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1
PROCESS FOR PULSED THIN FILM
DEPOSITION

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims priority to U.S. Provisional Patent
Application No. 62/828,085, filed Apr. 2, 2019, the disclo-
sure of which is herein incorporated by reference in its
entirety.

BACKGROUND OF THE INVENTION

This invention relates to methods for pulsed thin film
deposition which are novel and original innovations over
conventional chemical vapor deposition (CVD), atomic
layer deposition (ALD), and other vapor phase deposition
techniques, such as molecular layer deposition (MLD) and
self-assembled monolayer (SAM) deposition. The pulsed
thin film deposition processes according to the present
invention minimize the number and complexity of growth
cycles, thereby maximizing process efficiency.

As commercial applications across multiple disciplines
enter the sub-nanometer scale regime, research and devel-
opment efforts to identify processing techniques that enable
exceptional atomic level control of the composition, unifor-
mity, and morphology of exceedingly thin film structures are
intensifying. Historically, the need for tighter control over
film uniformity, conformality, and properties at relatively
small film thicknesses was met by a gradual evolution from
physical vapor deposition (PVD) to CVD, and eventually to
ALD. As device design rules approach molecular radius and
bond length dimensions, deposition processes with inherent
control of atomic order become even more critical. As a
rather simplistic example of this criticality, a 2 nm-thick
binary film (such as Al,O;, Si;N,, and GaAs) will consist of
only a 10 to 20 atoms-thick layer, which must be deposited
uniformly, continuously, and coherently. A number of terms
and descriptors are used for these structures, including
ultra-thin films, atomic layers, molecular films, near-zero-
thickness layers, and monolayers.

Despite various innovations that improved directional and
conformal control, such as high ionization, long-throw
chamber geometries, and capacitively-coupled substrate
holders for watfer bias, PVD remains a line-of-sight tech-
nique in which species impinge on the substrate from the gas
phase. Coupled with the challenge of achieving low growth
rates consistent with tight control of film thickness, this
drawback has limited the applicability of PVD to applica-
tions involving thicker films in less aggressive topographies.

In contrast, CVD offers the advantage of surface driven
reactions, which can produce enhanced step coverage in
minimum ground-rule features. In typical CVD, the gaseous
reactants are transported intact to the substrate surface in
thermal CVD growth mechanisms. In some cases, the reac-
tion ultimately leading to deposition takes place in the vapor
phase. In plasma-assisted CVD (PA-CVD) and plasma-
enhanced CVD (PE-CVD) mechanisms, on the other hand,
plasma reactions are followed by transport of the resulting
transient reactive species to the surface. The reactants are
then adsorbed onto the substrate surface, followed by sur-
face diffusion with potential desorption of some reactants,
which is in turn followed by surface reaction with film
nucleation and growth in island mode, layer-by-layer (step)
mode, or a combination of the two. Finally, the resulting
volatile reaction byproducts are emitted from the surface. In
thermal CVD, higher substrate temperatures allow for lon-
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ger surface diffusion lengths, leading to extended surface
reaction times and resulting in improved step coverage and
reduced contaminant incorporation. Pre-adsorption plasma
reactions in PA-CVD or PE-CVD, on the other hand, can
allow generation of more active reactant species, resulting in
higher surface mobility and reaction rates at lower tempera-
tures, as well as shorter surface diffusion lengths, but yield-
ing films with higher contaminant levels and poorer step
coverage.

However, CVD film growth proceeds as isolated islands
or disconnected layers until a specific thickness is achieved
to enable the islands or layers to connect and establish a
continuous film. As such, CVD processes are not conducive
to the formation of extremely thin coherent layers. Metal-
organic chemical vapor deposition (MOCVD), in particular,
for depositing cobalt (Co) films is therefore limited to
nanoscale device features. An additional challenge in Co
MOCVD is tight control of surface reactions to minimize
film growth rates in order to precisely control the thickness
of extremely thin films.

ALD is categorized by the introduction of the source
precursor and co-reactant in sequential (not simultaneous)
phases with in-between purge steps to ensure that the
co-reactants never cross paths in the reaction zone and that
no reactions occur except on the substrate surface. Specifi-
cally, referring to FIG. 1A and 1B, typically a substrate is
exposed to two reactants AB and XY in a sequential,
non-overlapping manner, and each reactant AB, XY reacts
with the substrate surface in a self-limited way. As such,
reactant AB is first introduced into the reactor to react with
the substrate surface. Once all of the reactive sites on the
substrate surface have been consumed by the first reactant
AB, the growth stops and a purge step is carried out to flush
away any remaining reactant molecules. Subsequently, the
second reactant XY is inserted into the reactor to react with
the reactive sites on the substrate surface and after all of the
sites have been consumed by the second reactant XY,
another purge step is carried out to flush away any remaining
reactant molecules. The alternating reaction/purge steps
constitute one cycle by which a single monolayer of the
desired thin film is formed. Alternating exposures of the
reactants and purge steps are continued in order to complete
deposition of the desired thin film.

Using the ALD process, the film growth that proceeds
through the self-limiting surface reactions ensure accurate
control of film thickness and conformality with atomic level
accuracy. These characteristics guarantee the realization of
excellent film conformality in extremely aggressive device
topographies. The addition of plasma to one of the co-
reactants has been shown to enhance the ALD reaction and
increase film growth rates due to the creation of a higher
concentration of active co-reactant radicals. Furthermore,
the use of plasma to perform surface treatment between the
various ALD reaction steps leads to higher surface adsorp-
tion of source precursor species by maximizing the concen-
tration of active surface sites and decreasing reaction acti-
vation energy, leading to lower deposition temperatures.

ALD therefore exhibits a number of attractive features.
Further, in addition to enabling excellent conformality in
nanoscale device topographies and feature sizes, ALD tends
to grow films that are particle and pin-hole free, while
providing excellent management of film thickness down to
a few atoms. One of the emerging advantages of thermal Co
ALD is also its aptitude to enable or prevent area-specific or
area-selective film growth, in what is commonly referred to
as area-selective ALD. Customized complexes (precursors)
and surface assemblies or configurations can be made to
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react in tightly controlled fashion, so as to catalyze or inhibit
deposition on specific areas of the underlying substrate
surface, resulting in film formation on only the desired
regions of the substrate.

However, current ALD technologies suffer from high
surface roughness and very limited growth rates. The latter
drawback presents a serious challenge to the incorporation
of ALD into real manufacturing protocols, which require a
high system throughput to ensure cost effective processes
that produce a competitive cost-of-ownership (COO) and a
viable return on investment (ROI).

Recently, work has also been reported on the development
and application of what is referred to as pulsed CVD. Pulsed
CVD is the equivalent of ALD, except that the process is
performed at a substrate temperature that leads to partial or
complete decomposition of the pulsed precursor upon
engagement with the substrate during every exposure cycle,
as opposed to being limited to a mere physisorption or
chemisorption reaction. A co-reactant is subsequently intro-
duced to complete the decomposition reaction and/or
remove the reaction byproducts to ensure a clean film.
However, current pulsed CVD technologies suffer from the
occurrence of uncontrollable precursor decomposition
effects due to partial reaction with the substrate, which
introduces undesirable contaminants into the resulting film.
They are also plagued by the same issues as ALD, namely,
very limited growth rates and thus low manufacturing
throughput.

In other words, due to the very low growth rates associ-
ated with each ALD or pulsed CVD cycle, an extremely
large number of cycles and, as a result, very long deposition
times, are required to achieve the target thickness in the final
thin film product. In some cases, the deposition process is
known to take hours to reach the desired film thickness. This
represents a serious challenge to the adoption of ALD or
pulsed CVD in real-life manufacturing protocols where
process efficiency and productivity are essential.

Therefore, it is desirable to provide a thin film deposition
technique that overcomes the above-discussed drawbacks of
conventional deposition techniques by minimizing the num-
ber and complexity of growth cycles and thereby maximiz-
ing process efficiency and productivity.

BRIEF SUMMARY OF THE INVENTION

In one embodiment, the present invention relates to a thin
film deposition process comprising, in a single cycle, pro-
viding a precursor in the vapor phase with or without a
carrier gas to a reaction zone containing a substrate, such
that a monolayer of the precursor is adsorbed to a surface of
the substrate and the adsorbed monolayer subsequently
undergoes conversion to a discrete atomic or molecular layer
of a thin film, without any intervening pulse of or exposure
to other chemical species or co-reactants.

In another embodiment, the present invention relates to a
cobalt-based thin film deposition process comprising: load-
ing a substrate into a reactor; heating the substrate to a
temperature in the range of about 75° C.- about 500° C.; and
in a single cycle, providing a cobalt precursor in the vapor
phase with or without a carrier gas to a reaction zone
containing the substrate, such that a monolayer of the cobalt
precursor is adsorbed to a surface of the substrate and the
adsorbed monolayer subsequently undergoes conversion to
a discrete atomic or molecular layer of a cobalt-based thin
film, without any intervening pulse of or exposure to other
chemical species or co-reactants.
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In yet another embodiment, the present invention relates
to a thin film deposition process comprising loading a
substrate into a reactor; and pulsing a precursor containing
at least one metal or metalloid atom and at least one ligand
in the vapor phase with or without a carrier gas to a reaction
zone containing the substrate to adsorb the precursor onto
the substrate, wherein upon adsorption, the precursor disso-
ciates with partial or complete removal of the ligand and a
thin film is formed on the substrate.

In yet another embodiment, the present invention relates
to a thin film deposition process comprising: loading a
substrate into a reactor; providing a first pulse of a precursor
in the vapor phase with or without a carrier gas to a reaction
zone containing the substrate; forming a remote or direct
plasma; alternating between precursor delivery pulses and
plasma formation steps to achieve thin film growth on the
substrate; shutting off the plasma; and providing a second
pulse of the precursor to the reaction zone with or without
the carrier gas, such that a monolayer of the precursor is
adsorbed to the thin film on the substrate and the adsorbed
monolayer undergoes conversion to a discrete atomic or
molecular layer of a thin film, without any intervening pulse
of or exposure to other chemical species or co-reactants.

BRIEF SUMMARY OF THE DRAWINGS

FIG. 1A is graphical representation of a conventional
ALD process, which utilizes at least four pulses and two
different reactants to form a single monolayer of the desired
film;

FIG. 1B is a schematic of the conventional ALD process
shown in FIG. 1A;

FIG. 2A is a graphical representation of an embodiment of
the deposition cycle according to the present invention,
which utilizes one pulse of one reactant only with constant
carrier gas flow; and

FIG. 2B is a schematic of an embodiment of the deposi-
tion cycle according to the present invention shown in FIG.
2A.

DETAILED DESCRIPTION OF THE
INVENTION

The present invention relates to methods for pulsed depo-
sition of thin films that offer significant reduction in the time
to generate thin films by eliminating a number of the steps
required in growth cycles. This invention maximizes process
efficiency, leading to viable manufacturing COO and ROL

The processes of this invention are essentially atomic
layer-by-layer pulsed thin film deposition processes. In
another sense, the processes of the invention are single cycle
ALD or pulsed CVD. According to the methods, a substrate
is first loaded into a reaction zone. In one embodiment, the
substrate surface may be pretreated ex-situ or in-situ using
a chemical, structural and/or plasma pre-treatment to ensure
a clean surface with high density of active surface sites and
in order to maximize the efficiency, uniformity, and prob-
ability of the interactions between precursor species and the
substrate surface. Next, the substrate is heated to a prede-
termined temperature in the range of about 75° C. to about
600° C. The specific temperature of the substrate is depen-
dent upon various factors, such as the type of precursor, the
type of substrate, and the desired final film product.

After the substrate reaches the predetermined tempera-
ture, a single deposition cycle is carried out as follows (see
FIG. 2A and 2B). The precursor or reactant AB is pulsed in
the vapor phase either alone or in a carrier gas into the
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reaction zone. The precursor and carrier gas can be pulsed
into the reaction zone together or separately from and
simultaneously with each other. Upon saturation of the
substrate surface with the precursor, a monolayer is formed
on the substrate surface by adsorption, and the adsorbed
monolayer subsequently undergoes complete conversion to
a discrete atomic or molecular layer of the desired compo-
sition within this single deposition cycle, without any inter-
vening pulse/exposure or reaction with other chemical spe-
cies or co-reactants, and without the need for a purge pulse.
If the precursor and carrier gas are pulsed together into the
reaction zone, the entrainment of the precursor within the
pulse is then repeated as many times as required to form a
thin film of a desired thickness on the substrate. Alterna-
tively, if the pulse does not contain a carrier gas, then the
inclusion of the precursor within a continuous flow can be
intermittently reduced as many times as required to form a
thin film of desired thickness.

The overall result is a thin film deposition process in
which a precursor containing at least one metal or metalloid
and at least one ligand is pulsed in the vapor phase with or
without carrier gas into a reaction zone containing the
substrate and adsorbed onto the substrate under such con-
ditions that, upon adsorption, the precursor dissociates with
partial or complete removal of the ligand and a thin film is
formed on the substrate. Such dissociation is mediated by
the structure, temperature, and chemistry of the substrate
surface, the duration of the dissociation reaction with the
substrate surface, the precursor partial pressure in the reac-
tion zone, and the vapor phase environment adjacent to the
substrate.

The present invention should not be confused with the
process disclosed in U.S Pat. No. 5,451,260 of Versteeg.
Versteeg discloses pulsed pressure CVD in which the ref-
erence to “pulse” is concerned with a delivery method of the
precursor to the CVD reactor and not the pulsed thin film
deposition processes according to the present invention. The
present invention discloses atomic layer-by-layer pulsed thin
film deposition processes which minimize the number and
complexity of growth cycles through tightly controlled
interactions with the substrate, thereby maximizing process
efficiency, which is significantly different from pulsed pres-
sure CVD which simply relates to a precursor delivery
method to the CVD reactor.

In one embodiment, the conversion of the adsorbed
monolayer to a discrete atomic or molecular layer may be
aided or enabled by energy transfer provided from an energy
source, such as a heated substrate. For example, surface-
induced processes, such as energy transfer (thermal expo-
sure) from the substrate, remote or direct plasma application,
oxidation, and/or reduction may be used to initiate or
facilitate conversion of the adsorbed monolayer to the final
deposited film.

One simplified description of an embodiment of the
process according to the present invention is to consider an
inert gas stream flowing continuously over a substrate. A
precursor is pulsed or injected into the inert gas stream in the
vapor phase in a sufficient amount under conditions that lead
to the formation of an adsorbed monolayer on the substrate.
After the pulse ends, the inert gas stream continues to flow
over the substrate without the precursor being present.
Under appropriate conditions (e.g., conditions of time, tem-
perature, substrate surface pre-treatment, and the like), the
adsorbed monolayer undergoes conversion to a film. It will
be understood by those skilled in the art that such conditions
will depend upon various factors, such as the type of
precursor, the type of substrate, the desired final film prod-
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uct, and the like. The process of pulsing or injecting pre-
cursor into the inert gas stream is then repeated. Thus, an
atomic layer-by-layer deposition proceeds without the inter-
vention of vacuum or a distinct purge cycle. The selection of
precursors, precursor concentrations and flow rates, as well
as substrate type and conditions, are therefore far more
rigorous in the present invention than in conventional ALD.

Preferably, the process functions by saturating the sub-
strate surface with a monolayer of a selected or predeter-
mined precursor that is initially stable as an adsorbed species
on the substrate surface or that is stabilized by the type,
surface chemistry, pre-deposition preparation and/or pre-
treatment of the substrate (e.g., presence of a co-adsorbent
on the substrate surface) in a manner that inhibits interaction
of the precursor with the substrate surface.

In one embodiment for the deposition of Co-based thin
films, examples of preferred precursors may include, but are
not limited to, dicobalt hexacarbonyl t-butylacetylene
(CCTBA, Co,(CO)4(m*-HC=Ct-Bu)), cobalt carbonyl nitro-
syl (Co(CO);NO), dicobalt octacarbonyl, dicocabalt hexac-
arbonyl trimethylsilylacetylene, dicobalt hexacabonyl bis
(trimethylsilyl)acetylene and hydridocobalt carbonyl. In this
embodiment, the preferred precursors are preferably kept at
temperatures in the range of about 25° C. to about 150° C.
in a delivery system, reservoir or bubbler and are introduced
into the deposition system with pulses preferably in the
range of about 0.1 second to about 20 seconds, more
preferably about 1 second to about 20 seconds or about 1
second to about 10 seconds. The substrate is preferably
heated to a temperature in the range of about 75° C. to about
500° C.

If the precursor is CCTBA, the substrate is preferably
heated to a temperature in the range of about 75° C. to about
300° C. and in a single cycle, the CCTBA precursor is
provided as a pulse in the vapor phase with or without a
carrier gas to a reaction zone containing the substrate, such
that a monolayer of the CCTBA precursor is adsorbed to a
surface of the substrate and the adsorbed monolayer subse-
quently undergoes conversion to a discrete atomic or
molecular layer of a cobalt-based thin film, without any
intervening pulse of or exposure to other chemical species or
co-reactants. If the precursor and carrier gas are pulsed
together into the reaction zone, the entrainment of the
precursor within the pulse is then repeated as many times as
required to form a Co-based thin film of a desired thickness
on the substrate. Alternatively, if the pulse does not contain
a carrier gas, then the inclusion of the precursor within a
continuous flow can be intermittently reduced as many times
as required to form a Co-based thin film of desired thickness.

The Co-based thin film may contain Co, Co with O and/or
N, cobalt oxide (CoO), cobalt nitride (Co,N or Co,N,), or
a mixture of these Co phases, alloys, or compounds. In one
preferred embodiment, for formation of the adsorbed mono-
layer, the CCTBA precursor is preferably maintained at a
temperature in the range of about 25° C. to about 50° C., the
precursor is pulsed into the reactor at pulse durations rang-
ing from about 1 to about 10 seconds and using a carrier gas
at a flow rate in the range of about 50 to about 2000 sccm.

If the precursor is Co(CO);NO, the substrate is preferably
heated to a temperature in the range of about 100° C. to
about 500° C. and in a single cycle, the Co(CO);NO
precursor is provided in the vapor phase with or without a
carrier gas to a reaction zone containing the substrate, such
that a monolayer of the Co(CO);NO precursor is adsorbed
to a surface of the substrate and the adsorbed monolayer
subsequently undergoes conversion to a discrete atomic or
molecular layer of a cobalt-based thin film, without any
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intervening pulse of or exposure to other chemical species or
co-reactants. The pulse is then repeated as many times as
desired to form a Co-based film of a desired thickness. The
Co-based thin film may contain Co, Co with O and/or N,
cobalt oxide (CoO), cobalt nitride (Co,N or Co,N,), or a
mixture of these Co phases, alloys, or compounds.

Other embodiments may include deposition of metals and
semiconductors, such as copper (Cu), ruthenium (Ru), tan-
talum (Ta), titanium (Ti), tungsten (W), and their nitrides,
oxides, and carbides, where applicable, as well as dielectric,
organic, and insulating films.

In other embodiment for the deposition of Ru-based thin
films, examples of preferred precursors may include, but are
not limited to, inorganic Ru precursors, such as RuO,, and
metal-organic Ru precursors, including ruthenium carbo-
nyls, such as tricarbonyl(n*-cyclohexa-1,3-diene)ruthe-
nium, Ru,(CO), ,, n*-2,3-dimethylbutadiene ruthenium tri-
carbonyl [Ru(DMBD)(CO),], pentacarbonyl [Ru(CO)s],
[Ru(CO);CsHgl,  Ru(CO),(B-diketonates),, [Ru(htb)
(CO),1;5, where hfb=hexafluoro-2-butyne, and triruthenium
dodecacarbonyl [Ru;(CO),,]; ruthenium diketonates, such
as [Ru(acac),], [Ru(tfa);], [Ru(tmhd),]; ruthenium halides,
such as Ru(C0O),Cl,, Ru(CO)Br, Ru(CO),Br, and Ru(CO),I;
and ruthenium alkoxides, alkyls and amidinates. In this
embodiment, the preferred precursors are preferably kept at
temperatures in the range of about 25° C. to about 150° C.
in a delivery system, reservoir or bubbler and are introduced
into the deposition system with pulses preferably in the
range of about 0.1 second to about 20 seconds, more
preferably about 1 to about 20 seconds or about 1 to about
10 seconds.

In these embodiments, the substrate is preferably heated
to a temperature in the range of about 100° C. to about 500°
C. and in a single cycle, the ruthenium precursor is provided
in the vapor phase with or without a carrier gas to a reaction
zone containing the substrate, such that a monolayer of the
ruthenium precursor is adsorbed to a surface of the substrate
and the adsorbed monolayer subsequently undergoes con-
version to a discrete atomic or molecular layer of a ruthe-
nium-based thin film, without any intervening pulse of or
exposure to other chemical species or co-reactants. The
pulse is then repeated as many times as desired to form a
Ru-based film of a desired thickness. The Ru-based thin film
may contain Ru, Ru with O, ruthenium oxide (RuO,) or a
mixture of these Ru phases, alloys, or compounds.

It is within the scope of the invention for the precursors
to be introduced into the deposition chamber in the vapor
phase with or without an inert carrier gas, such as, for
example, helium, argon or nitrogen. The inert carrier gas
which is utilized may depend upon the type of film to be
formed. Preferably, the inert carrier gas is helium or argon.
In other embodiments, the precursors may be introduced
into the deposition chamber with a reactive carrier gas, such
as, for example, hydrogen, ammonia, carbon monoxide, or
a hydrogen-nitrogen mixture. Preferably, the reactive carrier
gas is hydrogen or ammonia.

In one embodiment, carrier gas flows are in the range of
about 10 to about 2000 sccm. In one embodiment, the
number of pulses needed to form a film having a thickness
comparable or equal to that achieved by conventional ALD
or CVD is preferably in the range of about 50 to about 500
pulses. In another embodiment, the number of pulses
required to form a film is one-quarter to one-half of the
number of pulses needed to form a film having a thickness
comparable or equal to that achieved by conventional ALD
or CVD. Preferably, the number of pulses is one-quarter of

25

30

40

45

50

55

8

the number of pulses needed to form a film having a
thickness comparable or equal to that achieved by conven-
tional ALD or CVD.

Examples of the material of the substrate include, but are
not limited to, silicon (Si), silicon oxide (Si0,), copper (Cu),
platinum (Pt), titanium (T1), titanium nitride (TiN), tantalum
(Ta), tantalum nitride (TaN), as well as other insulating,
semiconducting, or metallic substrates.

While not wishing to be bound by theory, the monolayer
adsorption step is presumably in accordance with the
Langmuir adsorption model, which considers generally that
the attraction strength between the surface and the first layer
of adsorbed substance is much greater than the strength
between the first and second layers of adsorbed substances.
Specifically, the Langmuir adsorption model presumes that,
at isothermal conditions, precursor partial pressure P, in the
reaction zone is related to the precursor volume V,, adsorbed
to the substrate. The substrate can be reasonably considered
as an ideal solid surface including an array of distinct sites
that can bind to the precursor in some form of chemical
reaction. The reaction results in an adsorbed precursor
complex A, between the precursor molecule (or a partial
precursor molecule) M, and a substrate surface site S, with
a corresponding equilibrium constant K, as follows:

M, +S<>A,,,

The corresponding Langmuir isotherm is given by the
following:

0 _1_ KEQPD
PV, L+ K,P,

In the invention, there are instances in which the subse-
quent layers condense under certain combinations of tem-
perature and pressure. It is preferred to avoid these condi-
tions or provide a mechanism for removing less tightly-
bound secondary layers of adsorbed species or substances.
Such a mechanism comprises, for example, providing an
inert gas stream over the substrate or a vacuum condition
which allows the desorption of the less tightly-bound sec-
ondary layers.

Preferably, the precursor does not undergo an exothermic
reaction with the substrate during the adsorption process.
Also, preferably, the adsorption of the precursor to form a
monolayer is independent from the conversion of the pre-
cursor to a thin film. Alternatively stated, the precursor
adsorption to the substrate as a monolayer is on a time-scale
that can be practically controlled in a manner so that the
formation of a monolayer is distinct from the time of
conversion of the precursor to a thin film and so that the
conversion to a thin film does not require a distinct pulse of
a separate reactant.

In one embodiment, the adsorption of the precursor to
form a monolayer can be controlled and kept independent
from the conversion of the precursor by chemically or
structurally engineering the substrate surface to devise an
incubation period between the adsorption and conversion
steps. In yet another embodiment, the adsorption of the
precursor to form a monolayer can be controlled and kept
independent from the conversion of the precursor by pre-
treating the substrate ex-situ in a chemical solution or in-situ
with a plasma pre-treatment. In yet another embodiment, the
carrier gas flow can be designed to ensure that the adsorption
of the precursor to form a monolayer can be controlled and
kept independent from the conversion of the precursor,
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either alone or in combination with a precisely selected
substrate temperature. In yet another embodiment, combi-
nations of two or more of these preferred embodiments can
control and keep independent the step of adsorption of the
precursor to form a monolayer from the step of conversion
of the precursor to form a film layer.

While the precursor may ultimately undergo an exother-
mic reaction with the substrate, the activation energy for an
exothermic reaction is of such a magnitude that the reaction
does not take place upon adsorption of the precursor on the
substrate surface.

The process according to the invention is different from
conventional CVD since, in the present invention, the pre-
cursor does not undergo a reaction upon entering the vapor
space above the substrate or upon initial adsorption to the
substrate. The present invention is also different from con-
ventional ALD because there is a single precursor stream
without alternating pulses of co-reactants.

In a preferred embodiment for metallization, the precursor
is in oxidation state zero. In a preferred embodiment for
dielectric films precursors, the precursor has a low dipole
moment in the range of 0 to 2.0 Debye, and preferably in the
range of 0 to 1 Debye.

In preferred embodiments, the adsorption is self-limited
either inherently or by the presence of a chemical species on
the substrate surface that inhibits the decomposition of the
precursor by a dissociation process upon adsorption to the
substrate. The chemical species is one that can be thought of
as entering into an equilibrium process for the dissociation
of the precursor. An exemplary precursor for this embodi-
ment is one with readily dissociable ligand(s), such as cobalt
carbonyl compounds with carbon monoxide injected into the
carrier gas flow stream concomitant with the injection of the
cobalt carbonyl compound. When the carbon monoxide is no
longer present in the continuous carrier gas flow stream, the
absence of the stabilizing effect of the carbon monoxide
leads to the conversion of the adsorbed cobalt carbonyl
compound to metallic cobalt. In another variation of the
process, the cobalt carbonyl compound is pulsed with hydro-
gen in addition to carbon monoxide. In exemplary embodi-
ments, carbon monoxide or t-butylacetylene may be com-
bined with a CCTBA precursor in the carrier gas stream for
formation of the adsorbed monolayer.

The presence of excess ligand(s) drives the equilibrium
process toward maintenance of the original precursor struc-
ture. In each cycle, following the surface saturation with the
precursor, the flow of the carrier gas is continued and
dissociation of the ligand(s) from the precursor and/or
modification of the substrate surface (e.g., by inhibition or
elimination of co-adsorbents) proceed with the removal of
any reaction byproducts, such as by diffusion into the carrier
gas stream. The removal of byproducts may be achieved by
applying vacuum after the initial saturation. However, pref-
erably, operation at a nominally continuous pressure is
carried out for removal of byproducts, because vacuum
purges would increase cycle time. Such single-cycle pulses
are then repeated until the thin film achieves the desired
thickness. Depending on the specific substrate and precursor
utilized, the same inert gas stream or vacuum can be used
both to remove secondary layers of adsorbed precursor and
for the removal of byproducts in conjunction with film
formation. In the method according to this embodiment, the
precursor is preferably in oxidation state 1 or higher.

In another embodiment of the invention, substrate surface
saturation with the source precursor is achieved by engi-
neering the precursor pulse in such a manner that the surface
saturation (and monolayer formation) is in equilibrium, as
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long as there is precursor in the vapor phase. In this
embodiment, the amount of precursor material required for
surface saturation and monolayer formation can be calcu-
lated and delivery of the calculated amount of the source
precursor into the reaction zone can be accurately controlled
through tight management of processing conditions, such as
precursor temperature in the precursor reservoir or bubbler,
precursor and carrier gas flow rates, and/or pulse time and
duration. Alternatively stated, the process according to the
invention is a time-controlled, pressure-controlled, and/or
temperature-controlled precursor delivery and continuous
deposition process.

According to the process of the present invention, film
formation proceeds when the adsorbed monolayer (in the
absence of vapor phase species that maintain the adsorbate
equilibrium) decomposes by dissociation and diffusion of
byproducts away from the substrate in each cycle pulse. The
single-cycle ALD or pulsed CVD pulses are repeated until a
thin film of the desired thickness is achieved.

In exemplary embodiments, the substrate is a silicon
substrate which is pretreated with a hydrofluoric acid solu-
tion prior to loading of the substrate into the reactor, or the
substrate is a copper substrate, which is pretreated by an
ex-situ treatment to remove native copper oxide prior to
loading of the substrate into the reactor.

In one embodiment, the substrate is pretreated with a
plasma treatment process. The plasma treatment process is
performed with a remote or direct plasma source using N,
Ar, NH;, H,, O,, or a H,+N, mixture plasma at plasma
powers ranging from about 100 to about 3000 W. The
purpose of the pre-deposition plasma treatment is to further
clean the substrate surface and increase the density of
reactive substrate surface sites, in order to assist in activating
the ALD or pulsed CVD reactions, thereby leading to Co
films having minimal or no contamination. A direct plasma
treatment may also be used.

In another preferred embodiment, the ALD or pulsed
CVD process may be a plasma-enhanced or plasma-assisted
process. The plasma-enhanced or plasma-assisted process
may be performed with a remote or direct plasma source
using N,, Ar, NH;, H,, O,, or a H,+N, mixture plasma at
plasma powers ranging from about 100 to about 3000 W.
The remote or direct plasma may be kept on or shut off
during the precursor delivery pulse.

In yet another embodiment, the present invention relates
to a thin film deposition process comprising: loading a
substrate into a reactor; providing a first pulse of a precursor
in the vapor phase with or without a carrier gas to a reaction
zone containing the substrate; forming a remote or direct
plasma; alternating between precursor delivery pulses and
plasma formation steps to achieve thin film growth on the
substrate; shutting off the plasma; and providing a second
pulse of the precursor to the reaction zone with or without
the carrier gas, such that a monolayer of the precursor is
adsorbed to the thin film on the substrate and the adsorbed
monolayer undergoes conversion to a discrete atomic or
molecular layer of a thin film, without any intervening pulse
of or exposure to other chemical species or co-reactants.

In another preferred embodiment, in-situ or ex-situ slow
or rapid thermal annealing may be carried out on the films
after deposition, preferably at temperatures in the range of
about 250 to about 1000° C. Annealing may be performed in
an atmosphere consisting of N,, Ar, NH;, H,, O,, or a
H,+N, mixture at pressures ranging from about 1 torr to
about 760 torr. The purpose of the post-deposition annealing
is to remove any excess ligands or portions of ligands that
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may have been trapped in the film and yield films with
higher density and improved morphology, if needed.

It will be understood by those skilled in the art that the
single cycle ALD or pulsed CVD processes described herein
can be applied for the formation of unitary, binary, and
ternary films consisting of a single- or multi-element com-
pounds and materials with the desired composition and
pre-determined thickness. Similar embodiments may also
apply for MLLD and SAM processes.

The invention will now be described in terms of the
following, non-limiting examples.

EXAMPLES

Example 1

A pulsed deposition process was employed for the depo-
sition of Co-based films using the Co(0) source precursor
dicobalt hexacarbonyl t-butylacetylene (CCTBA, Co,(CO)
sM*-HC=Ct-Bu)). A commercial Picosun R-200 Deposition
System was employed with various types of semiconductor
base substrates including silicon (Si), silicon oxide (SiO,),
and copper (Cu). Each substrate was loaded into the reactor
either as received or after a predetermined treatment. For
example, Si substrates were loaded into the reactor either as
received or after treatment with a hydrofluoric acid (HF)
solution, resulting in hydrogen- (H—) terminated Si, while
Cu substrates were either loaded as is or after ex-situ
treatment to remove native copper oxide prior to loading in
the reactor. All of the substrates were then heated to a
temperature in the range of about 75° C. to about 300° C.

The CCTBA source precursor was maintained at tempera-
tures in the range of about 25° C. to about 50° C. and pulsed
into the reactor in the vapor phase at pulse durations ranging
from about 1 to about 10 seconds using a carrier gas at flow
rates in the range of about 50 to about 2000 sccm. The
carrier gas was either N,, Ar, NH;, H,, or a H,+N, mixture.
After each precursor pulse step (i.e., after saturation of the
substrate surface with the source precursor), flow of the
carrier gas was continued at flow rates in the range of about
50 to about 2000 sccm and pulse durations ranging from
about 1 to about 20 seconds within a continuous flow of
carrier gas.

Conversion to a deposited film occurs concomitant with
or preferably subsequent to the adsorption of the cobalt
precursor. Co-based film deposition was performed for a
number of pulses ranging from about 50 to about 500. This
is typically one-quarter to one-half of the number of cycles
required in conventional ALD to achieve the same film
thickness, resulting in a significant reduction in time to
produce equivalent films.

It would also be within the scope of the invention to
combine carbon monoxide with the CCTBA in the carrier
gas stream during the adsorption pulse. Alternatively, t-buty-
lacetylene may be combined with the CCTBA during the
adsorption pulse. Both carbon monoxide and t-butylacety-
lene enter into an equilibrium process with the CCTBA,
thereby inhibiting premature dissociation of ligands.

Table 1 below presents a sample of some of the pulsed
deposition process experiments performed using CCTBA as
source precursor on the commercial Picosun R-200 Depo-
sition System.
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TABLE 1

Pulsed deposition process experiments performed using
CCTBA as source precursor.

Pre-
deposition CCTBA Sub-
plasma Source __ Pulse (seconds)  strate
clean Temp Co-  Temp
Substrate (1 minute) Cycles (°C.) CCTBA Reactant (° C.)
Native SiO, None 500 25 3 None 200
HF-treated Si
Cu
Native SiO, NH; 500 25 3 None 200
HF-treated Si
Cu
Native SiO, 0, 500 25 3 None 200
HF-treated Si
Cu
Native SiO, 5% H, in 500 25 3 None 200
HF-treated Si N,
Cu
Native SiO, NH; 500 25 3 None 200
HF-treated Si
Cu
Example 2

A pulsed deposition process was employed for the depo-
sition of Co-based films using the Co(0) source precursor
cobalt tricarbonyl nitrosyl (Co(CO);NO). A commercial
Picosun R-200 Deposition System was employed with vari-
ous types of semiconductor base substrates including silicon
(Si), silicon oxide (Si0,), and copper (Cu). Each substrate
was loaded into the reactor either as received or after a
predetermined treatment. For example, Si substrates were
loaded into the reactor either as received or after treatment
with a hydrofluoric acid (HF) solution resulting in hydrogen-
(H—) terminated Si, while Cu substrates were either loaded
as is or after ex-situ treatment to remove native copper oxide
prior to loading in the reactor. All of the substrates were then
heated to a temperature in the range of about 75° C. to about
300° C.

The Co(CO);NO source precursor was maintained at
temperatures in the range of about 18° C. to about 30° C. and
pulsed into the reactor in the vapor phase at pulse durations
ranging from about 0.1 to about 5 seconds without a carrier
gas, followed by a 3.8 seconds N, purge.

Conversion to a deposited film occurs concomitant with
or preferably subsequent to the adsorption of the cobalt
precursor. Co-based film deposition was performed for a
number of pulses ranging from about 30 to about 500. This
is typically one-quarter to one-half of the number of cycles
required in conventional ALD to achieve the same film
thickness, resulting in a significant reduction in time to
produce equivalent films.

It would also be within the scope of the invention to
combine carbon monoxide with Co(CO);NO during the
adsorption pulse. Alternatively, nitric oxide may be com-
bined with the Co(CO);NO during the adsorption pulse.
Carbon monoxide or nitric oxide enter into an equilibrium
process with the Co(CO);NO, thereby inhibiting premature
dissociation of ligands.

Table 2 below presents a sample of some of the pulsed
deposition  process experiments performed  using
Co(CO);NO as source precursor on the commercial Picosun
R-200 Deposition System.
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TABLE 2
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Pulsed deposition process experiments performed using
Co(CO);NO as source precursor.

Pre-
deposition Co(CO);NO Substrate
plasma Source Temp Pulse (seconds) Temp
Substrate clean Cycles °C) Co(CO);NO N, Purge °C)
Native SiO, None 250 18 0.1 3.9 150
HF-treated Si
Cu
Native SiO, None 250 18 0.1 3.9 170
HF-treated Si
Cu
Native SiO, None 250 18 0.1 3.9 190
HF-treated Si
Cu
Example 3 5o brecursor. Co-based film deposition was performed for a
number of pulses ranging from about 30 to about 500. This
A pulsed deposition process was employed for the depo- is typically one-quar.ter to one-half of tl.le number of cycles
sition of Co-based films using the Co(0) source precursor ~ fequired in conventional ALD to achieve the same film
cobalt tricarbonyl nitrosyl (Co(CO),NO). A commercial thickness, re?sultlng in a significant reduction in time to
ANRIC AT-410 Deposition System was employed with 25 Produce equivalent films.
various types of semiconductor base substrates including It would also be within the scope of the invention to
silicon (Si), silicon oxide (Si0,), and copper (Cu). Each combine carbon monoxide with Co(CO);NO during the
substrate was loaded into the reactor either as received or adsorption pulse. Alternatively, nitric oxide may be com-
after a predetermined treatment. For example, Si substrates bined with the Co(CO);NO during the adsorption pulse.
30

were loaded into the reactor either as received or after
treatment with a hydrofiuoric acid (HF) solution resulting in
hydrogen- (H—) terminated Si, while Cu substrates were
either loaded as is or after ex-situ treatment to remove native
copper oxide prior to loading in the reactor. All of the
substrates were then heated to a temperature in the range of
about 75° C. to about 300° C.

Carbon monoxide or nitric oxide enter into an equilibrium
process with the Co(CO);NO, thereby inhibiting premature
dissociation of ligands.

Table 3 below presents a sample of some of the pulsed
deposition  process experiments performed  using
Co(CO);NO as source precursor on the commercial ANRIC
AT-410 Deposition System.

TABLE 3

Pulsed deposition process experiments performed using

Co(CO);NO as source precursor.

Substrate Cuw/Si H/SIO, CwSi H/SiO, CwSi H/SIO, CwSi H/SiO, CwSi H/SiO,
Bubbler T (° C.) room temp room temp room temp room temp room temp
Dose Line T (° C.) 55 55 55 55 55
Manifold T (° C.) 60 60 60 60 60
Chamber T (° C.) 300 300 250 200 150
Precursor 3 3 3 3 3
exposure Time

(sec)

# of precursor 1 1 1 1 1
pulse

Dose fill (sec) 0.5 0.5 0.5 0.5 0.5
Dose shut-off 0.1 0.1 0.1 0.1 0.1
delay (sec)

Dose flow (sec) 0.25 0.25 0.25 0.25 0.25
N, purge gas 40 sccm 40 scem 40 sccm 40 sccm 40 sccm
flow rate (sccm)

Purge (sec) 3 3 3 3 3
Co-reactant None None None None None
Cycles 100 100 100 100 100

The Co(CO);NO source precursor was maintained at
temperatures in the range of about 18° C. to about 30° C. and
pulsed into the reactor in the vapor phase at pulse durations
ranging from about 0.1 to about 5 seconds without a carrier
gas, followed by a 4.0 seconds N, purge.

Conversion to a deposited film occurs concomitant with
or preferably subsequent to the adsorption of the cobalt

65

It will be appreciated by those skilled in the art that
changes could be made to the embodiments described above
without departing from the broad inventive concept thereof.
It is understood, therefore, that this invention is not limited
to the particular embodiments disclosed, but it is intended to
cover modifications within the spirit and scope of the present
invention as defined by the appended claims.
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We claim:
1. A method for deposition of a thin film onto a substrate,
the method comprising, in a single pulse or cycle:
heating a substrate to a temperature of about 75° C. to
about 600° C.;

maintaining the substrate at the temperature of about 75°
C. to about 600° C.;

providing a precursor in the vapor phase with a carrier gas
and/or under vacuum to a reaction zone containing the
substrate;

forming a monolayer of the precursor by adsorption to the

substrate surface;

wherein the adsorbed monolayer subsequently undergoes

conversion to a discrete atomic or molecular layer of a
thin film via dissociation and/or decomposition due to
or enabled by a substrate surface-induced process and/
or interaction with the carrier gas without any inter-
vening or subsequent pulse of or exposure to any other
chemical species or co-reactants; and

wherein byproducts of the conversion are removed from

the substrate by the carrier gas and/or the vacuum.

2. The method for deposition of a thin film according to
claim 1, wherein the single cycle is repeated until a thin film
of a predetermined thickness is achieved.

3. The method for deposition of a thin film according to
claim 1, wherein the substrate surface-induced process is
enabled by an ex-situ and/or in-situ substrate surface chemi-
cal, structural, thermal and/or plasma pre-treatment.

4. The method for deposition of a thin film according to
claim 1, wherein the substrate surface-induced process is
selected from the group consisting of energy transfer, remote
plasma application, direct plasma application, oxidation, and
reduction.

5. The method for deposition of a thin film according to
claim 1, wherein the precursor is selected from the group
consisting of dicobalt hexacarbonyl t-butylacetylene,, cobalt
carbonyl nitrosyl,, dicobalt octacarbonyl, dicocabalt hexac-
arbonyl trimethylsilylacetylene, dicobalt hexacarbonyl bis
(trimethylsilyl)acetylene, and hydridocobalt carbonyl.

6. The method for deposition of a thin film according to
claim 1, wherein the substrate is formed of a material
selected from the group consisting of silicon, silicon oxide,
copper, platinum, titanium, titanium nitride, tantalum and
tantalum nitride.

7. The method for deposition of a thin film according to
claim 1, wherein the precursor is selected from the group
consisting of copper (Cu), ruthenium (Ru), tantalum (Ta),
titanium (T1), tungsten (W), their nitrides, their oxides, and
their carbides.

8. The method for deposition of a thin film according to
claim 7, wherein the precursor is a ruthenium precursor, and
wherein the thin film deposition process further comprises
loading the substrate into a reactor and heating the substrate
to a temperature in the range of about 100° C. to about 500°
C., such that in the single cycle, the adsorbed monolayer
undergoes conversion to a discrete atomic or molecular layer
of a ruthenium-based thin film.

9. The method for deposition of a thin film according to
claim 1, wherein a metal or metalloid in the precursor is in
oxidation state zero.

10. The method for deposition of a thin film according to
claim 1, wherein the precursor has a low dipole moment.

11. The method for deposition of a thin film according to
claim 1, wherein adsorption of the precursor on the surface
of the substrate is self-limited by the presence of a chemical
species provided on the surface of the substrate that inhibits
decomposition of the adsorbed precursor as enabled by an
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ex-situ and/or in-situ substrate surface chemical, structural,
thermal, and/or plasma pre-treatment.
12. The method for deposition of a thin film according to
claim 1, wherein the precursor has at least one readily
dissociable ligand.
13. The method for deposition of a thin film according to
claim 1, wherein a metal or metalloid in the precursor is in
oxidation state 1 or higher.
14. The method for deposition of a thin film according to
claim 1, wherein the substrate is pretreated with a plasma
treatment process.
15. The method for deposition of a thin film according to
claim 1, wherein the process is a plasma-enhanced or
plasma-assisted process using a remote or direct plasma
source.
16. A method for deposition of a cobalt-based thin film
onto a substrate, the method comprising, in a single pulse or
cycle:
loading a substrate into a reactor;
heating the substrate to a temperature of about 75° C. to
about 500° C.;

maintaining the substrate at a temperature of about 75° C.
to about 500° C.;

providing a cobalt precursor in the vapor phase with a
carrier gas and/or under vacuum to a reaction zone
containing the substrate;

forming a monolayer of the cobalt precursor by adsorp-

tion to the substrate surface;

wherein the adsorbed monolayer subsequently undergoes

conversion to a discrete atomic or molecular layer of a
cobalt-based thin film via dissociation and/or decom-
position due to or enabled by a substrate surface-
induced process and/or interaction with the carrier gas
without any intervening or subsequent pulse of or
exposure to any other chemical species or co-reactants;
and

wherein byproducts of the conversion are removed from

the substrate by the carrier gas and/or the vacuum.

17. The method for deposition of a cobalt-based thin film
according to claim 16, wherein the substrate is a silicon
substrate, and wherein the silicon substrate is pretreated with
a hydrofluoric acid solution prior to loading of the substrate
into the reactor.

18. The method for deposition of a cobalt-based thin film
according to claim 16, wherein the substrate is a copper
substrate, and wherein the copper substrate is pretreated by
an ex-situ treatment to remove native copper oxide prior to
loading of the substrate into the reactor.

19. The method for deposition of a cobalt-based thin film
according to claim 16, wherein, for formation of the
adsorbed monolayer, the substrate is heated to a temperature
in the range of about 75° C. to about 300° C., the cobalt
precursor is a dicobalt hexacarbonyl t-butylacetylene
(CCTBA) precursor, the CCTBA precursor is maintained at
a temperature in the range of about 25° C. to about 50° C.,
and wherein the CCTBA precursor is pulsed into the reactor
at pulse durations ranging from about 1 second to about 10
seconds and using the carrier gas at a flow rate in the range
of about 10 to about 2000 sccm.

20. The method for deposition of a cobalt-based thin film
according to claim 19, wherein t-butylacetylene is combined
with the CCTBA precursor in a carrier gas stream for
formation of the adsorbed monolayer.

21. The method for deposition of a cobalt-based thin film
according to claim 16, wherein the carrier gas is selected
from the group consisting of N,, Ar, NH;, H,, CO, and a
H,+N, mixture.
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22. The method for deposition of a cobalt-based thin film
according to claim 16, wherein during the conversion, a flow
of the carrier gas is at flow rates in the range of about 10 to
about 2000 sccm and pulse durations ranging from about 1
second to about 20 seconds.

23. The method for deposition of a cobalt-based thin film
according to claim 16, further comprising pre-treating the
substrate with a plasma either prior or subsequent to heating
the substrate.

24. The method for deposition of a cobalt-based thin film
according to claim 16, wherein the process is a plasma-
enhanced or plasma-assisted process using a remote or direct
plasma source.

25. The method for deposition of a cobalt-based thin film
according to claim 16, wherein the substrate is heated to a
temperature in the range of about 100° C. to about 500° C.,
and wherein the cobalt precursor is a cobalt tricarbonyl
nitrosyl (Co(CO);NO) precursor.

26. A method for deposition of a thin film onto a substrate,
the method comprising in a single pulse or cycle:

loading a substrate into a reaction zone of a reactor;

pulsing a precursor containing at least one metal or

metalloid atom and at least one ligand in the vapor
phase with a carrier gas and/or under vacuum into the
reaction zone containing the substrate; and

forming a monolayer of the precursor by adsorption to the

substrate surface,

wherein the adsorbed monolayer subsequently undergoes

conversion to a thin film via dissociation due to or
enabled by a substrate surface-induced process and/or
interaction with the carrier gas without any intervening
or subsequent pulse of or exposure to any other chemi-
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cal species or co-reactants with partial or complete
removal of the ligand from the substrate -by the carrier
gas and/or the vacuum.

27. A thin film deposition process comprising:

loading a substrate into a reactor;

heating the substrate to a temperature of about 75° C. to
about 600° C.;

providing a first pulse of a precursor in the vapor phase
with or without a carrier gas to a reaction zone con-
taining the substrate;

forming a monolayer of the precursor by adsorption to the
substrate surface;

forming a remote or direct plasma;

wherein the adsorbed monolayer subsequently undergoes
conversion to a first discrete atomic or molecular layer
of a thin film through a plasma-induced process without
any intervening or subsequent pulse of or exposure to
any other chemical species or co-reactants;

shutting off the plasma;

providing a second pulse of the precursor to the reaction
zone with a carrier gas and/or under vacuum;

forming a second monolayer of the precursor by adsorp-
tion to the first discrete atomic or molecular layer of the
thin film;

wherein the second adsorbed monolayer subsequently
undergoes conversion to a second discrete atomic or
molecular layer of a thin film without plasma and
without any intervening or subsequent pulse of or
exposure to any other chemical species or co-reactants;
and

repeating the second pulse until a thin film having a
predetermined thickness is achieved.
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