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Description

Technical field of the invention

[0001] The present invention relates to the field of semiconductor processing, in particular to the production of Ge-
based layers on a base substrate, such as a Si substrate. More particularly, the present invention provides a method
for providing a crystalline germanium layer on a base substrate, to a method for forming a photovoltaic cell or a photo-
electrolysis cell, a method for forming a CMOS device using the method according to embodiments of the invention and
to a substrate comprising a crystalline germanium layer formed by a method according to embodiments of the invention.

Background of the invention

[0002] Heteroepitaxy of Ge on Si is a research topic of significant technological importance. Germanium layers inte-
grated into Si-based complementary metal-oxide semiconductor (CMOS) technology offer attractive application possi-
bilities.
[0003] The large lattice mismatch between Ge and Si (4%) makes it difficult to obtain high quality crystalline Ge on Si
substrates. The lattice mismatch leads to a high surface roughness due to island growth and high densities of threading
dislocations in the Ge epilayers. At too high temperatures Ge will mix with Si and SiGe is formed.
[0004] In "Solid phase epitaxy of deposited amorphous Ge on GaAs", Appl. Phys. Lett. 47(8), 1985, pp. 815-817, C.J.
PalmstrØm et al. describe solid phase epitaxial growth of electron beam deposited amorphous germanium on GaAs.
The GaAs substrates are first cleaned to remove contaminants from the surface. Then an amorphous germanium layer
is deposited onto the surface. Next, the substrates are annealed to epitaxially crystallise the amorphous germanium
layer. Complete epitaxy was obtained for contamination free GaAs surfaces.
[0005] Muniz et al (J. of Physics: Condens. Matter 19(7), 076206 (2007)) studied aluminum induced growth of nanoc-
rystalline germanium on glass substrates and on crystalline Si substrates. The influence of aluminum doping and hy-
drogenation of the Ge layer on the crystallization of the Ge was studied. However, the method described in this article
did not lead to Ge layers with a high crystal quality.Alternatives and improved methods are constantly searched for in
the industry.
[0006] In « Growth of strain-relaxed Ge films on Si(001) surfaces », Akira Saka et al., Appl. Phys. Lett. 71(24), 15
December 1997, thin Ge films are grown that are fully strain-relaxed and have smooth surfaces on Si (001) surfaces
without buffer layers by ultrahigh vacuum chemical vapor deposition. The procedure consists of a layer-by-layer Ge
growth with hydrogen-surfactant mediation and high-temperature post-growth annealing for strain relation. It is indicated
that the key step is the formation of a thin capping Si or SiGe layer on the layered Ge film before the annealing.

Summary of the invention

[0007] It is an object of embodiments of the present invention to provide a good method for providing a crystalline
germanium layer on a base substrate, a method for forming a photovoltaic cell or a photo-electrolysis cell and a method
for forming a CMOS device using the method according to embodiments of the invention and a substrate comprising a
crystalline germanium layer formed by a method according to embodiments of the invention.
[0008] The above objective is accomplished by a method and device according to embodiments of the present invention.
[0009] In a first aspect, the present invention provides a method for providing a crystalline germanium layer on a base
substrate having a crystalline surface. The method comprises:

- cleaning the base substrate for removing contaminants and/or native oxides from the crystalline surface,
- providing an amorphous germanium layer on the crystalline surface of the cleaned base substrate, and
- crystallising the amorphous germanium layer by annealing the base substrate so as to provide a crystalline germa-

nium layer, characterized in that providing an amorphous germanium layer is performed by exposing the base
substrate to a hydrogen source and/or a non-reactive gas source during formation of the germanium layer; and in
that the base substrate is a Si substrate having at least a surface with hexagonal symmetry. The hydrogen source
may be for example a hydrogen plasma, a H2 flux or hydrogen originating from the dissociation of GeH4. The non-
reactive gas source may for example be N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof.

[0010] By exposing the base substrate to a hydrogen source while forming the amorphous germanium layer, the
amorphous germanium layer will comprise hydrogen. According to embodiments of the invention, an amount of hydrogen
can be present in the amorphous germanium layer of less than 20%. The amount of hydrogen atoms in the layer can
for example vary between 4.1017 H atoms/cm3 and 8.1022 (= 20 %) H atoms/cm3 or between 4.1017 H atoms/cm3 and
4.1021 H atoms/cm3 or between 4.1017 H atoms/cm3 and 4.1020 H atoms/cm3.
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[0011] By exposing the base substrate to a non-reactive gas source while forming the amorphous germanium layer,
the amorphous germanium layer may or may not comprise non-reactive gas atoms. In case when the amorphous
germanium layer comprises non-reactive gas atoms, however, the amount of non-reactive gas atoms will be lower than
in case the base substrate is expose to a hydrogen source while forming the amorphous germanium layer. The amorphous
germanium layer may, for example comprise, less than 4.1017 non-reactive gas atoms/cm3.
[0012] The substrate may, for example, be a Si(111) substrate.
[0013] According to embodiments of the invention, the crystalline germanium layer may be a monocrystalline germa-
nium layer.
[0014] According to embodiments of the invention, cleaning the base substrate may be performed by using HF or HF-
gas.
[0015] According to embodiments of the invention, cleaning the base substrate may be performed by using a wet or
a dry chemical cleaning step.
[0016] According to embodiments of the invention, cleaning the base substrate may be performed in a hydrogen plasma.
[0017] According to embodiments of the invention, cleaning the base substrate may be performed by thermal annealing
of the substrate in vacuum at a temperature above which the native oxide of the substrate is stable. As known by a
person skilled in the art, this temperature may be dependent on the kind of substrate used and thus on the kind of native
oxide formed.
[0018] Cleaning the base substrate may be such that, after cleaning, the substrate surface has a roughness of lower
than 1 nm RMS.
[0019] According to embodiments of the invention, providing an amorphous germanium layer may, for example, be
performed by Chemical Vapour Deposition (CVD), for example plasma enhanced CVD (PECVD), using hydrogen and
a gas comprising germanium.
[0020] Providing the amorphous germanium layer may be performed at a temperature between -196°C and 500°C,
for example between -100°C and 400°C, between 100°C and 400°C or between 0°C and 300°C.
[0021] According to embodiments of the invention, crystallising the amorphous germanium layer may be performed
by annealing the base substrate in a nitrogen atmosphere. The nitrogen atmosphere may, for example, comprise NH3,
N2 or a N plasma.
[0022] According to embodiments of the invention, annealing may be performed at a temperature of between 400°C
and 900°C. If during annealing the substrate is exposed to a nitrogen atmosphere, a GeN layer may be formed on the
Ge layer which can later on be used for, for example, contact improvement or surface passivation or to deposit other
materials on top of. According to embodiments of the invention, this GeN may be removed before further performing
other process steps.
[0023] The method may furthermore comprise providing, e.g. implanting the amorphous germanium layer with dopant
elements. According to embodiments of the invention, provision of the dopant elements may be performed during
formation of the amorphous germanium layer. According to other embodiments of the invention, provision, e.g. implan-
tation of the dopant elements may be performed after formation of the amorphous germanium layer and before crystallising
the amorphous germanium.
[0024] In a further aspect, the present invention also provides a method for forming a photovoltaic cell or a photo-
electrolysis cell, the method comprising forming a crystalline germanium layer on a base substrate by a method according
to embodiments of the present invention.
[0025] According to embodiments of the invention, the crystalline germanium layer may be a monocrystalline germa-
nium layer.
[0026] In yet a further aspect, the present invention also provides a method for forming a CMOS device, comprising
forming a crystalline germanium layer on a base substrate by a method according to embodiments of the present invention.
[0027] According to embodiments of the invention, the crystalline germanium layer may may be a monocrystalline
germanium layer.
[0028] In still a further aspect, the present invention provides a substrate comprising a crystalline germanium layer on
a base substrate, wherein the crystalline germanium layer has a thickness of lower than 500 nm and wherein the X-ray
diffraction rocking curve (less preferred is omega/2theta) characteristic shows a full width at half maximum (FWHM) of
lower than 500 arcsec or the omega/2theta characteristic shows a full width at half maximum (FWHM) of lower than or
equal to 506 arcsec. The RMS roughness of a surface of the germanium layer is lower than 5nm, and may, for example,
even be lower than 2 nm or lower than 1 nm. The base substrate is a Si substrate having at least a surface with hexagonal
symmetry.
[0029] According to embodiments of the invention, the crystalline germanium layer may be a monocrystalline germa-
nium layer.
[0030] The invention is related to a method and a device as disclosed in the appended claims. Particular embodiments
of the method and device are disclosed in combinations of the independent claims with one or more claims dependent
thereon.
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[0031] Particular and preferred aspects of the invention are set out in the accompanying independent and dependent
claims. Features from the dependent claims may be combined with features of the independent claims and with features
of other dependent claims as appropriate and not merely as explicitly set out in the claims.
[0032] Although there has been constant improvement, change and evolution of devices in this field, the present
concepts are believed to represent substantial new and novel improvements, including departures from prior practices,
resulting in the provision of more efficient, stable and reliable devices of this nature.
[0033] The above and other characteristics, features and advantages of the present invention will become apparent
from the following detailed description, taken in conjunction with the accompanying drawings, which illustrate, by way
of example, the principles of the invention. This description is given for the sake of example only, without limiting the
scope of the invention. The reference figures quoted below refer to the attached drawings.

Brief description of the drawings

[0034]

Fig. 1 shows an XRD Omega/2 theta scan of a 50 nm thick crystallised amorphous Ge layer on Si, with (solid line)
and without (triangles) the use of a nitrogen plasma during vacuum anneal.
Fig. 2 shows an XRD Omega/2 theta scan of a crystallised amorphous Ge layer on Si(111), with (solid line) and
without (triangles) the presence of hydrogen during deposition of the amorphous Ge layer.
Fig. 3 shows an XRD Omega/2 theta scan of a crystallised amorphous Ge layer on Si(111), with a Ge layer thickness
of 91 nm (solid line), 49 nm (triangles) and 12 nm (circles).
Fig. 4 shows an XRD Omega/2 theta scan of a 100 nm thick GaN layer grown on a 100 nm thick crystallised
amorphous Ge layer on Ge(111).
Fig. 5 shows an XRD Omega/2 theta scan of a 200 nm thick GaN grown on a 100 nm thick crystallised amorphous
Ge layer on Si(111).
Fig. 6 shows an XRD Omega/2 theta scan of a crystallised amorphous Ge layer on Si(111) in the presence of
nitrogen (dotted line), in the presence of hydrogen (solid line) and without the presence of hydrogen or the use of
nitrogen (triangles) during deposition of the amorphous Ge layer.

Detailed description of the invention

[0035] The present invention will be described with respect to particular embodiments and with reference to certain
drawings but the invention is not limited thereto but only by the claims. The drawings described are only schematic and
are non-limiting. In the drawings, the size of some of the elements may be exaggerated and not drawn on scale for
illustrative purposes.
[0036] Furthermore, the terms first, second, third and the like in the description and in the claims, are used for distin-
guishing between similar elements and not necessarily for describing a sequential or chronological order. It is to be
understood that the terms so used are interchangeable under appropriate circumstances and that the embodiments of
the invention described herein are capable of operation in other sequences than described or illustrated herein.
[0037] Moreover, the terms top, bottom, over, under and the like in the description and the claims are used for descriptive
purposes and not necessarily for describing relative positions. It is to be understood that the terms so used are inter-
changeable under appropriate circumstances and that the embodiments of the invention described herein are capable
of operation in other orientations than described or illustrated herein.
[0038] The term "comprising", used in the claims, should not be interpreted as being restricted to the means listed
thereafter; it does not exclude other elements or steps. It needs to be interpreted as specifying the presence of the stated
features, integers, steps or components as referred to, but does not preclude the presence or addition of one or more
other features, integers, steps or components, or groups thereof. Thus, the scope of the expression "a device comprising
means A and B" should not be limited to devices consisting only of components A and B. It means that with respect to
the present invention, the only relevant components of the device are A and B.
[0039] Reference throughout this specification to "one embodiment" or "an embodiment" means that a particular
feature, structure or characteristic described in connection with the embodiment is included in at least one embodiment
of the present invention. Thus, appearances of the phrases "in one embodiment" or "in an embodiment" in various places
throughout this specification are not necessarily all referring to the same embodiment, but may. Furthermore, the particular
features, structures or characteristics may be combined in any suitable manner, as would be apparent to one of ordinary
skill in the art from this disclosure, in one or more embodiments.
[0040] Similarly it should be appreciated that in the description of exemplary embodiments of the invention, various
features of the invention are sometimes grouped together in a single embodiment, figure, or description thereof for the
purpose of streamlining the disclosure and aiding in the understanding of one or more of the various inventive aspects.
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This method of disclosure, however, is not to be interpreted as reflecting an intention that the claimed invention requires
more features than are expressly recited in each claim. Rather, as the following claims reflect, inventive aspects lie in
less than all features of a single foregoing disclosed embodiment. Thus, the claims following the detailed description
are hereby expressly incorporated into this detailed description, with each claim standing on its own as a separate
embodiment of this invention.
[0041] Furthermore, while some embodiments described herein include some but not other features included in other
embodiments, combinations of features of different embodiments are meant to be within the scope of the invention, and
form different embodiments, as would be understood by those in the art. For example, in the following claims, any of
the claimed embodiments can be used in any combination.
[0042] In the description provided herein, numerous specific details are set forth. However, it is understood that
embodiments of the invention may be practiced without these specific details. In other instances, well-known methods,
structures and techniques have not been shown in detail in order not to obscure an understanding of this description.
[0043] The invention will now be described by a detailed description of several embodiments of the invention. It is
clear that other embodiments of the invention can be configured according to the knowledge of persons skilled in the
art without departing from the technical teaching of the invention, the invention being limited only by the terms of the
appended claims.
[0044] The disclosure is related to a method wherein a crystalline germanium (Ge) layer is obtained by formation of
an amorphous Ge layer on a base substrate, e.g. a Si(111) substrate, while the substrate is exposed to a hydrogen
source or a non-reactive gas source, whereafter the amorphous layer is subjected to an anneal step, during which the
amorphous layer crystallises to form a crystalline layer. In the present description and the appended claims, a ’germanium
layer’ is to be understood as a layer comprising germanium as the main element (e.g. more than 90%), not necessarily
as a pure Ge layer. The non-reactive gas source may also be referred to as inert gas source. The gas used during
deposition of the amorphous germanium layer should be a gas that lowers the mobility of germanium atoms on the
surface of the layer but which furthermore does not inhibit thermal crystallization. Therefore, the non-reactive gas source
may also be referred to as inert gas source. In other words, the gas used during deposition of the a-Ge layer may be a
diffusion limiting gas. Examples of non-reactive gasses that may be used with embodiments of the present invention
are N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof. Other gasses such as e.g. O2 are expected to react with the material
of the base substrate or with the deposited germanium atoms. This will lead to the coverage of the substrate surface
(e.g. in case of Si with SiO2) and/or incorporation of these elements into the amorphous germanium layer. During thermal
annealing these incorporated elements, which are larger than hydrogen, will not be able to escape from the germanium
layer. The presence of elements different from Ge in the crystalline germanium layer is mostly not wanted because of
the resulting reduced crystal quality and reduced electrical quality of the layer although sometimes dopants at a level
below 0.1 promille are wanted.
[0045] The method for providing a crystalline germanium layer on a base substrate having a surface, e.g. crystalline
surface, comprises:

- cleaning the base substrate for removing contaminants and/or native oxides from the surface,
- providing an amorphous germanium layer on the surface of the base substrate, and
- crystallising the amorphous germanium layer by annealing the base substrate so as to provide a crystalline germa-

nium layer,

wherein providing an amorphous germanium layer is performed while exposing the base substrate to a hydrogen source
such as e.g. a hydrogen plasma, a H2 flux or hydrogen originating from the dissociation of GeH4, to a non-reactive gas
source such as N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof, or to a mixture of hydrogen and a non-reactive gas.
[0046] The supply and/or presence of a hydrogen source and/or a non-reactive gas during deposition of germanium
can influence the crystal quality which can be obtained for crystallization of Ge, e.g. crystallization of amorphous Ge,
on the base substrate such as silicon. This is because the supply and/or presence of a hydrogen and/or a non-reactive
gas during deposition of germanium lowers the mobility of germanium atoms on the surface of the layer. Hence, the gas
used during deposition of the a-Ge layer may be a diffusion limiting gas which furthermore does not inhibit thermal
crystallization. In this way, the short range order (that fixes distances between atoms) in the layer is reduced, which
leads to a layer with no overall structure, i.e. to a more amorphous or an amorphous layer. This is important because
during thermal annealing, one wants crystalline germanium seeds to be formed at the interface with the base substrate,
e.g. silicon substrate. The material of the base substrate, e.g. silicon will tend to enforce its crystal orientation on the
germanium seeds. These seeds grow towards the surface, and can lead to single crystalline germanium with the same
orientation as the base substrate, e.g. silicon substrate. When the deposited germanium layer would not be completely
amorphous, it could comprise crystalline seeds with random orientation inside the layer. During subsequent thermal
anneal these seed would then grow and cause a polycrystalline germanium layer (grains are not aligned with underlying
base substrate, e.g. silicon substrate). Hence, deposition of the amorphous germanium layer in the presence of hydrogen
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or a non-reactive gas leads to improvement of the quality of the final crystalline layer. Examples: for Si(111) and off cuts
monocrystalline Ge can be formed. Monocrystalline Ge can be formed on Si(001) by depositing a completely amorphous
Ge layer. An alternative approach is to use laser crystallization to start crystallization at the Si-Ge interface to obtain
monocrystalline Ge on Si(001).
[0047] Upon exposing the base substrate to the hydrogen source and/or the non-reactive gas source during deposition
of the amorphous germanium layer, the already formed amorphous germanium layer is also exposed to the hydrogen
source and/or to the non-reactive gas source.
[0048] By exposing the base substrate to a hydrogen source while forming the amorphous germanium layer, the
amorphous germanium layer will comprise hydrogen. According to embodiments of the invention, an amount of hydrogen
can be present in the amorphous germanium layer of less than 20%. The amount of hydrogen included in the Ge layer
depends on the deposition method used to form the a-Ge layer and on the amount of hydrogen that is present during
deposition. The amount of hydrogen atoms in the layer can for example vary between 4.1017 H atoms/cm3 and 8.1022

H atoms/cm3 or between 4.1017 H atoms/cm3 and 4.1021 H atoms/cm3 or between 4.1017 H atoms/cm3 and 4.1020 H
atoms/cm3. By exposing the base substrate to a non-reactive gas source while forming the amorphous germanium layer,
the amorphous germanium layer may or may not comprise non-reactive gas atoms. In case when the amorphous
germanium layer comprises non-reactive gas atoms, however, the amount of non-reactive gas atoms will be lower than
in case the base substrate is expose to a hydrogen source while forming the amorphous germanium layer. The amorphous
germanium layer may, for example comprise, less than 4.1017 non-reactive gas atoms/cm3.
[0049] According to embodiments of the invention, the base substrate is cleaned prior to the a-Ge (amorphous Ge)
layer formation, to remove oxides from the surface, in particular native oxides. Also during the cleaning step, possible
metal contamination and particles are removed. The cleaning step may, according to embodiments of the invention, be
a chemical cleaning step. The cleaning step can be a wet or a dry chemical cleaning step. According to other embodiments
of the invention, the cleaning step may be a thermal cleaning step performed in vacuum at a temperature above which
the native oxide of the substrate is stable. As known by a person skilled in the art, this temperature may be dependent
on the kind of substrate used and thus on the kind of native oxide formed. According to still further embodiments of the
invention, the cleaning step may be a hydrogen plasma cleaning step.
[0050] According to a particular embodiment, the cleaning step may be such that the surface roughness after cleaning
is low. For example, for a Ge layer with a thickness lower than 200 nm, the surface roughness may be lower than 1 nm
RMS (measured with X-ray). For germanium layers with a thickness of ∼500 nm, the RMS surface roughness may be
lower than 20 nm, for example lower than 15 nm, lower than 10 nm, lower than 5 nm or lower than 2 nm. For germanium
layers with a thickness of ∼200 nm the RMS surface roughness may be lower than 15nm, for example lower than 10
nm, lower than 5 nm, lower than 2 nm or lower than 1 nm. For germanium layers with a thickness of ∼60nm, the RMS
surface roughness may be lower than 5 nm, for example lower than 2 nm, lower than 1 nm or lower than 0.8 nm. In an
experiment a layer of 130 nm germanium was grown on a Si(111) substrate. In that case an RMS surface roughness
of 1.46 nm was measured with AFM (atomic force microscopy) on a surface area of 0.5mm x 0.5 mm.
[0051] Possibly, a pre-deposition anneal step may be performed, at a temperature of e.g. 900°C, under vacuum or
for example under exposure to H2 or to a hydrogen plasma, to further clean the surface, prior to the deposition of the
a-Ge layer.
[0052] The cleaning step performed for removing contaminants and/or native oxides from the surface before an a-Ge
layer is provided on that substrate causes the subsequently deposited a-Ge layer to be in direct contact with the crystalline
surface of the base substrate. Formation of a Ge layer onto the clean substrate would lead to a polycrystalline Ge layer
instead of an a-Ge layer because the underlying crystalline surface will force the increase of the short range order of
the thin germanium layer. However, by exposing the silicon surface to a gas which lowers the surface mobility of the
deposited Ge atoms such as hydrogen and/or a non-reactive gas such as e.g. N2, He, Ne, Ar, Kr, Xe, Rn or mixtures
thereof, the short range order will be reduced which results in formation of an a-Ge layer rather than a polycrystalline one.
[0053] Formation of the a-Ge layer may be performed by a chemical vapour deposition (CVD) technique such as, for
example, by Plasma Enhanced Chemical Vapour Deposition (PECVD) with, for example, GeH4 used as a precursor
gas. Alternatively, an evaporation technique can be used to form the a-Ge layer, e.g. Molecular Beam Epitaxy (MBE),
using a H2 flux or a hydrogen-plasma. Regardless of the deposition method, the deposition temperature may be between
-196°C and 500°C, for example between-100°C and 400°C, between 100°C and 400°C or between 0°C and 300°C.
According to a particular embodiment, a-Ge may be deposited at a temperature of about 150°C, while annealing to
crystallise the a-Ge layer may take place at about 600°C (see further). According to another example, an a-Ge layer
may be formed at a temperature of about 400°C for one hour or at a temperature of about 450°C for 1 minute.
[0054] According to an embodiment, dopant elements may be provided, e.g. implanted in the a-Ge layer. According
to embodiments of the invention, the dopant elements may be included during formation of the a-Ge layer. Dopants may
also be included by e.g. (ion) implantation after crystallization of the amorphous germanium layer.
[0055] According to other embodiments of the invention, dopant elements may be included by e.g. (ion) implantation
after formation of the a-Ge layer and before crystallising the a-Ge layer. Hence, in both cases, the dopants are included
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in the a-Ge layer prior to annealing (for example (ion implantation can be done such as to realise p doping or n doping).
The subsequent crystallisation step causes activation of the dopants at lower temperatures compared to an activation
anneal of dopants introduced in a crystallised layer by implantation. In such a crystallised layer, defects in the crystal
caused by the implantation require annealing at high temperatures to restore the crystal, but this in turn leads to higher
diffusion of dopants in Ge. There is another advantage in case of ion implantation in the amorphous germanium layer.
As the amorphous Ge layer does not show channelling effects upon implantation (in contrast to crystalline Ge), a sharp
and undeep junction can be realised. Therefore the method according to embodiments of the invention allows lowering
the thermal budget of the doping step, and to obtain shallow junctions. Possibly, the deposition of Ge and the introduction
of dopant elements may take place simultaneously during deposition. Dopants may also be included by e.g. (ion) im-
plantation after crystallization of the amorphous germanium layer.
[0056] The crystallisation anneal step may, according to embodiments of the invention, take place under a Nitrogen
atmosphere. The nitrogen atmosphere can be a nitrogen-plasma atmosphere or a non-plasma atmosphere comprising
for example N2 or NH3.
[0057] According to other embodiments of the invention, the crystallisation anneal can also take place under vacuum
and without nitrogen.
[0058] When annealing is performed in a nitrogen-containing atmosphere, a layer of GeN (for example Ge3N4) may
be formed on the surface of the crystallised Ge layer. Such a GeN layer improves the surface roughness (i.e. lower
roughness) of the crystallised Ge layer (underneath the GeN). A GeN layer can limit roughening of the surface during
crystallisation of the Ge. Furthermore, the GeN layer can passivate the underlying Ge. The presence of such GeN layer
may improve quality of subsequently formed contacts on the crystalline Ge layer. On top of the GeN layer, other layers,
for example one or more group III-Nitride layers may be formed, e.g. a GaN layer. Alternatively, the GeN layer may be
removed. After removal of the GeN layer, a III-V layer may be applied on top of the Ge layer. When no nitrogen-atmosphere
is applied during annealing, a III-V layer may applied on top of the crystalline Ge-layer obtained after annealing.
[0059] The invention is equally related to a substrate as defined in claim 15. It comprises a crystalline germanium
layer, wherein the crystalline germanium layer has a thickness of lower than 500 nm and wherein the X-ray diffraction
rocking curve (less preferred is omega/2theta) characteristic shows a full width at half maximum (FWHM) of lower than
500 arcsec and a surface of he crystalline germanium layer has a surface roughness of lower than 5 nm, for example
even lower than 2 nm. According to preferred embodiments, the thickness of the crystalline Ge-layer (with FWHM lower
than 500 arcsec) may be lower than 400 nm, or lower than 300 nm or lower than 200 nm or lower than 150 nm. According
to other embodiments, the FWHM (with the thickness of the layer being lower than 500 nm) may be lower than 400
arcsec, or lower than 250 arcsec. According to embodiments of the invention, the crystalline germanium layer may be
a monocrystalline germanium layer. The substrate as described above can be produced by using a method according
to embodiments of the invention.
Specific embodiments and/or parameter ranges are described hereafter.
[0060] In a particular embodiment, the disclosure is related to a method for forming a crystalline germanium layer on
a base substrate, comprising:

a. obtaining a base substrate having a surface, e.g. a crystalline surface, and cleaning the base substrate for
removing contaminants and/or oxides from the surface;
b. producing a layer of amorphous germanium on the base substrate; and
c. applying a temperature anneal to the layer of amorphous germanium, such that said layer of amorphous germanium
crystallises into a crystalline layer;

whereby said temperature anneal is performed in an atmosphere comprising nitrogen.
[0061] According to another particular embodiment, the invention provides a method for forming a crystalline germa-
nium layer on a base substrate, the method comprising:

a. obtaining a base substrate having a surface, e.g. crystalline surface, and cleaning the base substrate for removing
contaminants and/or oxides from the surface;
b. providing a layer of amorphous germanium on the base substrate while exposing the base substrate to a hydrogen
source such as e.g. a hydrogen plasma, a H2 flux, or hydrogen from dissociation of GeH4 and/or to a non-reactive
gas source such as N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof; and
c. applying a temperature anneal to said layer of amorphous germanium such that the layer of amorphous germanium
crystallises into a crystalline layer.

[0062] According to these embodiments, the temperature anneal may or may not be performed in an atmosphere
comprising nitrogen.
Upon exposing the base substrate to the hydrogen source and/or to the non-reactive gas source during deposition of
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the amorphous germanium layer, the already formed amorphous germanium layer is also exposed to the hydrogen
source and/or to the non-reactive gas source.
[0063] According to still another particular embodiment, the disclosure provides a method for forming a crystalline
germanium layer on a base substrate, the method comprising:

a. obtaining a base substrate having a surface, e.g. crystalline surface, and cleaning the base substrate for removing
contaminants and/or oxides from the surface;
b. providing a layer of amorphous germanium on the base substrate while exposing the base substrate to a hydrogen
source such as e.g. a hydrogen plasma, a H2 flux, or hydrogen from dissociation of GeH4; and
c. applying a temperature anneal to said layer of amorphous germanium such that the layer of amorphous germanium
crystallises into a crystalline layer.

According to these embodiments, the temperature anneal may or may not be performed in an atmosphere comprising
nitrogen.
[0064] Upon exposing the base substrate to the hydrogen source during deposition of the amorphous germanium
layer, the already formed amorphous germanium layer is also exposed to the hydrogen source.
[0065] According to a further particular embodiment, the disclosure provides a method for forming a crystalline ger-
manium layer on a base substrate, the method comprising:

a. obtaining a base substrate having a surface, e.g. crystalline surface, and cleaning the base substrate for removing
contaminants and/or oxides from the surface;
d. providing a layer of amorphous germanium on the base substrate while exposing the base substrate to a non-
reactive gas source such as N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof; and
e. applying a temperature anneal to said layer of amorphous germanium such that the layer of amorphous germanium
crystallises into a crystalline layer.

According to these embodiments, the temperature anneal may or may not be performed in an atmosphere comprising
nitrogen.
Upon exposing the base substrate to the non-reactive gas source during deposition of the amorphous germanium layer,
the already formed amorphous germanium layer is also exposed to the non-reactive gas source.
[0066] According to embodiments of the disclosure the base substrate may comprise or consist of any suitable material
or combination of materials. In certain embodiments, this base substrate may comprise or consist of a semiconductor
substrate such as e.g. a doped or undoped silicon substrate, a gallium arsenide substrate (GaAs), a gallium arsenide
phosphide substrate (GaAsP), an indium phosphide substrate (InP) or a silicon germanium (SiGe) on silicon substrate,
a germanium substrate, or a silicon substrate. Also group III-nitrides grown on Sapphire or Si, such as e.g. GaN on
Sapphire or GaN on Si, with one or more interlayers, such as e.g. AlN, may be used as base substrate. The base
substrate may also comprise an insulating layer such as for example SiO2 or an Si3N4 layer in addition to a semiconductor
substrate portion. The base substrate may comprise or consist of silicon-on-glass, silicon-on sapphire substrates. The
base substrate may be any other base on which a layer is formed, for example a glass, plastic or metal layer or substrate.
The base substrate can be a composite substrate comprising a combination of materials, for example in the form of a
layered structure wherein each layer corresponds to a different material.
[0067] The base substrate should be chosen such that it can withstand the process. For example, it should be chosen
such that it will not interact or not negatively interfere with the formation or production technique of the layer of amorphous
material. It should be chosen such that it can withstand the temperature anneal.
[0068] The front surface of the base substrate is defined as the surface on which the layer of amorphous material is
produced. The front surface may be the surface of an amorphous layer, but preferably the front surface may be the
surface of a crystalline layer.
[0069] In advantageous embodiments, the base substrate may comprise a porous front surface. The base substrate
can for instance be a silicon substrate on or in which a porous front layer is formed. A porous layer can be formed in the
front surface of a silicon substrate by for instance using state of the art techniques as for instance anodization in a HF
solution.
[0070] The amorphous material comprises Germanium. It can comprise more than 90%, more than 95 %, more than
96%, more than 97%, more than 98%, more than 99%, more than 99,9%, more than 99,99% of germanium. It may
consist of Germanium. It is believed that small concentrations of other elements may be present and will not substantially
affect the process according to embodiments of the present invention. In certain embodiments an amount of less than
10 %, or less than 8%, or less than 5%, or less than 3 %, or less than 2% or less than 1%, or less than 0.1%, or less
than 0.01% of silicon can be present. The resulting crystalline layer is then believed to comprise SiGe. Certain impurities
may be present without affecting the process substantially. These may be present for instance in an amount smaller
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than 0.1% or smaller then 0.01%.
[0071] According to embodiments of the invention, the base substrate has a surface with hexagonal or six-fold sym-
metry. In certain embodiments the base substrate may be a (111) oriented substrate. Also off-cut (111) substrates can
be used, i.e. off-oriented (111) or tilted (111) substrates. The off-cut angle may be between 0° and 15°, or between 2°
and 10°, between 4° and 8°, or between 4° and 6°, such as for example 2°, 4°, 5°, 6°, 8°.
[0072] According to other embodiments a substrate can be used wherein only a part of the surface is Si with a hexagonal
symmetry. This can for example be obtained by the deposition of an extra layer on Si (111) with or without off-cut and
etching holes in the extra layer such as to expose the Si(111) at certain locations. The substrate can be patterned, for
example a Si STI (Shallow Trench Isolation) wafer. This allows to realise crystalline Ge only at the locations where there
is Si with a hexagonal symmetry, e.g. Si(111).
[0073] In other embodiments the base substrate is a (001) oriented substrate. Also off-cut (001) substrates can be
used, i.e. off-oriented (001) or tilted (001) substrates. The off-cut angle may be between 0° and 15°, or between 2° and
10°, between 4° and 8°, or between 4° and 6°, such as for example 2°, 4°, 5°, 6°, 8°.
[0074] The base substrate may be a Ge(111), a Ge (001), a Si(111), a Si(001), a GaAs(111) or a GaAs(001) substrate.
[0075] It is believed that the orientation of the crystallised layer will be determined at least in part by the orientation of
the base substrate. In certain embodiments the crystallised layer will have the same orientation as the underlying base
substrate. This will be the case for instance where a Ge(111), a Ge (001), a Si(111), a Si(001), a GaAs(111) or a
GaAs(001) substrate is used.
[0076] In particular embodiments the mismatch in lattice constant between the base substrate, or in case of a composite
substrate, the front surface of the base substrate, and the crystallized layer, may be smaller than 10 %, or smaller than
5%, or smaller than 4 % or smaller than 3% or smaller than 2% or smaller than 1% or smaller than 0.5%. The lattice
constant of the crystallised layer used here is the would-be lattice constant if the layer would have been formed free-
standing.
[0077] For instance Ge and GaAs have a 0.4% lattice mismatch and provide a good crystal quality of the crystallised
layer. Another example is Ge and Si(111), which have a lattice mismatch of about 4%, and which provide comparable
quality to a crystallised amorphous Ge layer on GaAs(001). The latter result is rather unexpected.
[0078] In particular embodiments the mismatch in Thermal expansion coefficient (TEC) between the base substrate,
or in case of a composite substrate, the front surface of the base substrate, and the crystallised layer is smaller than
100% or smaller then 75% or smaller then 60%. The TEC of the crystallised layer used here is the would-be TEC if the
layer would have been formed free-standing.
[0079] According to the invention, the substrate is a Si substrate having at least a surface with hexagonal or six-fold
symmetry, e.g. a Si(111). In this case, the present disclosure provides a method for providing a crystalline germanium
layer on a Si substrate having at least a surface with hexagonal or six-fold symmetry, e.g. Si(111) substrate, the method
comprising:

a. cleaning the Si substrate having at least a surface with hexagonal or six-fold symmetry, e.g. a crystalline surface
with hexagonal or six-fold symmetry, such as e.g. a Si(111) substrate, for removing contaminants and/or native
oxides from the surface;
b. providing an amorphous germanium layer on the surface of the Si substrate having at least a surface with hexagonal
or six-fold symmetry, e.g. Si(111) substrate; and
c. crystallising the amorphous germanium layer by annealing the base substrate so as to provide a crystalline
germanium layer.

[0080] According to these embodiments, the Si substrate having at least a surface with hexagonal or six-fold symmetry,
e.g. Si(111) substrate may or may not be exposed to a hydrogen source (e.g. a plasma, H2 flux, or from dissociation of
GeH4) and/or to a non-reactive gas source (e.g. N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof) during formation of the
amorphous germanium layer.
[0081] According to these embodiments, crystallising the amorphous germanium layer by annealing may or may not
be performed in an atmosphere comprising nitrogen.
[0082] For example, according to embodiments of the invention, substrates with at least a surface comprising Si with
a six-fold or hexagonal symmetry can be used, such as Si(111) substrates or off-cut Si(111), i.e. off-oriented Si(111) or
tilted Si(111). The off-cut angle may be between 0° and 15°, for example between 2° and 10°, between 4° and 8°, or
between 4° and 6°, such as for example 2°, 4°, 4.7°, 6°, 8°. The Si may also be doped with suitable dopants.
[0083] According to other embodiments, the substrate may comprise a Si support comprising a top layer of Si with
hexagonal symmetry at least at the surface on top of other substrates (for example SiC) can be used. With top layer is
meant a layer at that side of the bulk the crystalline Ge layer has to be formed. The top layer of Si may for example be
a Si(111) top layer or Off-cut or tilted Si(111) top layer. For example a SiC substrate with a Si top layer, the Si(111) top
layer having a hexagonal or six-fold symmetry may be used as a substrate according to embodiments of the invention.
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[0084] The layer of amorphous material, e.g. amorphous germanium is formed while exposing the base substrate to
a hydrogen source and/or to a non-reactive gas source such as N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof. Upon
exposing the base substrate to the hydrogen source and/or to the non-reactive gas source during deposition of the
amorphous germanium layer, the already formed amorphous germanium layer is also exposed to the hydrogen source
and/or to the non-reactive gas source. As a result, the resulting amorphous germanium layer may comprise hydrogen
and/or non-reactive gas molecules.
[0085] In case of exposure of the base substrate to a hydrogen source during formation of the amorphous germanium
layer, according to embodiments of the invention, an amount of hydrogen can be present in the amorphous germanium
layer of, for example, less than 20%. The amount of hydrogen atoms in the layer can for example vary between 4.1017

H atoms/cm3 and 8.1022 (= 20 %) H atoms/cm3 or between 4.1017 H atoms/cm3 and 4.1021 H atoms/cm3 or between
4.1017 H atoms/cm3 and 4.1020 H atoms/cm3. The hydrogen source may, for example, be a hydrogen plasma, a H2 flux
or may comprise hydrogen originating from the dissociation of GeH4. The amorphous layer of germanium may comprise
H in the form of H2 or as Ge-H bonds. Integration of H can be achieved by using for instance Plasma Enhanced Chemical
Vapour Deposition (PECVD) in which GeH4 is used as a precursor gas, PECVD layers can be deposited at for instance
about 200°C, about 300°C, about 400°C, but lower and higher temperatures are not excluded. The presence of hydrogen
during formation of the a-Ge layer is important to obtain a good structure which may give rise to good crystallisation of
the a-Ge layer and thus for good formation of the crystalline Ge layer. The cleaning step performed for removing con-
taminants and/or native oxides from the surface before an a-Ge layer is providing on that substrate causes the subse-
quently deposited a-Ge layer to be in direct contact with the crystalline surface of the base substrate. Formation of a Ge
layer onto the clean substrate would lead to a polycrystalline Ge layer instead of an a-Ge layer because the underlying
crystalline surface will force the increase of the short range order of the thin germanium layer. However, by exposing
the silicon surface to a gas which lowers the surface mobility of the deposited Ge atoms such as hydrogen and/or a non-
reactive gas such as e.g. N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof, the short range order will be reduced which
results in formation of an a-Ge layer rather than a polycrystalline one.
[0086] The a-Ga layer may be formed by e.g. chemical vapour deposition (CVD), e.g. plasma enhanced CVD (PECVD).
[0087] Alternatively, evaporation techniques known to the skilled person can be used to form the layer of amorphous
material. Such evaporation techniques comprise for instance Molecular Beam Epitaxy (MBE), wherein Ge is thermally
evaporated. A H2 flux towards the front surface of the base substrate may be provided to incorporate hydrogen. A
hydrogen plasma source can also be used. This can be performed at a temperature between -196 °C and 500 °C, for
example between -100°C and 400°C, between 100°C and 400°C or between 0°C and 300°C, for instance at about
150°C. Too high temperatures, e.g. higher than 650 °C or 550 °C, may lead to more polycrystalline deposition. Poly-
crystalline deposition is not preferred, because it requires much higher temperature to change a polycrystalline structure
into a crystalline structure than crystallisation of an amorphous layer.
[0088] It should be understood that the presence of H and/or of a non-reactive gas during deposition of amorphous
material is preferred because it provides layers of higher quality. Thereby H can be incorporated into the amorphous
Ge layer, depending on the deposition method and the deposition conditions used. The non-reactive gas atoms are
expected not to incorporate or incorporate in low amounts (less than 4el7 atoms/cm3).
[0089] In case of H, the amount of hydrogen included in the Ge layer depends on the deposition method and on the
amount of hydrogen that is present during deposition. The amount of hydrogen atoms in the layer can for example vary
between 4.1017 H atoms/cm3 and 8.1022 (20 %) H atoms/cm3 or 4.1017 H atoms/cm3 and 4.1021 H atoms/cm3 or between
4.1017 H atoms/cm3 and 4.1020 H atoms/cm3. In certain embodiments the layer of amorphous material is further provided
with a dopant material as was described above, such that after crystallisation the layer is p doped or n doped. According
to embodiments of the invention, provision, e.g. implantation of the dopant elements may be performed during formation
of the layer of amorphous material. According to other embodiments of the invention, provision, e.g. implantation of the
dopant elements may be performed after formation of the layer of amorphous material and before crystallising the layer
of amorphous material. For non-reactive gases less than 4e17 atoms/cm3 can be expected to be incorporated. By
exposing the base substrate to a non-reactive gas source while forming the amorphous germanium layer, the amorphous
germanium layer may or may not comprise non-reactive gas atoms. In case when the amorphous germanium layer
comprises non-reactive gas atoms, however, the amount of non-reactive gas atoms will be lower than in case the base
substrate is expose to a hydrogen source while forming the amorphous germanium layer.
[0090] In case of a Si(111) substrate or a substrate having at least a Si(111) surface, cleaning the Si(111) substrate
for removing contaminants and/or native oxides from the surface before deposition of a germanium layer, causes the
germanium layer to be in direct contact with the crystalline Si(111) surface. Deposition of germanium onto such clean
Si(111) substrates at e.g. 150°C leads to polycrystalline germanium instead of amorphous germanium because the
underlying crystalline silicon surface will force the increase of the short range order of the thin germanium layer. Sub-
sequent thermal annealing of a polycrystalline sample will not lead to a single crystalline germanium layer, because
more energy is necessary to transform a polycrystalline layer to a single crystalline layer compared to an amorphous
layer. By, during formation of the germanium layer, exposing the silicon surface to a gas which lowers the surface mobility
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of the deposited Ge atoms such as hydrogen and/or a non-reactive gas such as e.g. N2, He, Ne, Ar, Kr, Xe, Rn or
mixtures thereof, the short range order will be reduced, resulting in formation of an amorphous Ge layer rather than a
polycrystalline one.
[0091] According to embodiments of the invention, the provision of a non-reactive gas can, for example, be done at
a pressure higher than or equal to 1e-5 torr, e.g. higher than or equal to 1e-4 torr, at an atomic or molecular flux of 0.01
SCCM (cubic centimeter per minute at STP) or more for a 2 inch wafer.
[0092] In case of hydrogen, active hydrogen (e.g. from a H plasma source) can also be used to reduce the mobility
of the Ge atoms. Active hydrogen will be incorporated in the amorphous germanium layer, but will then be released
again during subsequent crystallization.
[0093] Hence, amorphous Ge can be deposited on Si(111) or hexagonal Si at, for example, 150°C by exposing the
substrate to a H2 and/or a non-reactive gas such as e.g. N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof, during deposition.
Subsequent thermal annealing of the amorphous Ge layer will then lead to single crystalline germanium.
[0094] For e.g. a Si(001) substrate the surface mobility of Ge needs to be further reduced compared to Si(111). This
can be done by, during deposition of the germanium layer, further reducing the deposition temperature, for example by
cooling a sample holder on which the substrate is provided with e.g. liquid nitrogen (77K) during deposition. Another
possibility is to increase the gas pressure or flux during evaporation, which reduce the surface mobility of the Ge atoms.
[0095] The method may furthermore comprise providing, e.g. implanting dopant elements in the amorphous germanium
layer. Providing, e.g. implanting dopant elements in the amorphous layer may have advantages over implantation in a
crystalline layer. When dopant elements are provided in the crystalline layer, the crystalline layer will suffer from channel
effects and will also require an extra annealing step to remove implantation damage. Performing the provision, e.g.
implantation of dopant elements before crystallisation allows omitting the activation anneal and limit the thermal budget
because the crystallisation anneal requires less high temperature.
[0096] The layer of amorphous material may have a thickness within a range defined between a lower value and an
upper value. The lower value can be 0.3 nm, 1.5 nm, 5 nm, 10 nm, 50 nm, 100 nm. The upper value can be 100 nm,
200 nm, 300 nm, 400 nm, 500 nm, 1 micron, 1.5 micron, 2 micron. It is believed that layers of amorphous material with
a thickness of 2 micron can completely be crystallised.
[0097] The temperature anneal used during annealing of the base substrate during crystallising the layer of amorphous
material may be such that the base substrate and the crystallised layer are not negatively affected by it. It should thus
be not higher than the melting point of Ge in case of an amorphous layer consisting of pure Germanium.
[0098] In particular embodiments the Ge surface may be exposed to a nitrogen gas flow during crystallising the
amorphous layer of germanium. The nitrogen gas may comprise N-containing molecules. Examples are N2 gas or
ammonia (NH3). These molecules are relatively stable. As nitrogen gas molecules (such as N2 or NH3) are relatively
stable the nitrogen molecules from the nitrogen gas flow can be split into atomic nitrogen atoms. This can be done in a
plasma or by thermally cracking in front of the substrate, for example by using high substrate temperatures, or in a
plasma cell. Cracking of N2 may be done in a plasma and cracking of NH3 may be done by thermally cracking in front
of the substrate, for example by using high substrate temperatures or a heating filament, or by cracking in a plasma cell.
To form atomic nitrogen able to react with the a-Ge to form a GeN either a temperature above 500°C can be used or a
plasma can be used.
[0099] In particular embodiments the nitrogen atmosphere may comprise N, N2 or respective ions. It may further
comprise forming gases as known to the skilled person.
[0100] In alternative embodiments the atmosphere may comprise NH3.
[0101] Performing crystallisation of the amorphous germanium layer under nitrogen atmosphere results in an additional
GeN layer formed on top of the crystalline layer, even at very low temperatures such as e.g. 0°C. The plasma can for
instance be, but is not limited to, a N plasma, NH3 plasma or an N+ Ar plasma. The temperature anneal may be performed
above 400°C, or above 480°C. It may be performed below 940°C or below 800°C or below 750°C. The pressure can
for instance be about 10-5 mbar. It may be between 10-7 mbar and 10-3 mbar or between 10-6 mbar and 10-4 mbar. The
nitrogen flow may be within the range of 0.1 sccm and 10 sccm, for instance about 1.2 seem. The RF power may be
between 100 W and 1000 W, or between 200 W and 500 W. The duration of the anneal depends at least in part on the
temperature of the anneal. At 450°C it takes for instance 3 minutes (3’) to crystallise a 12 nm thick Germanium layer.
By using pulsed heating for instance by means of a flash lamp 1 second can suffice. The duration may therefore be
between 1 second (1") and 24 hours, for example between 1 minute (1’) and 1 hour.
[0102] In other embodiments the atmosphere does not comprise a nitrogen plasma, but may comprise NH3. The
temperature anneal may be performed at temperatures between 400°C and 940°C or between 400°C and 850°C or
between 550°C and 850°C. For temperatures larger than about 450°C an additional GeN layer is formed on top of the
crystallised layer, and the formation speed of such GeN layer increases when going to higher anneal temperatures.
Below about 450°C this is less or not the case. The pressure may be between 10^-3 mbar and 2000 mbar or between
50 mbar and 200 mbar. The nitrogen flow may be within the range of 100 sccm to 10000 sccm, or within the range of
3000 sccm to 5000 sccm. The duration of the anneal depends at least in part on the temperature of the anneal. The
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duration may therefore be between 1 second (1") and 24 hours, for example between 1 minute (1’) and 1 hour.
[0103] In other embodiments the atmosphere does not comprise a nitrogen plasma but it may comprise N2. The
temperature anneal may be performed at temperatures between 400°C and 940°C or between 400°C and 850°C or
between 550°C and 850°C. For temperatures larger than about 550°C or larger than about 600°C an additional GeN
layer is formed on top of the crystallised layer. Below about 550°C this is less or not the case. The pressure may be
larger than 10-3 mbar. The pressure may be between 10-3 mbar and 100 bar or between 10 mbar and 1000 mbar. The
duration of the anneal depends at least in part on the temperature of the anneal. The duration may therefore be between
1 second (1") and 24 hours, for example between 1 minute (1’) and 1 hour.
[0104] In other embodiments the atmosphere does not comprise a nitrogen plasma or any other nitrogen source as
described above, and the temperature anneal to crystallise the amorphous germanium layer may be performed below
550°C. Here the layer is crystallised but no additional layer of GeN is formed on top of the crystalline layer.
[0105] The embodiments in which an additional GeN layer is formed show a smaller RMS roughness of the crystallised
layer than the embodiments where no such layer is formed. In other words, embodiments where crystallisation of the
amorphous germanium layer is performed under nitrogen atmosphere show a smaller RMS roughness of the crystallised
layer than the embodiments where crystallisation was not performed under nitrogen atmosphere.
[0106] After having formed the crystallised layer as for instance the crystallised Ge layer, in embodiments wherein a
GeN layer is also formed, a group III-V material, e.g. a III-Nitride [III-N] layer can be produced as for instance grown on
top of that GeN layer. Such III-N layer can, for example, be GaN.
[0107] After having formed the crystallised layer as for instance the crystallised Ge layer, in embodiments wherein no
GeN layer is also formed, an appropriate III-V material layer, for example III-nitride layer can be produced as for instance
grown on top of said Ge layer.
[0108] It has been shown that in embodiments wherein the formation of a GeN layer on top of the crystallised layer
occurs, i.e. in embodiments where crystallisation of the amorphous germanium layer is performed under nitrogen at-
mosphere, the surface roughness of the front surface of the crystalline layer formed is typically better (RMS roughness
below 1.5 nm) than when such GeN layer has not been formed, or in other words when crystallisation of the amorphous
germanium layer is not performed under nitrogen atmosphere (e.g. vacuum anneal without plasma and at a temperature
around 750°C resulted in a RMS roughness of 4.5nm). It is thus believed that the formation of GeN, and thus crystallisation
of the amorphous germanium layer under nitrogen atmosphere, reduces the front surface roughness of the crystallised
layer. Growth of crystalline material on top of a smooth surface leads to better crystal quality than on rough surfaces.
Also for processing, flat surfaces are preferred over rough surfaces, because processing of flat surfaces is easier.
[0109] In certain embodiments, wherein a GeN layer is formed on top of said crystalline layer, i.e. where crystallisation
of the amorphous germanium layer is performed under nitrogen atmosphere, an additional GeN removal process can
be applied to remove such GeN layer, after which an appropriate additional III-V material can be produced as for instance
grown on top of said Ge layer.
[0110] The growth of the extra III-V material can for instance but not only be performed by MOCVD (metal-organic
chemical vapour deposition). It can be an epitaxial growth.
[0111] In certain embodiments wherein an extra GeN layer is formed on top of the crystalline layer during the temper-
ature anneal (or shorter "anneal") a contact structure may be produced on top of this GeN layer.
[0112] According to embodiments of the invention, the method may furthermore comprise, after crystallising the amor-
phous germanium layer and thus after formation of the crystalline germanium layer, thickening the crystalline germanium
layer. This may, for example, be done by CSVT (Close Space Vapour Transport).
[0113] The present invention also provides a method for forming a photovoltaic cell. The method comprises forming
a crystalline germanium layer on a base substrate, the crystalline germanium layer being formed by a method according
to embodiments of the invention. Standard solar cell processing techniques known to the skilled person can be applied
to achieve this. According to embodiments of the invention, the crystalline germanium layer may be a monocrystalline
germanium layer.
[0114] The present invention also provides a method for forming a photo-electrolysis cell. The method comprises
forming a crystalline germanium layer on a base substrate, the crystalline germanium layer being formed by a method
according to embodiments of the invention. According to embodiments of the invention, the crystalline germanium layer
may be a monocrystalline germanium layer.
[0115] The present invention furthermore provides a method for the production of a CMOS device, comprising forming
a crystalline germanium layer on a base substrate, the crystalline germanium layer being formed by a method according
to embodiments of the invention. Standard CMOS processing techniques known to the skilled person can be applied to
achieve this. According to embodiments of the invention, the crystalline germanium layer may be a monocrystalline
germanium layer.
[0116] Hereinafter, some examples will be discussed. It has to be understood that these examples are only intended
for explanation and illustration purposes and that they are not intended to limit the invention in any way.
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Examples and test results

Crystallisation of amorphous Ge, deposited by PECVD on Si (example N357)

[0117] For this example, Si(111) substrates were chemically cleaned to remove metal contamination, particles and
native oxides. Hereafter a ∼ 50 nm thick a-Ge (amorphous Ge) was deposited by PECVD on the Si(111) substrates.
Then, the substrates were annealed in vacuum at a ∼1e-8 torr background pressure and at a temperature of ∼750 °C.
[0118] From the results obtained from these experiments it was found that after deposition, the Ge was amorphous
(according to the RHEED (Reflection High Energy Electron Diffraction) measurements). The RHEED results showed
streaks during annealing at a temperature of ∼ 450 °C
[0119] XRD (X-Ray Diffraction) measurements showed a diffraction peak, originating from crystalline Ge, with a ome-
ga/2theta FWHM of 506 arc seconds.
[0120] As a conclusion of this experiment it can be said that a-Ge can be formed by PECVD on Si(111) substrates.
This a-Ge can be crystallised when annealed at sufficiently high temperature. It was furthermore found that it was possible
to crystallise a 50 nm thick a-Ge. PECVD deposited a-Ge becomes crystalline at ∼ 450 °C.

Nitrogen plasma anneal (example N362)

[0121] This experiment was similar to the previous experiment, i.e. example N357, except that now instead of annealing
in vacuum, annealing was now performed under N plasma at ∼ 750 °C (∼2e-5 torr background pressure).
[0122] The Ge peak observed by XRD measurements showed higher intensity than for example N357, indicating
better crystal quality in case of the present example. The FWHM (full width at half maximum) was found to be smaller
than for example N357: 382 arc seconds (506 arc seconds for example N357), which also indicates better crystal quality
in case of the present example. The XRD rocking curve FWHM was 471 arc seconds for the present example and was
665 arc seconds for example N357, which also indicates better crystal quality in case of the present example.
[0123] Figure 1 shows an XRD Omega/2theta scan a 50 nm thick crystallised germanium layer on Si(111) comparing
the present example with example N357. The solid line shows the result for the present example while the triangles
show the result for example N357.
[0124] Fringes are visible in the XRD omega/2theta scan, indicating good interfacial quality between Ge and Si. The
XRD omega/2theta Ge peak is, in case of example N357, shifted to the right with respect to the XRD omega/2theta Ge
peak for the present example. Apparently the Ge mixes with the Si when no plasma is applied, and SiGe is formed. The
surface roughness for the present example is 1.5 nm in case of the present example, instead of 4.5 nm for example N357.
[0125] It can be concluded that annealing under nitrogen atmosphere, in the example given N plasma, leads to better
crystal quality and to a smoother surfaces than when no nitrogen atmosphere is used, i.e. when annealing is performed
in vacuum. SiGe formation is apparently suppressed when annealing under nitrogen atmosphere, in the example given
Nitrogen plasma.

Nitrogen plasma anneal of a-Ge layer without hydrogen

(example N371)

[0126] Si(111) substrates were chemically cleaned to remove metal contamination, particles and native oxides. There-
after a ∼ 12 nm thick a-Ge was deposited in a vacuum system. No hydrogen was added.
[0127] Annealing was performed in vacuum (∼5e-9 torr background pressure), at a temperature of ∼750 °C.

(example N373)

[0128] Example N373 is similar as example N371, except that in the present case annealing was done under N plasma
(∼2e-5 torr background pressure), at ∼750 °C, instead of under vacuum.
[0129] XRD omega/2theta measurements did not show a Ge diffraction peak for the sample which received an anneal
without N plasma (example N371). For the present example (example N373) there was a Ge diffraction peak visible.
From this it can be concluded that the crystal quality is less good than for a-Ge which contains hydrogen. From the
above experiments, it can be concluded that anneal under nitrogen (e.g. N plasma) improves crystallisation of a-Ge.
The crystal quality is less good than for a-Ge which contains hydrogen (see further).

NH3 anneal (example MOCVDtest005)

[0130] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
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after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 58 nm thick Ge layer
was deposited at ∼150 °C by thermal evaporation of a Ge source. During deposition a H2 flux of 0.6 sccm was directed
to the substrate, so that hydrogen could be incorporated into the layer. The background pressure was around ∼1e-4 torr.
[0131] Annealing was performed under NH3 atmosphere (pressure of 100 torr and 6-7 standard liter per minute) at
650 °C for 5 minutes.
[0132] XRD omega/2theta measurement showed a Ge diffraction peak. The XRD rocking curve FWHM was 298 arc
seconds.
[0133] From this example it can be concluded that good crystallisation of a-Ge on Si(111) can be obtained by annealing
at 650 °C under NH3 flow.

N2 atmosphere anneal (example N499-A1)

[0134] A Si(111) substrate was chemically cleaning to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 58 nm thick Ge layer
was deposited at ∼150 °C by thermal evaporation of a Ge source. During deposition a H2 flux of 0.6 sccm was directed
to the substrate, so that hydrogen could be incorporated into the layer. The background pressure was around ∼1e-4 torr.
[0135] Annealing was performed under N2 atmosphere, 600 °C for 1 minute.
[0136] XRD omega/2theta measurement showed a Ge diffraction peak. The XRD rocking curve FWHM was 287 arc
seconds.
[0137] The surface roughness from XRR (X-Ray Reflectivity) was found to be 0.8 nm.
[0138] From this example it can be concluded that crystallisation of a-Ge on Si can be obtained by annealing at 600
°C under N2 atmosphere.

Different annealing times

(example NSG33-ASRTA1)

[0139] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a ∼110 nm thick n-doped a-Ge on Si(111) was deposited by PECVD.
[0140] Annealing was performed by fast ramp to 600 °C, annealing at 600 °C during 1 minute.

(example NSG33-ASRTA2)

[0141] The present example was similar to NSG33-ASRTA1, except for the annealing. In the present example, an-
nealing was performed by slow ramp to 600 °C in ten minutes, annealing at 600 °C during 1 minute.
[0142] A comparison between example NSG33-ASRTA1 and NSG33-ASRTA2 is shown in the table hereunder.

[0143] From the above examples, it can be concluded that annealing can be performed with slow and with fast ramping
to the maximum annealing temperature.
[0144] A XRD rocking curve FWHM of 146 arc seconds has been obtained, with a surface roughness of 0.7 nm for a
110 nm thick Ge layer.

P-Doping (example N375)

[0145] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a 91 nm thick a-Ge layer was deposited by PECVD on the Si(111) substrate. B2H6 was added to the plasma, so
that the a-Ge layer formed contained B.
[0146] Annealing was performed in vacuum under nitrogen plasma (∼2e-5 torr background pressure) at ∼650 °C.

Name Ramp Ge omega/2theta 
FWHM (arc sec.)

Ge rocking curve 
FWHM (arc sec.)

Thickness 
(nm)

Surface 
roughness (nm)

Interface 
roughness 
(nm)

NSG33-
ASRTA1

Fast 139 146 111 0.7 1.2

NSG33-
ASRTA2

Slow 140 161 113 0.9 1.5
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[0147] From Tencor a 913 Ohm/square sheet resistance was measured.
[0148] HALL measurements revealed a 857 Ohm/square sheet resistance, p-type doping, 5.4e18 carriers/cm3 and a
mobility of 149 cm2/Vs.
[0149] It can be concluded that p-type crystalline Ge can be obtained by crystallisation of a-Ge as described above.
5.4 e18 holes/cm3 and a mobility of 149 cm2/Vs was obtained. This example shows that a 91 nm thick a-Ge can be
crystallised using a method according to embodiments of the present invention.

N-Doping (example N391)

[0150] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a 91 nm thick a-Ge layer was deposited by PECVD on the Si(111) substrate. PH3 was added to the plasma, so
that the resulting a-Ge layer contained P. Annealing was performed in vacuum under nitrogen plasma (background
pressure of ∼2e-5 torr) at a temperature of ∼750 °C.
[0151] HALL measurements showed 2373 Ohm/square sheet resistance, n-type doping, 9.2e17 carriers/cm3 and a
mobility of 318 cm2/Vs.
[0152] This example shows that an n-type crystalline Ge layer can be obtained by crystallisation of a-Ge as described
above. A crystalline Ge layer with 9.2 e18 holes/cm3 and a mobility of 318 cm2/Vs can obtained by using a method
according to embodiments of the invention.

Influence of Hydrogen

(example N499-A1)

[0153] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 58 nm thick Ge was
deposited at ∼150 °C by thermal evaporation of a Ge source. During deposition a H2 flux of 0.6 sccm was directed to
the substrate, so that hydrogen was present during deposition of the amorphous Ge layer. The background pressure
was around ∼1e-4 torr. Annealing was performed under N2 atmosphere, 600 °C for 1 minute.

(example N501-A1)

[0154] The present example is similar to example N499-A1, except that in the present example no H2 flow was used
during deposition of Ge. The background pressure was around ∼1e-9 torr. Annealing was performed under N2 atmos-
phere, at a temperature of 600 °C for 1 minute.
[0155] A good Ge peak was observed for example N499-A1. A small peak was observed for the present example
(N501-A1). The XRD rocking curve FWHM for example N499-A1 was found to be 287 arc seconds, while it was found
to be 958 arc seconds for the present example (N501-A1).
[0156] Figure 2 shows an XRD Omega/2theta scan of a crystallised a-Ge layer on Si(111) with (solid line, example
N499-A1)) and without (triangles, example N501-A1)) hydrogen being present in the a-Ge layer.
[0157] The surface roughness is comparable for both examples and was found to be around 0.8 nm.
[0158] From these examples it can be concluded that directing a H2 flux onto a sample while depositing a-Ge leads
to incorporation of Hydrogen in the a-Ge layer formed. Amorphous Ge comprising hydrogen significantly improves the
results after crystallisation.

Comparison of two H2 fluxes

(example N525-A1)

[0159] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A ∼60 nm thick Ge
was deposited at ∼150 °C by thermal evaporation of a Ge source. Before deposition the substrate was heated to a
temperature of ∼750 °C during which a 0.6 sccm H2 flux was directed to the substrate. During deposition a H2 flux of
0.6 sccm was directed to the substrate. The background pressure was around ∼1e-4 torr. Annealing was performed
under N2 atmosphere, 600 °C for 1 minute.

(example N526-A1)

[0160] The present example is similar to example N525-A1, but with a 0.3 sccm H2 flux (∼5e-5 torr background pressure)
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instead of 0.6 sccm H2 flux (∼1e-4 torr background pressure)
[0161] XRD and XRR measurements are shown in the table herebelow.

[0162] From these examples it can be concluded that different H2 fluxes can be used with a method according to
embodiments of the present invention. The use of a 0.3 sccm H2 flux appears to lead to a same quality of crystalline
layers as the use of a 0.6 sccm H2 flux.

Different Ge thicknesses (example N360)

[0163] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a 12 nm thick a-Ge was deposited by PECVD on the Si(111) substrate. Annealing was performed in vacuum under
nitrogen plasma (background pressure of ∼2e-5 torr) at a temperature of ∼750 °C.
[0164] XRD and RHEED measurements showed crystallisation of the 12 nm thick a-Ge layer. Layers with other
thicknesses were also crystallised.
[0165] Figure 3 shows an XRD omega/2theta scan for crystallised Ge layer with different thicknesses. Solid line: 91
nm (example N375), triangles: 49 nm (example N362) and circles: 12 nm (example N360).
[0166] An other experiment showed crystallisation of 5.5 nm a-Ge on Si(111) substrates.
[0167] It can be concluded that a-Ge layers with different thicknesses can be crystallised using a method according
to embodiments of the present invention. There does not seem to exist an upper or lower limit. It has been shown that
a-Ge layers with a thickness of 5.5 nm, 12 nm, 49 nm, 60 nm, 91 nm, ∼500 nm (see experiment on GaAs)can be
crystallised using a method according to embodiments of the present invention.

Influence of N plasma power

(example N377)

[0168] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a ∼100 nm thick a-Ge layer was deposited by PECVD on the Si(111) substrates. Annealing was performed in
vacuum under nitrogen plasma at ∼2e-5 torr and at a temperature of ∼750 °C. The plasma settings used were 1.2 sccm
N2 and 180 W RF (Radio Frequency) power.

(example N378)

[0169] Example N378 was performed under similar conditions as example N377, except that now a 500 W RF power
was used instead of 180 W.
[0170] From optical microscope measurements it is clear that the surface of the present example (N378) is more flat
than that of example N377).
[0171] It can be concluded that Increasing the Nitrogen content (e.g. by increasing the RF power for a N plasma
source), improves the surface of the resulting crystalline Ge layer.

PECVD deposition at different temperatures

(example N391)

[0172] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a ∼88 nm thick a-Ge layer was deposited by PECVD on the Si(111) substrates, at ∼200 °C substrate temperature.
Annealing was performed in vacuum under nitrogen plasma (background pressure of ∼2e-5 torr), and at a temperature
of ∼750 °C.

Name H2 flux 
(sccm)

Ge omega/2theta 
FWHM (arc sec.)

Ge rocking curve 
FWHM (arc sec.)

Thickness 
(nm)

Surface 
roughness (nm)

Interface 
roughness (nm)

N525-
A1

0.6 243 259 61 0.7 0.8

N526-
A1

0.3 239 259 62 0.6 0.8
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(example N392)

[0173] Example N392 was performed under similar conditions as example N391, but the substrate was now held at
∼100 °C during deposition, and an a-Ge layer was provided with a thickness of 80 nm.
[0174] XRD and XRR measurements for both example N391 and N392 are summarized in the table below.

[0175] From the above it can be concluded that rent deposition temperatures can be used for the PECVD deposition
for providing an a-Ge layer in a method according to embodiments of the invention.

Ge deposition under H2 flow at different temperatures

(example N526-A1)

[0176] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 61 nm thick Ge layer
was deposited at ∼150 °C by thermal evaporation of a Ge source. During deposition a H2 flux of 0.3 sccm was directed
to the substrate so that hydrogen was present during deposition of the a-Ge layer. The background pressure was around
∼1e-4 torr. Annealing was performed under N2 atmosphere at a temperature of 600°C for 1 minute.

(example N527-A1)

[0177] Example N527-A1 was similar to example N526-A1, but now the deposition temperature was 300°C instead
of 150°C.
[0178] (example N528-A1) Example N528-A1 was similar to example N526-A1, but now the deposition temperature
was 500°C instead of 150°C.

(example N530-A1)

[0179] Example N530-A1 was similar to example N526-A1, but now the deposition temperature was 0°C instead of
150°C.
XRD and XRR measurements for results of the above examples are summarized in the table herebelow.

[0180] It can be concluded that different deposition temperatures can be used for the Ge deposition under H2 flow
with a method according to embodiments of the invention.

Name Substrate 
temperature 
(°C)

Ge omega/2theta 
FWHM (arc sec.)

Ge rocking curve 
FWHM (arc sec.)

Thickness 
(nm)

Surface 
roughness 
(nm)

Interface 
roughness 
(nm)

N391 200 175 201 88.0 0.9 2.1

N392 100 195 212 80.0 0.9 2.5

Name Deposition 
temperature (°C)

Ge omega/
2theta 
FWHM

Ge rocking 
curve

Thickness 
(nm)

Roughness 
surface (nm)

Roughness 
interface (nm)

N526-
A1

150 °C 239 259 62.3 0.58 0.79

N527-
A1

300 °C 299 342 59.8 0.32 0.5

N528-
A1

500 °C 245 724 / 2.5 0.52

N530-
A1

000 °C 346 331 58.6 0.64 0.98
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H2 clean

(example N499-A1)

[0181] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 58 nm thick Ge layer
was deposited at ∼150 °C by thermal evaporation of a Ge source. During deposition a H2 flux of 0.6 sccm was directed
to the substrate, so that hydrogen could be incorporated into the layer. The background pressure was around ∼1e-4
torr. Annealing was performed under N2 atmosphere at a temperature of 600 °C for 1 minute.

(example N525-A1)

[0182] The present example was similar to example N499-A1, but now before deposition the substrate was heated to
a temperature of ∼750 °C during which a 0.6 sccm H2 flux was directed to the substrate.
[0183] XRD and XRR measurements for the above examples are summarized in the table herebelow.

[0184] It can be concluded that heating the Si substrate in vacuum under an H2 flow can improve the crystal quality
of the resulting crystalline Ge layer and can decrease the surface and interface roughness.

Crystallisation on GaAs

(example N402)

[0185] A GaAs(001) substrate was thermally cleaned to remove native oxides. Thereafter a ∼ 100 nm thick, p-doped,
a-Ge layer was deposited by PECVD. Annealing was performed in vacuum under N plasma at a temperature of ∼ 750°C
(∼2e-5 torr background pressure)
[0186] RHEED measurements showed crystalline Ge after annealing. From XRD measurements a 100 nm Ge peak
was difficult to distinguish because of the small lattice mismatch between Ge and GaAs. Fringes were visible in the
omega/2theta scan, which indicates good interfacial quality. HALL measurements revealed 235 Ohm/square, p-type,
2e19 holes/cm3, 132 cm2/Vs.

(example N402)

[0187] A GaAs(001) substrate was thermally cleaned to remove native oxides. Thereafter a ∼ 500 nm thick, p-doped,
a-Ge layer was deposited by PECVD. Annealing was performed in vacuum under N plasma at a temperature of ∼ 500°C
(∼2e-5 torr background pressure).RHEED experiments showed crystalline Ge after annealing. From XRD measurements
a 500 nm Ge peak was distinguished, despite the small lattice mismatch with GaAs. The XRD rocking curve was found
to be 129 arc seconds. The surface of the crystalline Ge layer looked quite flat, the measured roughness from XRR
measurements was found to be 2.2 nm. HALL measurements revealed 41 Ohm/square, p-type doping, 1.5e19 holes/cm3,
204 cm2/Vs.
[0188] It can be concluded that:

- a-Ge can be crystallised on GaAs substrates using a method according to embodiments of the invention,
- 1.5e19 holes/cm3, 204 cm2/Vs have been obtained,
- ∼500 nm a-Ge can be crystallised using a method according to embodiments of the present disclosure, and
- (001) oriented substrates can be used for Ge crystallisation using a method according to embodiments of the present

disclosure.

Name H2 clean at high 
temperature

Ge omega/
2theta FWHM

Ge rocking 
curve FWHM

Thickness 
(nm)

Roughness 
surface (nm)

Roughness 
interface (nm)

N499-
A1

No 290 287 57 0.8 1.0

N525-
A1

Yes 243 259 61 0.7 0.8
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Crystallisation on Ge

[0189] The crystal quality of crystallised Ge on Ge substrates was difficult to check, therefore GaN was grown on top
of crystalline Ge layer. When is found to be GaN is crystalline, it shows that the underlying crystallised Ge layer is of
good quality. This has been shown in experiment "GaN growth on crystallised Ge" (see further).
[0190] It can be concluded that a-Ge can be crystallised on a Ge substrate using a method according to embodiments
of the invention.

Crystallisation on Si(001) (example NSG49-A)

[0191] A Si(001) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after a ∼ 500 nm thick, n-doped, a-Ge layer was deposited by PECVD. Annealing was performed in N2 atmosphere
during 5 minutes at a temperature of 600 °C.
[0192] The XRD omega/2theta scan showed a Ge(004) diffraction peak, indicating the presence of crystalline Ge. The
crystal quality is (for the experiments done) lower than for crystallisation on Si(111) (see above).
[0193] This example shows that a-Ge can be crystallised on Si(001) using a method according to embodiments of the
disclosure.

GaN growth on crystallised Ge

(example N403)

[0194] A Ge(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides.
Thereafter a ∼ 100 nm thick, p-doped, a-Ge layer was deposited by PECVD. Annealing was performed in vacuum under
N plasma during 5 minutes at a temperature of ∼750°C. A ∼ 100 nm thick GaN was then formed at a temperature of ∼700 °C.
[0195] XRD omega/2theta scan showed a GaN diffraction peak with a FWHM value of 292 arc seconds.
[0196] Figure 4 shows an XRD Omega/2theta scan of a 100 nm thick GaN layer grown on a 100 nm thick crystallised
a-Ge layer on Ge (111). A clear GaN diffraction peak is visible.
[0197] GaN XRD rocking curve showed a FWHM of 996 arc seconds.

(example N403)

[0198] A Si(111) (4 degrees off cut) substrate was chemically cleaned to remove metal contamination, particles and
native oxides. Thereafter a ∼ 100 nm thick, p-doped, a-Ge layer was deposited by PECVD. Annealing was performed
in vacuum under N plasma during 5 minutes at a temperature of ∼750°C. Then a ∼ 200 nm thick GaN layer was provided
at a temperature of ∼550°C.
[0199] XRD omega/2theta results showed a GaN diffraction peak with a FWHM value of 295 arc seconds. The crystal
quality is lower than for GaN growth on Ge(111) substrates.
[0200] Figure 5 shows an XRD Omega/2theta scan. A GaN diffraction peak is visible indicating crystalline GaN.
[0201] It can be concluded that crystalline GaN can be grown on crystallised Ge on Ge(111) and on crystallised Ge
on Si(111) using a method according to embodiments of the invention. The crystal quality is lower than on for GaN
growth on Ge(111) substrates.
[0202] This shows that a-Ge can be crystallised on a Ge substrate using a method according to embodiments of the
disclosure.

Ge deposition at nitrogen gas source exposure

(example N727-A1)

[0203] A Si(111) substrate was chemically cleaned to remove metal contamination, particles and native oxides. There-
after the substrate was immediately loaded into a vacuum system. The substrate was degassed. A 58 nm thick Ge layer
was then deposited at ∼150°C by thermal evaporation from a Ge source. During deposition a N2 flux of 1.2 sccm was
directed to the substrate, so that N2 was present during deposition of the amorphous Ge layer. The background pressure
during deposition was around ∼2.5e-5 torr. In a next step, annealing was performed under N2 atmosphere at 600°C for
1 minute. The present example is similar to example N499-A1, except that in the present example instead of a H2 flow
an N2 flow was used during deposition of the Ge layer.
[0204] An XRD Omega/2Theta scan of the present example shows a Ge(111) diffraction peak of high intensity, indi-
cating Ge of high crystal quality is obtained with the same crystal orientation as the Si substrate (see Figure 6, dotted
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line). The XRD rocking curve FWHM for the present example was found to be 191 arc seconds, while it was found to
be 958 arc seconds for example N501-A1 (no N2 flux during deposition) and 287 arc seconds for example N499-A1
(deposition while exposed to H2 flux), as was described above.
[0205] Figure 6 compares the XRD Omega/2theta scan of the crystallised a-Ge layer on Si(111) in which the amorphous
Ge layer was deposited while being exposed to nitrogen (dotted line, present example), with a crystallised a-Ge layer
on Si(111) in which the amorphous Ge layer was deposited while being exposed to hydrogen (solid line, example N499-
A1 described above) and crystallised a-Ge layer on Si(111) in which the amorphous Ge layer was deposited while not
being exposed to any gas (triangles, example N501-A1 described above).
[0206] The surface roughness of the Ge layer formed according to the present example was measured by X-ray
reflectivity and was found to be 0.4 nm. For examples N499-A1 and N501-A1 the surface roughness was found to be
around 0.8 nm. The interface roughness of the Ge layer formed according to the present example was measured by X-
ray reflectivity and was found to be 0.4 nm, where for examples N499-A1 and N501-A1 it was found to be around 1.0 nm.
[0207] The presence of fringes in the XRD Omega/2Theta scan confirms that the Ge surface roughness and the
roughness at the Si-Ge interface is limited.
From this example it can be concluded that directing a N2 flux onto a sample while depositing an amorphous Ge layer
improves the crystal quality, Ge surface roughness and Si-Ge interface roughness after crystallization for the formation
of a crystalline Ge layer.
[0208] It is to be understood that although preferred embodiments, specific constructions and configurations, as well
as materials, have been discussed herein for devices according to the present invention, various changes or modifications
in form and detail may be made without departing from the scope of this invention as defined by the appended claims.

Claims

1. A method for providing a crystalline germanium layer on a base substrate having a crystalline surface, the method
comprising:

- cleaning the base substrate for removing contaminants and/or native oxides from the crystalline surface,
- providing an amorphous germanium layer on the crystalline surface of the cleaned base substrate, and
- crystallising the amorphous germanium layer by annealing the base substrate so as to provide a crystalline
germanium layer,

characterised in that providing the amorphous germanium layer is performed by exposing the base substrate to
a hydrogen source and/or a non-reactive gas source during formation of the germanium layer;
and in that the base substrate is a Si substrate having at least a surface with hexagonal symmetry.

2. The method according to claim 1, wherein the substrate is a Si(111) substrate.

3. The method according to any of the previous claims, wherein the crystalline germanium layer is a monocrystalline
germanium layer.

4. The method according to any of the previous claims, wherein cleaning the base substrate is performed by using HF
or HF-gas.

5. The method according to any of the previous claims, wherein exposing the substrate to a hydrogen source is
performed by exposing the substrate to a hydrogen plasma, a H2 flux or to hydrogen originating from dissociation
of GeH4.

6. The method according to any of the previous claims, wherein exposing the base substrate to a non-reactive gas
source is performed by exposing the base substrate to N2, He, Ne, Ar, Kr, Xe, Rn or mixtures thereof.

7. The method according to any of the previous claims, wherein providing the amorphous germanium layer is performed
by Chemical Vapour Deposition using hydrogen and a gas comprising germanium.

8. The method according to any of the previous claims, wherein providing the amorphous germanium layer is performed
at a temperature between -196°C and 500°C.

9. The method according to any of the previous claims, wherein crystallising the amorphous germanium layer is
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performed by annealing the base substrate in a nitrogen atmosphere.

10. The method according to claim 9, wherein crystallising the amorphous germanium layer is performed under an
atmosphere comprising NH3, N2 or a N plasma.

11. The method according to any of the previous claims, furthermore comprising providing dopant elements in the
amorphous germanium layer.

12. The method according to claim 11, wherein providing dopant elements in the amorphous germanium layer is per-
formed during deposition of the amorphous germanium layer or by implantation of dopant elements after formation
of the amorphous germanium layer and before crystallising the amorphous germanium layer.

13. A method for forming a photovoltaic cell or a photo-electrolysis cell, the method comprising forming a crystalline
germanium layer on a base substrate by a method according to any of the previous claims.

14. A method for forming a CMOS device, comprising forming a crystalline germanium layer on a base substrate by a
method according to any of claims 1 to 12.

15. A substrate comprising a crystalline germanium layer on a base substrate, the crystalline germanium layer having
a thickness of lower than 500 nm, wherein the X-ray diffraction rocking curve characteristic shows a full width at
half maximum (FWHM) of lower than 500 arcsec or the omega/2theta characteristic shows a full width at half
maximum (FWHM) of lower than or equal to 506 arcsec and wherein a surface of the crystalline germanium layer
has an RMS surface roughness of lower than 5 nm; characterised in that the base substrate is a Si substrate
having at least a surface with hexagonal symmetry.

Patentansprüche

1. Verfahren zum Bereitstellen einer kristallinen Germaniumschicht auf einem Basissubstrat, das eine kristalline Ober-
fläche aufweist, wobei das Verfahren umfasst:

- Reinigen des Basissubstrats zum Entfernen von Kontaminanten und/oder nativen Oxiden von der kristallinen
Oberfläche,
- Bereitstellen einer amorphen Germaniumschicht auf der kristallinen Oberfläche des gereinigten Basissubstrats,
und
- Kristallisieren der amorphen Germaniumschicht durch Glühen des Basissubstrats, um eine kristalline Germa-
niumschicht bereitzustellen,

dadurch gekennzeichnet, dass das Bereitstellen der amorphen Germaniumschicht durch Exponieren des Basis-
substrats gegenüber einer Wasserstoffquelle und/oder einer nichtreaktiven Gasquelle während Bildens der Ger-
maniumschicht durchgeführt wird;
und dadurch, dass das Basissubstrat ein Si-Substrat ist, das mindestens eine Oberfläche mit hexagonaler Symmetrie
aufweist.

2. Verfahren nach Anspruch 1, wobei das Substrat ein Si(111)-Substrat ist.

3. Verfahren nach einem der vorstehenden Ansprüche, wobei die kristalline Germaniumschicht eine monokristalline
Germaniumschicht ist.

4. Verfahren nach einem der vorstehenden Ansprüche, wobei das Reinigen des Basissubstrats unter Verwendung
von HF oder HF-Gas durchgeführt wird.

5. Verfahren nach einem der vorstehenden Ansprüche, wobei das Exponieren des Substrats gegenüber einer Was-
serstoffquelle durch Exponieren des Substrats gegenüber einem Wasserstoffplasma, einem H2-Fluss oder gegen-
über Wasserstoff durchgeführt wird, der aus Spaltung von GeH4 stammt.

6. Verfahren nach einem der vorstehenden Ansprüche, wobei das Exponieren des Basissubstrats gegenüber einer
nichtreaktiven Gasquelle durch Exponieren des Basissubstrats gegenüber N2, He, Ne, Ar, Kr, Xe, Rn oder Mischun-
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gen davon durchgeführt wird.

7. Verfahren nach einem der vorstehenden Ansprüche, wobei das Bereitstellen der amorphen Germaniumschicht
durch chemische Dampfabscheidung unter Verwendung von Wasserstoff und einem Gas durchgeführt wird, welches
Germanium umfasst.

8. Verfahren nach einem der vorstehenden Ansprüche, wobei das Bereitstellen der amorphen Germaniumschicht bei
einer Temperatur zwischen -196 °C und 500 °C durchgeführt wird.

9. Verfahren nach einem der vorstehenden Ansprüche, wobei das Kristallisieren der amorphen Germaniumschicht
durch Glühen des Basissubstrats in einer Stickstoffatmosphäre durchgeführt wird.

10. Verfahren nach Anspruch 9, wobei das Kristallisieren der amorphen Germaniumschicht unter einer Atmosphäre
durchgeführt wird, die NH3, N2 oder ein N-Plasma umfasst.

11. Verfahren nach einem der vorstehenden Ansprüche, das des Weiteren das Bereitstellen von Dotierungselementen
in der amorphen Germaniumschicht umfasst.

12. Verfahren nach Anspruch 11, wobei das Bereitstellen von Dotierungselementen in der amorphen Germaniumschicht
während des Abscheidens der amorphen Germaniumschicht oder durch Einpflanzen von Dotierungselementen
nach dem Bilden der amorphen Germaniumschicht und vor dem Kristallisieren der amorphen Germaniumschicht
durchgeführt wird.

13. Verfahren zum Bilden einer Photovoltaikzelle oder einer Photoelektrolysezelle, wobei das Verfahren das Bilden
einer kristallinen Germaniumschicht auf einem Basissubstrat über ein Verfahren nach einem der vorstehenden
Ansprüche umfasst.

14. Verfahren zum Bilden einer CMOS-Vorrichtung, das das Bilden einer kristallinen Germaniumschicht auf einem
Basissubstrat über ein Verfahren nach einem der Ansprüche 1 bis 12 umfasst.

15. Substrat, das eine kristalline Germaniumschicht auf einem Basissubstrat umfasst, wobei die kristalline Germani-
umschicht eine Dicke von weniger als 500 nm aufweist, wobei die Röntgenbeugungs-Rockingkurven-Charakteristik
eine Halbwertsbreite (FWHM) von weniger als 500 Bogensekunden zeigt, oder die Omega/2Theta-Charakteristik
eine Halbwertsbreite (FWHM) von weniger als oder gleich 506 Bogensekunden zeigt, und wobei eine Oberfläche
der kristallinen Germaniumschicht eine quadratische Oberflächenrauheit von weniger als 5 nm aufweist; dadurch
gekennzeichnet, dass das Basissubstrat ein Si-Substrat ist, das mindestens eine Oberfläche mit hexagonaler
Symmetrie aufweist.

Revendications

1. Procédé de fourniture d’une couche de germanium cristalline sur un substrat de base comportant une surface
cristalline, le procédé comprenant :

- le nettoyage du substrat de base pour enlever des contaminants et/ou des oxydes natifs de la surface cristalline,
- la fourniture d’une couche de germanium amorphe sur la surface cristalline du substrat de base nettoyé, et
- la cristallisation de la couche de germanium amorphe par le recuit du substrat de base de manière à fournir
une couche de germanium cristalline,

caractérisé en ce que la fourniture de la couche de germanium amorphe est effectuée par l’exposition du substrat
de base à une source d’hydrogène et/ou une source de gaz non réactif au cours de la formation de la couche de
germanium ;
et en ce que le substrat de base est un substrat Si comportant au moins une surface avec une symétrie hexagonale.

2. Procédé selon la revendication 1, dans lequel le substrat est un substrat Si(111).

3. Procédé selon l’une quelconque des revendications précédentes, dans lequel la couche de germanium cristalline
est une couche de germanium monocristalline.



EP 2 167 701 B1

24

5

10

15

20

25

30

35

40

45

50

55

4. Procédé selon l’une quelconque des revendications précédentes, dans lequel le nettoyage du substrat de base est
effectué en utilisant HF ou HF gazeux.

5. Procédé selon l’une quelconque des revendications précédentes, dans lequel l’exposition du substrat à une source
d’hydrogène est effectuée par l’exposition du substrat à un plasma d’hydrogène, un flux de H2 ou de l’hydrogène
provenant d’une dissociation de GeH4.

6. Procédé selon l’une quelconque des revendications précédentes, dans lequel l’exposition du substrat de base à
une source de gaz non réactif est effectuée par l’exposition du substrat de base à N2, He, Ne, Ar, Kr, Xe, Rn ou
des mélanges de ceux-ci.

7. Procédé selon l’une quelconque des revendications précédentes, dans lequel la fourniture de la couche de germa-
nium amorphe est effectuée par dépôt chimique en phase vapeur en utilisant de l’hydrogène et un gaz comprenant
du germanium.

8. Procédé selon l’une quelconque des revendications précédentes, dans lequel la fourniture de la couche de germa-
nium amorphe est effectuée à une température entre -196 °C et 500 °C.

9. Procédé selon l’une quelconque des revendications précédentes, dans lequel la cristallisation de la couche de
germanium amorphe est effectuée par le recuit du substrat de base dans une atmosphère d’azote.

10. Procédé selon la revendication 9, dans lequel la cristallisation de la couche de germanium amorphe est effectuée
dans une atmosphère comprenant du NH3, N2 ou un plasma de N.

11. Procédé selon l’une quelconque des revendications précédentes, comprenant en outre la fourniture d’éléments
dopants dans la couche de germanium amorphe.

12. Procédé selon la revendication 11, dans lequel la fourniture d’éléments dopants dans la couche de germanium
amorphe est effectuée au cours du dépôt de la couche de germanium amorphe ou par implantation d’éléments
dopants après la formation de la couche de germanium amorphe et avant la cristallisation de la couche de germanium
amorphe.

13. Procédé de formation d’une cellule photovoltaïque ou d’une cellule de photo-électrolyse, le procédé comprenant la
formation d’une couche de germanium cristalline sur un substrat de base par un procédé selon l’une quelconque
des revendications précédentes.

14. Procédé de formation d’un dispositif CMOS, comprenant la formation d’une couche de germanium cristalline sur
un substrat de base par un procédé selon l’une quelconque des revendications 1 à 12.

15. Substrat comprenant une couche de germanium cristalline sur un substrat de base, la couche de germanium
cristalline présentant une épaisseur inférieure à 500 nm, dans lequel la caractéristique de courbe de basculement
de diffraction de rayons X présente une largeur complète à la moitié du maximum (FWHM) inférieure à 500 arcsec
ou la caractéristique oméga/2thêta présente une largeur complète à la moitié du maximum (FWHM) inférieure ou
égale à 506 arcsec et dans lequel une surface de la couche de germanium cristalline présente une rugosité de
surface en valeur moyenne quadratique inférieure à 5 nm ; caractérisé en ce que le substrat de base est un substrat
Si comportant au moins une surface avec une symétrie hexagonale.
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