicon solar cells with non-conventional MoOx
hole-selective contact. For that purpose, graphene monolayers fabricated by CVD were
transferred under conditions compatible with the integrity of these devices. The Raman
characterization showed a high quality for the transferred graphene monolayers. A novel
contactless electrical characterization by terahertz reflection spectroscopy evidenced a
50% increase in sheet conductance (from 3.0–3.5 mS to 4.5–5.5 mS) by the incorporation
of graphene. Consequently, the JV curve of the graphene-coated solar cell shows better
Voc and FF values for a very remarkable absolute increase in PCE of 1.6%. Hence, this
investigation has identified possible applications of graphene-based electrodes in non-
conventional solar cells. Furthermore, this use could also be interesting for applications
demanding flexible or transparent electronics betting, on a reduced environmental impact.

Supplementary Materials: The following are available online at https://www.mdpi.com/article/
10.3390/ma16031223/s1, Figure S1: Photography of the graphene-based solar devices fabricated in
this work; Figure S2: Photography of the reference solar devices fabricated in this work; Figure S3:
Pseudo-JV curves calculated from QSSVoc characterization for the reference and graphene-coated
solar cells studied in this work; Figure S4: EQE curves of reference solar cells before and after
being submitted to a thermal step (150 ◦C) similar to the one involved in the process for graphene

https://www.mdpi.com/article/10.3390/ma16031223/s1
https://www.mdpi.com/article/10.3390/ma16031223/s1
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transference. There is a decrease in EQE the infrared region similar to the degradation observed in
the graphene-coated solar cell.

Author Contributions: Conceptualization, C.V., J.J.G. and S.F.; methodology, C.V., P.O. and E.R.;
validation, E.R.; formal analysis, E.R., P.O., C.V., I.A. and E.T.; investigation, C.V., J.J.G. and S.F.;
resources, E.R. and S.F.; data curation, E.R., I.A. and E.T.; writing—original draft preparation, E.R.
and S.F.; writing—review and editing, C.V., P.O., I.A. and J.J.G.; supervision, C.V. and J.J.G.; project
administration, C.V., J.J.G. and S.F.; funding acquisition, C.V., J.J.G. and S.F. All authors have read
and agreed to the published version of the manuscript.

Funding: This research was funded by MCIN/AEI/10.13039/501100011033, grant numbers PID2019-
109215RB-C41 and PID2019-109215RB-C42.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: The data presented in this study are available on request from the corre-
sponding authors. The data are not publicly available due to industrial participation in this research.

Conflicts of Interest: The authors declare no conflict of interest.

References
1. Kusmartsev, F.V.; Wu, W.M.; Pierpoint, M.P.; Yung, K.C. Application of Graphene Within Optoelectronic Devices and Transistors.

Appl. Spectrosc. Sci. Nanomater. 2015, 4, 191–221. [CrossRef]
2. Tkachev, S.; Monteiro, M.; Santos, J.; Placidi, E.; Hassine, M.B.; Marques, P.; Ferreira, P.; Alpuim, P.; Capasso, A. Environmentally

Friendly Graphene Inks for Touch Screen Sensors. Adv. Funct. Mater. 2021, 31, 2103287. [CrossRef]
3. Gaur, S.P.; Riyajuddin, S.; Kumar, S.; Ghosh, K. Large Area Graphene and Their Use as Flexible Touchscreens. In Carbon

Nanomaterial Electronics: Devices and Applications; Springer: Singapore, 2021; pp. 285–305. [CrossRef]
4. Gong, K.; Hu, J.; Cui, N.; Xue, Y.; Li, L.; Long, G.; Lin, S. The roles of graphene and its derivatives in perovskite solar cells: A

review. Mater. Des. 2021, 211, 110170. [CrossRef]
5. Xu, Z. Fundamental Properties of Graphene. Graphene Fabr. Charact. Prop. Appl. 2018, 5, 73–102. [CrossRef]
6. Papageorgiou, D.G.; Kinloch, I.A.; Young, R.J. Mechanical properties of graphene and graphene-based nanocomposites. Prog.

Mater. Sci. 2017, 90, 75–127. [CrossRef]
7. Chai, L.; Cui, X.J.; Qi, Y.Q.; Teng, N.; Hou, X.L.; Deng, T.S. A new strategy for the efficient exfoliation of graphite into graphene.

New Carbon Mater. 2021, 36, 1179–1186. [CrossRef]
8. Kim, D.Y.; Sinha-Ray, S.; Park, J.J.; Lee, J.G.; Cha, Y.H.; Bae, S.H.; Ahn, J.-H.; Jung, Y.C.; Kim, S.M.; Yarin, A.L.; et al. Self-Healing

Reduced Graphene Oxide Films by Supersonic Kinetic Spraying. Adv. Funct. Mater. 2014, 24, 4986–4995. [CrossRef]
9. Scardaci, V. Laser Synthesized Graphene and Its Applications. Appl. Sci. 2021, 11, 6304. [CrossRef]
10. Saeed, M.; Alshammari, Y.; Majeed, S.A.; Al-Nasrallah, E. Chemical Vapour Deposition of Graphene—Synthesis, Characterisation,

and Applications: A Review. Molecules 2020, 25, 3856. [CrossRef]
11. Zhu, Y.; Ji, H.; Cheng, H.M.; Ruoff, R.S. Mass production and industrial applications of graphene materials. Natl. Sci. Rev. 2018,

5, 90–101. [CrossRef]
12. Deng, B.; Liu, Z.; Peng, H. Toward Mass Production of CVD Graphene Films. Adv. Mater. 2019, 31, 1800996. [CrossRef] [PubMed]
13. Ikram, R.; Jan, B.M.; Ahmad, W. Advances in synthesis of graphene derivatives using industrial wastes precursors; prospects and

challenges. J. Mater. Res. Technol. 2020, 9, 15924–15951. [CrossRef]
14. Hofmann, S.; Braeuninger-Weimer, P.; Weatherup, R.S. CVD-enabled graphene manufacture and technology. J. Phys. Chem. Lett.

2015, 6, 2714–2721. [CrossRef]
15. Yu, L.; Shearer, C.; Shapter, J. Recent Development of Carbon Nanotube Transparent Conductive Films. Chem. Rev. 2016, 116,

13413–13453. [CrossRef] [PubMed]
16. Woo, Y.S. Transparent Conductive Electrodes Based on Graphene-Related Materials. Micromachines 2019, 10, 13. [CrossRef]

[PubMed]
17. Acik, M.; Darling, S.B. Graphene in perovskite solar cells: Device design, characterization and implementation. J. Mater. Chem. A

2016, 4, 6185–6235. [CrossRef]
18. Amollo, T.A.; Mola, G.T.; Nyamori, V.O. Organic solar cells: Materials and prospects of graphene for active and interfacial layers.

Crit. Rev. Solid State Mater. Sci. 2019, 45, 261–288. [CrossRef]
19. Gerling, L.G.; Mahato, S.; Morales-Vilches, A.; Masmitja, G.; Ortega, P.; Voz, C.; Alcubilla, R.; Puigdollers, J. Transition metal

oxides as hole-selective contacts in silicon heterojunctions solar cells. Sol. Energy Mater. Sol. Cells 2016, 145, 109–115. [CrossRef]
20. Masmitjà, G.; Ortega, P.; Puigdollers, J.; Gerling, L.G.; Martín, I.; Voz, C.; Alcubilla, R. Interdigitated back-contacted crystalline

silicon solar cells fully manufactured with atomic layer deposited selective contacts. Sol. Energy Mater. Sol. Cells 2022, 240, 111731.
[CrossRef]

http://doi.org/10.1007/978-981-287-242-5_9/COVER
http://doi.org/10.1002/adfm.202103287
http://doi.org/10.1007/978-981-16-1052-3_12
http://doi.org/10.1016/j.matdes.2021.110170
http://doi.org/10.1016/B978-0-12-812651-6.00004-5
http://doi.org/10.1016/j.pmatsci.2017.07.004
http://doi.org/10.1016/S1872-5805(21)60100-2
http://doi.org/10.1002/adfm.201400732
http://doi.org/10.3390/app11146304
http://doi.org/10.3390/molecules25173856
http://doi.org/10.1093/nsr/nwx055
http://doi.org/10.1002/adma.201800996
http://www.ncbi.nlm.nih.gov/pubmed/30277604
http://doi.org/10.1016/j.jmrt.2020.11.043
http://doi.org/10.1021/acs.jpclett.5b01052
http://doi.org/10.1021/acs.chemrev.6b00179
http://www.ncbi.nlm.nih.gov/pubmed/27704787
http://doi.org/10.3390/mi10010013
http://www.ncbi.nlm.nih.gov/pubmed/30587828
http://doi.org/10.1039/C5TA09911K
http://doi.org/10.1080/10408436.2019.1632791
http://doi.org/10.1016/j.solmat.2015.08.028
http://doi.org/10.1016/j.solmat.2022.111731


Materials 2023, 16, 1223 9 of 9

21. Michel, J.I.; Dréon, J.; Boccard, M.; Bullock, J.; Macco, B. Carrier-selective contacts using metal compounds for crystalline silicon
solar cells. Prog. Photovoltaics Res. Appl. 2022. [CrossRef]

22. Fernández, S.; Boscá, A.; Pedrós, J.; Inés, A.; Fernández, M.; Arnedo, I.; González, J.P.; de la Cruz, M.; Sanz, D.; Sanz, A.; et al.
Advanced Graphene-Based Transparent Conductive Electrodes for Photovoltaic Applications. Micromachines 2019, 10, 402.
[CrossRef] [PubMed]

23. Torres, I.; Fernández, S.; Fernández-Vallejo, M.; Arnedo, I.; Gandía, J.J. Graphene-Based Electrodes for Silicon Heterojunction
Solar Cell Technology. Materials 2021, 14, 4833. [CrossRef] [PubMed]

24. Bruna, M.; Borini, S. Optical constants of graphene layers in the visible range. Appl. Phys. Lett. 2009, 94, 03190. [CrossRef]
25. CVD Graphene—Creating Graphene Via Chemical Vapour Deposition—Graphenea. Available online: https://www.graphenea.

com/pages/cvd-graphene#.Y6l2ThXMKUk (accessed on 26 December 2022).
26. Geissbühler, J.; Werner, J.; Martin de Nicolas, S.; Barraud, L.; Hessler-Wyser, A.; Despeisse, M.; Nicolay, S.; Tomasi, A.; Niesen, B.;

De Wolf, S.; et al. 22.5% efficient silicon heterojunction solar cell with molybdenum oxide hole collector. Appl. Phys. Lett. 2015,
107, 081601. [CrossRef]

27. Fernández, S.; Molinero, A.; Sanz, D.; González, J.P.; Cruz, M.D.L.; Gandía, J.J.; Cárabe, J. Graphene-Based Contacts for
Optoelectronic Devices. Micromachines 2020, 11, 919. [CrossRef]

28. Tom, T.; Ros, E.; López-Pintó, N.; Miguel Asensi, J.; Andreu, J.; Bertomeu, J.; Puigdollers, J.; Voz, C. Influence of Co-Sputtered
Ag:Al Ultra-Thin Layers in Transparent V2O5/Ag:Al/AZO Hole-Selective Electrodes for Silicon Solar Cells. Materials 2020,
13, 4905. [CrossRef]

29. Macco, B.; Vos, M.F.J.; Thissen, N.F.W.; Bol, A.A.; Kessels, W.M.M. Low-temperature atomic layer deposition of MoOx for silicon
heterojunction solar cells. Phys. Status Solidi—Rapid Res. Lett. 2015, 9, 393–396. [CrossRef]

30. Moss, R.L.; Tzimas, E.; Kara, H.; Willis, P.; Kooroshy, J.; Critical Metals in Strategic Energy Technologies: Assessing Rare Metals as
Supply-Chain Bottlenecks in Low-Carbon Energy Technologies. Joint Research Centre, Institute for Energy and Transport. 2014.
Available online: https://op.europa.eu/en/publication-detail/-/publication/2239d6b7-cda8-4570-a9f0-13ad60ce3f11 (accessed
on 26 December 2022).

31. Ortega, P.R.; Piñol, J.M.; Martín, I.; Orpella, A.; Masmitjà, G.; López, G.; Ros, E.; Voz, C.; Puigdollers, J.; Alcubilla, R. Low-Cost
High-Sensitive Suns-VocMeasurement Instrument to Characterize c-Si Solar Cells. IEEE Trans. Instrum. Meas. 2020, 69, 6429–6435.
[CrossRef]

32. Das-Nano • Onyx—Electrical Characterization of Materials. Available online: https://das-nano.com/onyx-system/ (accessed on
26 December 2022).

33. Azanza, E.; Chudzik, M.; López, A.; Etayo, D.; Hueso, L.E.; Zurutuza, A. Quality Inspection of Thin-Film Material. U.S. Patent
10,267,836 (B2), 8 March 2019.

34. Cultrera, A.; Serazio, D.; Zurutuza, A.; Centeno, A.; Txoperena, O.; Etayo, D.; Cordon, A.; Redo-Sanchez, A.; Arnedo, I.; Ortolano,
M.; et al. Mapping the conductivity of graphene with Electrical Resistance Tomography. Sci. Rep. 2019, 9, 1–9. [CrossRef]

35. Malard, L.M.; Pimenta, M.A.; Dresselhaus, G.; Dresselhaus, M.S. Raman spectroscopy in graphene. Phys. Rep. 2009, 473, 51–87.
[CrossRef]

36. Green, M.A. Solar Cells: Operating Principles, Technology, and System Applications; Prentice-Hall: Englewood Cliffs, NJ, USA, 1982.
37. Hussain, S.Q.; Kim, S.; Ahn, S.; Balaji, N.; Lee, Y.; Lee, J.H.; Yi, J. Influence of high work function ITO:Zr films for the barrier

height modification in a-Si:H/c-Si heterojunction solar cells. Sol. Energy Mater. Sol. Cells 2014, 122, 130–135. [CrossRef]
38. Li, J.; Chen, Y.; Qiu, Q.; Bai, Y.; Gao, Y.; Liu, W.; Chen, T.; Huang, Y.; Yu, J. Modulation of the TCO/MoOx Front Contact

Enables >21% High-Efficiency Dopant-Free Silicon Solar Cells. ACS Appl. Energy Mater. 2022, 6, 285–294. [CrossRef]
39. Le, A.H.T.; Seif, J.P.; Allen, T.G.; Dumbrell, R.; Samundsett, C.; Cuevas, A.; Hameiri, Z. On the impact of the metal work function

on the recombination in passivating contacts using quasi-steady-state photoluminescence. In Proceedings of the 2019 IEEE 46th
Photovoltaic Specialists Conference (PVSC), Chicago, IL, USA, 16–21 June 2019; pp. 2691–2695. [CrossRef]

40. Sung, H.; Ahn, N.; Jang, M.S.; Lee, J.K.; Yoon, H.; Park, N.G.; Choi, M. Transparent Conductive Oxide-Free Graphene-Based
Perovskite Solar Cells with over 17% Efficiency. Adv. Energy Mater. 2016, 6, 1501873. [CrossRef]

41. Fei, Z.; Rodin, A.S.; Andreev, G.O.; Bao, W.; McLeod, A.S.; Wagner, M.; Zhang, L.M.; Zhao, Z.; Thiemens, M.; Dominguez, G.; et al.
Gate-tuning of graphene plasmons revealed by infrared nano-imaging. Nature 2012, 487, 82–85. [CrossRef]

42. Cui, L.; Wang, J.; Sun, M. Graphene plasmon for optoelectronics. Rev. Phys. 2021, 6, 100054. [CrossRef]
43. Jacak, W.A.; Nano-Plasmonics, Q. Quantum Nano-Plasmonics. Photonics Sci. Found. Technol. Appl. 2020, 2, 85–132. [CrossRef]
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