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(57) ABSTRACT 

A method for creating a refractory metal and refractory 
metal nitride cap effective for reducing copper electromi 
gration and copper diffusion is described. The method 
includes depositing a refractory metal nucleation layer and 
nitriding at least the upper portion of the refractory metal 
layer to form a refractory metal nitride. Methods to reduce 
and clean the copper lines before refractory metal deposition 
are also described. Methods to form a thicker refractory 
metal layer using bulk deposition are also described. 

55 Claims, 4 Drawing Sheets 
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SELECTIVE REFRACTORY METAL AND 
NITRIDE CAPPING 

FIELD OF THE INVENTION 

This invention pertains to methods for depositing refrac 
tory metal and creating a refractory metal nitride over the 
deposited refractory metal. More specifically, the invention 
pertains to methods that deposit a layer of refractory metal 
and refractory metal nitride over copper lines on a Semicon 
ductor device So as to prevent electromigration of the copper 
line and diffusion of copper into Substrate material. 

BACKGROUND OF THE INVENTION 

Because copper has a lower resistivity and higher resis 
tance to electromigration compared to aluminum, it has 
become the preferred material for creating conductive lines 
in high performance integrated circuits. Since Cu does not 
readily form volatile compounds and is therefore difficult to 
dry etch, the fabrication of Cu interconnects requires a 
damascene approach, whereby a metal is deposited into a 
recess etched in an insulating material (dielectric) and then 
planarized using chemical mechanical polish (CMP). While 
the damascene concept is Straightforward and has been used 
for centuries in jewelry making, etc., the fabrication of 
damascene Cu interconnects in integrated circuits is a chal 
lenging task due to problems associated with Cu integration. 
One integration issue is that Cu can readily diffuse into 

Surrounding oxide-like or polymeric dielectric materials 
when Subjected to high temperatures of Subsequent fabrica 
tion processes. Diffusion of Cu into the Surrounding insu 
lating dielectric will lead to line-to-line leakages and even 
tual device failure. So it is necessary to fully enclose Cu 
lines with diffusion barriers. FIG. 1 illustrates a cross section 
of a part of a damascene device in which a Cu line 101 is 
encapsulated by metal diffusion barriers 105, typically made 
of tantalum, tantulum nitride or combination thereof, 
between the Cu and Surrounding dielectric material 107. In 
addition, a dielectric capping layer 103 is deposited between 
the Culine 101 and dielectric 109 to avoid electrical shorting 
of adjacent metal lines and to complete the Cu encapsula 
tion. The dielectric capping layer material is typically Silicon 
nitride because of its ability to block Cu diffusion and resist 
the dielectric etches used to define Subsequent Vias to the 
overlying metal level. Prior to deposition of the dielectric 
capping layer, the copper oxide that has formed on the 
surface of the Cu (Cu readily oxidizes when exposed to 
water or air) must be removed by chemical reduction to 
promote adhesion and optimize device reliability. 

Another integration issue when using Cu as the primary 
conductor in devices is that Cu can easily electromigrate into 
the Surrounding dielectric material. In general, electromi 
gration occurs when the metal atoms of conductive lines are 
Subjected to electric fields while the circuit is in operation. 
The metal atoms will redistribute in the direction of the 
electron flow to form voids (areas lacking metal material) 
and extrusions (protrusions of metal material outside of the 
metal or dielectric barrier) along the length of the metal 
lines. For example, this is illustrated in damascene device of 
FIG. 1. A void 111 has formed at the silicon nitride/Cu 
interface, causing the Cu buildup and formation of an 
extrusion 113 downstream of the electron flow 115 in the Cu 
line 101. Voids will cause the Culine to thin and eventually 
Separate completely, causing an open circuit. Extrusions can 
cause the Cu metal to extend past the Culine into an adjacent 
Cu line, thereby causing a short circuit. 
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Although Silicon nitride as a capping layer material is 

effective in blocking Cu diffusion, there are some problems 
of using a Silicon nitride capping layer, especially related to 
the electromigration issues described above. For example, it 
has been observed that Voids caused by electromigration 
(described above) are observed most frequently at the edges 
of the Cu lines at the silicon nitride/Cu interface. This is 
likely partly due to the poor adhesion between Silicon nitride 
and Cu. Furthermore, once a void is formed, the area around 
the Void will experience increased electron flux, causing 
even more pronounced electromigration and acceleration of 
the degradation process. Another issue with using Silicon 
nitride as a capping layer is that Silicon nitride has a 
relatively high dielectric constant. This means that when a 
layer of Silicon nitride is directly on top of and adjacent to 
the Cu conductive lines, there is an increase in overall 
capacitance between the conductive lines, which increases 
the RC time delay. 

Because of the problems associated with using Silicon 
nitride, others have proposed using other materials for 
capping Cu lines. For example, Saito, et al (0-7803-6679 
4/01, 2001 IEEE) has studied the preferential deposition of 
tungsten to cap Cu lines. One reason for this is because 
tungsten adheres well to Cu. In addition, tungsten has a 
relatively low resistivity compared to Silicon nitride. 

There are other integration issues, however, associated 
with using tungsten and other refractory metals for capping 
of Culines. Since a refractory metal is more conductive than 
Silicon nitride, it must be selectively deposited over copper 
lines with minimal coverage over the insulating regions of 
the device. It is also important that the refractory metal be 
deposited conformally and particle-free So that there is good 
contact between Cu and the capping layer. This uniform and 
Selective deposition of a refractory metal can be difficult to 
achieve. In a Single-step process certain areas of the Sub 
strate will start to nucleate before other areas. The film will 
then Start to grow in these regions first, leading to a large 
uncontrolled non-uniformity. In Some cases the regions that 
Started growing first will get thick, thereby causing adjacent 
areas of the Substrate to loose Selectivity. 
What is therefore needed is a process for forming a 

Selective refractory metal capping layer that obviates these 
and other problems. 

SUMMARY OF THEE INVENTION 

The present invention provides a method for depositing a 
refractory metal capping layer and creating a refractory 
metal nitride over this deposited refractory metal effective 
for preventing Cu electromigration and diffusion in Cu 
Semiconductor devices. The invention involves at least two 
of the following operations: creating a nucleation layer of 
refractory metal over at least the exposed Cu lines, depos 
iting the refractory metal in bulk over at least the nucleation 
layer Surface (or exposed copper lines if no nucleation layer 
is used), and nitriding at least an upper portion of the bulk 
refractory metal layer. 

In one embodiment, the methods of the invention first 
reduce copper oxide on the exposed copper lines prior to 
refractory metal deposition. The method may employ hydro 
gen gas at Suitable chamber conditions to reduce the Cu 
oxide to Cu metal. Alternatively, the method may reduce the 
copper oxide using a mixture of hydrogen gas and one or 
both of argon or nitrogen gas. Alternatively, the method may 
employ a reducing agent Such as SiH, SiH or B.H. The 
Cu Surface may be cleaned prior to being reduced by using 
either hydrogen plasma or wet cleaning. 
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Using normal bulk deposition procedures, initiation of 
deposition can be difficult. As a consequence, non-uniform 
film growth will occur, with Subsequent loSS of Selectivity in 
Some regions of the wafer. One way of getting around this 
problem is to use a process Step that is tuned to achieve 
nucleation, as opposed to bulk film growth. The process 
conditions are then changed for the bulk of the growth. 
Therefore the present invention preferably makes use of a 
refractory metal nucleation layer to facilitate the overall 
deposition process. The use of a nucleation layer also allows 
precise control of the amount of refractory metal deposited. 
In addition, the resultant nucleation layer is conformal, 
uniform and particle free. 

Accordingly, one aspect of the invention provides a 
method for depositing a refractory metal nucleation layer 
onto the Cu surface of the substrate surface (which has been 
optionally reduced and/or cleaned). The method may 
involve depositing a tungsten nucleation layer by using, for 
example, one of WF, WCl or W(CO). Alternatively, the 
method may involve depositing a tantalum, titanium, 
molybdenum, ruthenium or cobalt nucleation layer using an 
appropriate precursor. The method may be performed Such 
that the copper oxide reduction process and the deposition of 
the refractory metal nucleation layer process use the same 
chamber, but possibly at different chamber temperatures and 
preSSures. 

In one embodiment, the nucleation layer is formed by an 
atomic layer deposition (ALD) method by Sequentially 
injecting a refractory metal precursor (e.g., WF) and a 
reducing agent (e.g., SiH and/or SiH) gas into the reaction 
chamber. Alternatively, the method may produce the refrac 
tory metal nucleation layer by first converting the exposed 
Cu Surfaces to copper Silicide and then converting the 
copper Silicide to the desired refractory metal nucleation 
layer. This method may be performed by exposing the Cu 
Surface to SiH to form copper Silicide, then exposing the 
copper Silicide to a refractory metal-containing gas to form 
the refractory metal nucleation layer. The method may be 
performed Such that the formation of the copper Silicide and 
conversion of copper Silicide to the desired refractory metal 
use different chamber temperatures and pressures. Prefer 
ably though, the two operations use the same proceSS 
chamber. In all embodiments, the refractory metal deposi 
tion is preferably performed in a manner that Selectively 
covers the exposed copper lines, without depositing Signifi 
cantly on Surrounding dielectric material. 

The nitride layer is preferably formed on top of the 
refractory metal layer (bulk or nucleation) by a nitrogen 
containing gas Such as N, NH or N.H. The nitrogen 
containing gas may be converted, at least partially, to a 
plasma, which is, in one embodiment, directed to the Sub 
strate by biasing the substrate with an RF powered electrode. 

These and other features and advantages of the invention 
will be described in more detail below with reference to the 
asSociated drawings. 

BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a Schematic illustration of part of a damascene 
Structure in a Semiconductor device showing a void in a 
copper line caused by the electromigration. 

FIG. 2 is a process flow diagram illustrating relevant 
operations employed in the present invention. A refractory 
metal nucleation layer is formed onto a copper-dielectric 
substrate, followed by bulk deposition of the refractory 
metal, followed by nitridation of the bulk refractory metal 
Surface. 

15 

25 

35 

40 

45 

50 

55 

60 

65 

4 
FIG. 3 is a Schematic illustration of part of a damascene 

Structure in a Semiconductor device wherein the copper is 
capped with a refractory metal nucleation layer, a bulk 
refractory metal and refractory metal nitride. 

FIG. 4 is a Schematic diagram showing the basic features 
of an apparatus Suitable for practicing the current invention. 

DETAILED DESCRIPTION OF THE 
PREFERRED EMBODIMENTS 

Introduction 
AS indicated, the present invention provides a capping 

layer of a refractory metal. That metal may be formed by 
first depositing a nucleation layer followed by a bulk layer. 
In Some embodiments, the nucleation layer is all that is 
required. This may be the case when only a very thin 
refractory metal layer is required. With or without a bulk 
layer deposited on the nucleation layer, the invention may 
also employ a nitride layer formed from Some or all of the 
refractory metal. 
A typical process flow for the formation of a capping layer 

employed in accordance with this invention is illustrated in 
the flowchart of FIG. 2. First a partially fabricated semicon 
ductor device is provided 201. This device has exposed 
copper lines in a dielectric Support. In the case of a dama 
Scene process, the copper lines are inlaid in the dielectric 
Support after the Support has had line paths and ViaS etched 
therein. Typically the partially fabricated device has a pla 
narized Surface comprised of the exposed copper lines and 
Surrounding dielectric. Conventionally, planarization is 
achieved via chemical mechanical polishing (CMP). But 
other planarization techniques Such as electropolishing or 
related electrolytic technique may be used. After the Sub 
Strate goes through a CMP process, it may then be Subjected 
to a wet clean and water rinse. See 203. 

After the substrate is cleaned (if at all), it is often desirable 
to expose the Surface of the Cu to a reducing agent. See 205. 
This is done because in the processes used to generate the 
device, the exposed copper lines will have Some amount of 
copper oxide formed thereon. Reducing the exposed Cu will 
promote the formation of high quality adherent capping 
layers. This is an optional procedure for this invention. 
Examples of Suitable reducing agents include H, SiH, 
SiH and BH6. As a further option, the wafer can then be 
cleaned using, for example, a hydrogen plasma 

After performing the cleaning and reduction operations (if 
they are performed at all), the process forms a nucleation 
layer of a refractory metal over at least the exposed copper 
lines. This may be accomplished by various techniques as 
will be described in detail later. See 207 and 209-211. 
Thereafter, a refractory metal bulk layer is optionally formed 
by a bulk deposition procedure 213. The nucleation layer is 
distinct from the bulk layer in that it is formed by a process 
that deposits the refractory metal relatively easily in com 
parison to the bulk deposition process. In one example, the 
nucleation layer is deposited by a refractory metal precursor 
(e.g., WF) and a silicon containing reducing agent (e.g., 
silane). See 207. The bulk layer is deposited with a similar 
metal precursor, but the reducing agent is frequently hydro 
gen. In another approach, the nucleation layer is formed in 
two separate operations, 209 and 211. In operation 209, the 
process forms a copper Silicide layer on the exposed copper 
lines. Subsequently, in operation 211, the process reacts that 
silicide with a refractory metal precursor such WF, which 
creates Volatile SiF as a byproduct. The resulting nucleation 
layer is rich in refractory metal, e.g., tungsten in this case. 

After the refractory metal bulk layer is formed at 213, the 
process next involves converting Some or all of the refrac 
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tory metal layer(s) to refractory metal nitride. See 215. This 
is accomplished by exposing the refractory metal to a 
nitridation agent Such as nitrogen, ammonia and/or hydiaz 
ine. If only a portion of the refractory metal is converted, 
then the resulting structure will comprise a bilayer of 
refractory metal and refractory metal nitride. If the entire 
layer of refractory metal is converted, then the resulting 
Structure will not be a bilayer, and contain only the nitride. 
Note that in some embodiments, no bulk layer is deposited 
and the entire nucleation layer is converted to nitride. The 
nitride layer is a more effective (in comparison to elemental 
refractory metal) diffusion barrier and electromigration bar 
C. 

After the nitride layer is foxed (if necessary), the process 
continues with formation of the next higher metallization 
layer with copper lines and dielectric (assuming that the 
previous layer was not the last layer of the device). See 217. 
Each metallization layer may be processed as described 
above in the process flow of FIG. 2. 

FIG. 3 illustrates a croSS Section of a part of a damascene 
device after undergoing methods described in the present 
invention. As shown, a Cu line 307 is embedded in an 
insulator 309. A refractive metal nucleation layer 301 has 
been deposited over the Cu line, onto which a refractive 
metal bulk layer 303 has been selectively deposited. An 
upper portion of the refractive metal bulk layer has been 
nitrided to form a refractive metal nitride layer 305. In this 
example, the capping layer consists of the refractive metal 
nucleation layer (301), the refractive metal bulk layer (303) 
and the refractive metal nitride layer (305). The thickness of 
each of these layerS depends on the application and the 
technology node. For many applications, the thickness of the 
refractive metal nucleation layer ranges between about 3 and 
20 angstroms, the refractive metal bulk layer ranges between 
about 8 and 100 angstroms and the refractive metal nitride 
layer ranges between about 5 and 20 angstroms. After the 
capping layer is deposited, typically fluorine-doped Silicon 
dioxide is deposited over the capping layer as pail of the next 
metalization layer. Alternatively, a Silicon nitride layer can 
be deposited over the capping layer to further enhance the 
barrier properties of the capping layer. Note that the via 308 
to the overlying metal layer may contact the copper con 
ductor directly as shown, or alternatively, may contact the 
refractory or refractory nitride if the dielectric etch used for 
via formation is Selective to the refractory nitride or refrac 
tory metal. 

Refractory Metal Nucleation Layer Formation 
To provide for an effective capping layer for reducing 

copper electromigration, it is preferable that the refractory 
metal layer be deposited as a nucleation layer. A nucleation 
layer is a thin, conformal layer that has low contact resis 
tance and adheres well to the underlying Surface on which it 
is deposited. The morphology of the nucleation layer is often 
different from that of the bulk layer. For example, the 
nucleation layer generally has a relatively Smaller grain size. 

Refractory metals, Such as tungsten, tantalum, 
molybdenum, titanium, ruthenium or cobalt are preferred 
materials for the nucleation layer. Generally, refractory 
metals have high melting points and bond strongly to copper. 
An especially preferred refractory metal for use with this 
invention is tungsten. 
AS indicated previously, the refractory metal nucleation 

layer can be formed by various processes. Referring back to 
FIG. 2, two preferred processes are shown in process Steps 
207 and 209-211. The first is an atomic layer deposition 
(ALD) or chemical vapor deposition (CVD) technique 207. 
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6 
The Second proceSS is a two stage process that involves first 
forming a copper Silicide layer on the exposed copper line 
surface (209) by reaction with silane for example-and 
Second exposing the copper Silicide to a gas containing the 
desired refractory metal (211). 
The first method described-depositing the refractory 

metal directly using ALD or CVD-involves exposing the 
copper Surface to gaseous metal precursor and reducing 
agent (FIG. 2, block 207). ALD methods differ from CVD 
methods in that they are based on Separate Surface 
controlled reactions. In ALD, the metal precursors and 
reducing agents are directed alternately over a Substrate 
Surface, Separated by purging StepS using an inert gas or 
other method. ALD relies on the chemisorption of a gaseous 
precursor to form a “Saturated layer of the metal precursor 
on a Substrate Surface. This allows for a more conformal, 
thin and controlled deposition compared to that formed by 
traditional CVD methods. 

In one embodiment of the present invention, ALD is used 
to form a tungsten nucleation layer. Preferred metal precur 
sors for tungsten are one of WF, WCls and W(CO). 
Corresponding precursors for molybdenum, tantalum, 
titanium, and other Suitable refractory metals are known to 
those of skill in the art. Preferred reducing agents include the 
following: H. SiH, SiH and B.H. Generally, the depo 
Sition conditions depend upon the nature of the precursors/ 
reactants, the flow rates and length of exposure to the 
precursor/reactants and the desired thickness of the deposi 
tion film. Under typical conditions, the more preferable flow 
rates of the tungsten precursor are between about 10 and 20 
sccm (over between about 1 and 5 seconds). Suitable pres 
Sure ranges for the tungsten precursors are between about 
0.1 and 10 Torr, more preferably between about 0.5 and 1 
Torr. Suitable Substrate temperature ranges are between 
about 150 and 400 degrees Celsius, more preferably 
between about 250 and 350 degrees Celsius. Likewise, the 
hydride reducing agent exposure should be Such that the 
hydride reacts Sufficiently with the Saturated layer of tung 
Sten precursor to leave tungsten metal on the Substrate 
Surface. Under typical conditions, the more preferable flow 
rates times for the hydride reducing agent are between about 
10 and 100 sccm (over between about 1 and 5 seconds). 
Suitable pressure ranges for the reducing agent are between 
about 0.1 and 10 Torr, more preferably between about 0.5 
and 1.0 Torr. Suitable Substrate temperature ranges are 
between about 150 and 400 degrees Celsius, more prefer 
ably between about 250 and 350 degrees Celsius. Tempera 
tures and pressures for the metal precursor and hydride are 
generally similar. 

Note that ALD processes form very thin layers of refrac 
tory metal (on the order of Single atom thickness) during 
each cycle. Therefore, depending upon application, it is 
desirable to repeat the cycles of precursor exposure and 
reducing agent exposure two or more times. The exact 
number of cycles depends upon the desired thickness of the 
complete layer. 

In one embodiment of the present invention, CVD is used 
to form a tungsten nucleation layer. For CVD of tungsten, 
exposure to the gaseous reactants is not dependent upon the 
formation of a Saturated layer to form on the Substrate 
surface and is therefore performed in one pass. That is, CVD 
does not involve Separate reaction cycles. The metal pre 
cursors and the reducing agents are introduced to the Surface 
Substrate at the same time. Like ALD, preferred metal 
precursors for tungsten are one of WF, WCls and W(CO) 
and preferred reducing agents are one of H. SiH, SiH and 
BH. Suitable pressures range from about 1 and 10 Torr, 

Page 8 of 11



US 6,844,258 B1 
7 

more preferably between about 1 and 5 Torr. The flow rates 
to the reactants depend on the desired thickneSS and com 
position of film deposition. Under typical conditions, the 
more preferable flow rates are between about 20 and 100 
sccm. Suitable substrate temperatures range from about 300 
and 450 degrees Celsius, more preferably between about 
350 and 400 degrees Celsius. 

The second method described for forming the refractory 
metal nucleation layer is a two-step process (FIG. 2, blocks 
209-211). The first step in this process is forming a Cu 
Silicide layer. The Second step is exposing this Cu Silicide 
layer to a reactive metal precursor to create the metal 
nucleation layer. In other words, the formation of Cusilicide 
is followed by the formation of a tungsten nucleation layer. 
This is accomplished by exposing the Cu Surface to a Silane, 
preferably SiH. Under typical conditions, the more prefer 
able flow rates of silane are between about 100 and 200 
Sccm. Suitable pressures range between about 1 and 10 Torr, 
more preferably between about 1 and 5 Torr. Suitable 
Substrate temperatures for the Silicide reaction range 
between about 250 and 400 degrees Celsius, more prefer 
ably between about 300 and 350 degrees Celsius. After a Cu 
Silicide layer of Sufficient coverage and thickness is 
achieved, the Cu Silicide is then exposed to a reactive 
tungsten precursor (or other refractory metal precursor) 
capable of forming a volatile Silicon byproduct. The reactive 
tungsten precursor reacts with Cu Silicide to convert the 
Silicide into Cu metal and a volatile Silicon compound Such 
as SiF, with a tungsten nucleation layer resulting. Preferred 
metal precursors for tungsten are one of WCls and W(CO) 
and Substituted-tungsten carbonyls, more preferably WF. 
Under typical conditions, the more preferable flow rates for 
the reactant metal precursor are between about 20 and 100 
Sccm. Suitable preSSures range between about 1 and 40 Ton, 
more preferably between about 1 and 10 Torr. Suitable 
temperatures range between about 300 and 450 degrees 
Celsius, more preferably between about 300 and 350 
degrees Celsius. 

After the refractive metal nucleation layer is formed, if the 
metal layer is not yet of desired thickness, Subsequent bulk 
deposition of refractory metal may follow. Bulk deposition 
by ALD or CVD can be implemented to form a refractory 
metal of desired thickness. Referring back to the proceSS 
flow in FIG. 2, this is accomplished at block 213. Typically, 
the bulk deposition proceSS employs the same or similar 
precursor to that employed in the nucleation layer deposi 
tion. However, bulk deposition favors use of a different 
reducing agent, preferably hydrogen or a mixture that is 
relatively rich in hydrogen, or an increase in pressure. 

Refractory Metal Nitride Formation 
AS indicated previously, although a refractory metal cap 

can be effective for preventing electromrigration at the 
Silicon nitride interface, in Some cases it is Still possible for 
Cu to diffuse or migrate through the refractive metal barrier. 
To improve the barrier qualities of the refractory metal cap, 
it may be necessary to convert part of the cap into a 
refractory metal nitride layer. Referring back to the proceSS 
flow in FIG. 2, nitridation is shown at block 215. 
Various Suitable nitridation techniques are available to those 
skilled in the art. Many of these techniques involve contact 
ing the Substrate with a plasma containing nitride Species. In 
one embodiment, the refractory metal nitride layer is formed 
by placing the Semiconductor Substrate on a RF electrode 
and exposing the refractory metal Surface to a nitrogen 
containing plasma. Suitable nitrogen containing gases com 
prises at least one of N, NH, and NH or a mixture of 
gases that contain a nitrogen containing gas along with other 
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inert gases Such as argon or helium. Nitrogen atoms and ions 
are generated in the plasma and react with the refractive 
metal surface to form the nitride. The bias placed on 
Substrate electrode affects the directional momentum of the 
ionic Species Striking the Substrate. In a typical case, the bias 
of the RF electrode ranges between about 10 and 500 watts, 
more preferably between about 50 and 100 watts. Suitable 
reactor pressures for nitridation range between about 0.05 
and 10 Ton, more preferably between about 0.5 and 1 Torr. 
Substrate temperatures may range between about 300 and 
450 degrees Celsius, more preferably between about 300 
and 350 degrees Celsius. 

Other embodiments of the invention employ reactors 
having an RF electrode located away from the Substrate. 
Such reactors may also include an electrode located beneath 
the Substrate. In one example, the reactor includes an 
external RF electrode that is capacitively or inductively 
coupled, such as a High Density Plasma (HDP) system can 
be used. Generally, a high-density plasma is any plasma 
having electron density of at least about 1x10" electrons per 
cubic centimeter. Typically, though not necessarily, high 
density plasma reactorS operate at relatively low preSSures, 
in the range of 100 ml on or lower. In a typical example, the 
electrode frequency used in such HDP systems is about 300 
kHz, although other frequencies can be used. In Some 
embodiments, the reactor employs a down-stream plasma 

FIG. 4 is a Schematic of a typical apparatus in which the 
processes in the present invention take place. The Semicon 
ductor wafer 403 is placed on top of a Supporting pedestal 
405 in a reaction chamber 401. The supporting pedestal 405 
has a thermocouple or other temperature-Sensing device 
attached to monitor the temperature of the wafer. The 
temperature of the wafer can be heated by any number 
commonly known methods, Such as a resistive heating 
element. A pressure gauge 413 monitors the preSSure inside 
the chamber during operation. The metal halide 407 and 
reducing agent hydride 409 are introduced in a controlled 
manner using valves. A neutral gas Source 411, Such as argon 
gas, allows for more chamber pressure and reactant concen 
tration control. A plasma generator Source 417 allows for the 
introduction of hydrogen plasma for removing halogens 
after reaction described previously. Nitrogen containing gas 
419, such as NH, can be introduced for an optional nitri 
dation step described previously. A pump with valve 415 is 
used to evacuate the chamber of reactant by products and 
unused reactants between cycles of Sample exposure to 
reactant gases. 

Although various details of the apparatus have been 
omitted for clarity's Sake, Various design alternatives may be 
implemented. Therefore, the present examples are to be 
considered as illustrative and not restrictive, and the inven 
tion is not to be limited to the details given herein, but may 
be modified within the Scope of the appended claims. 
What is claimed is: 
1. A method of forming a capping layer on copper lines of 

a Semiconductor device, the method comprising: 
(a) providing a partially fabricated Semiconductor device 

having a Surface comprising eXposed Surfaces of the 
copper lines and dielectric around the copper lines, 

(b) creating a nucleation refractory metal layer over at 
least the exposed Surfaces of the copper lines, 

(c) depositing a bulk refractory metal layer over at least 
the nucleation refractory metal layer created in (b); and 

(d) nitriding at least an upper portion of the bulk refrac 
tory metal layer deposited in (c) to form a refractory 
metal nitride layer effective for reducing electromigra 
tion of the copper line and for blocking diffusion of 
copper from the copper conductive lines. 
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2. The method of claim 1, wherein the exposed surfaces 
of the copper lines comprise copper oxide and wherein the 
method further comprises reducing the copper oxide before 
creating the nucleation refractory metal layer. 

3. The method of claim 2, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gaS. 

4. The method of claim 2, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gas and one or both of argon or nitrogen gas. 

5. The method of claim 2, wherein reducing the copper 
oxide comprises contacting the copper oxide with at least 
one of SiH, SiH, Si-H and B.H. 

6. The method of claim 2, wherein reducing the copper 
oxide and creating the nucleation refractory metal layer are 
performed using different chamber temperatures and pres 
SUCS. 

7. The method of claim 2, wherein the copper surface is 
cleaned by hydrogen plasma or by wet cleaning before 
reducing the copper oxide. 

8. The method of claim 1, wherein the bulk refractory 
metal layer is a tungsten layer. 

9. The method of claim 8, wherein creating the bulk 
refractory metal layer comprises reacting a tungsten con 
taining precursor including at least one of WF, WCls or 
W(CO). 

10. The method of claim 1, wherein the bulk refractory 
metal layer comprises at least one of tantalum, titanium, 
molybdenum, ruthenium or cobalt. 

11. The method of claim 1, wherein creating the nucle 
ation refractory metal layer comprises depositing refractory 
metal by atomic layer deposition (ALD). 

12. The method of claim 11, wherein the ALD comprises 
Sequentially injecting WF, and at least one of SiH and H 
gaSeS. 

13. The method of claim 1, wherein creating the nucle 
ation refractory metal layer comprises depositing refractory 
metal by chemical vapor deposition (CVD). 

14. The method of claim 1, wherein creating the nucle 
ation refractory metal layer comprises (i) converting the 
exposed Surfaces of the copper lines into a copper Silicide 
and (ii) converting the copper Silicide layer to the nucleation 
refractory metal layer. 

15. The method of claim 14, wherein converting the 
exposed Surfaces of the copper lines into the copper Silicide 
comprises exposing the Surfaces to SiH to form the copper 
Silicide, and wherein converting the copper Silicide layer to 
the nucleation refractory metal layer comprises exposing the 
copper Silicide to a refractory metal-containing gas to form 
the nucleation refractory metal layer. 

16. The method of claim 14, wherein (i) and (ii) are 
performed at different chamber temperatures and pressures. 

17. The method of claim 1, wherein creating the nucle 
ation refractory metal layer is performed in a manner that 
Selectively deposits the nucleation refractory metal layer on 
the copper lines, without depositing Significantly on Sur 
rounding dielectric. 

18. The method of claim 1, further comprising repeating 
(b) one or more times prior to (c). 

19. The method of claim 18, wherein depositing bulk 
refractory metal layer is performed in a manner that Selec 
tively deposits the bulk refractory metal layer on the refrac 
tory metal layer created in (b), without depositing signifi 
cantly on Surrounding dielectric. 

20. The method of claim 18, wherein creating the nucle 
ation refractory metal layer (b) and depositing the bulk 
refractory metal layer are performed using different chamber 
temperatures and pressures. 
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21. The method of claim 18, wherein the bulk refractory 

metal layer is between about 3 and 100 angstroms thick. 
22. The method of claim 1, wherein nitriding at least an 

upper portion of the bulk the refractory metal layer in (d) 
comprises exposing the bulk refractory metal layer to a 
plasma that contains a nitrogen-containing compound. 

23. The method of claim 22, wherein the nitrogen 
containing compound is one of N, NH or N.H. 

24. The method of claim 22, wherein exposing the bulk 
refractory metal layer to the plasma comprises biasing the 
substrate with an RF powered electrode. 

25. The method of claim 22, wherein exposing the bulk 
refractory metal layer to a plasma comprises grounding the 
Substrate with a grounded electrode while applying RF 
energy via a Second electrode. 

26. The method of claim 22, wherein the plasma of the 
nitrogen-containing compound is generated through the use 
of an external electrode. 

27. The method of claim 22, wherein plasma of the 
nitrogen-containing compound is a downstream plasma. 

28. The method of claim 1, wherein the nucleation refrac 
tory metal nitride layer formed in (b) is between about 3 and 
30 angstroms thick. 

29. The method of claim 1, further comprising depositing 
a layer of Silicon nitride onto the refractory metal nitride 
layer. 

30. A method of forming a capping layer on copper lines 
of a Semiconductor device, the method comprising: 

(a) providing a partially fabricated Semiconductor device 
having a Surface comprising eXposed Surfaces of the 
copper lines and dielectric around the copper lines, 

(b) creating a nucleation refractory metal layer over at 
least the exposed Surfaces of the copper lines, 

(c) depositing a bulk refractory metal layer over at least 
the nucleation refractory metal layer created in (b). 

31. The method of claim 30, wherein depositing bulk 
refractory metal layer is performed in a manner that Selec 
tively deposits the bulk refractory metal layer on the nucle 
ation refractory metal layer created in (b), without deposit 
ing Significantly on Surrounding dielectric. 

32. The method of claim 30, wherein the exposed surfaces 
of the copper lines comprise copper oxide and wherein the 
method further comprises reducing the copper oxide before 
creating the nucleation refractory metal layer. 

33. The method of claim 32, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gaS. 

34. The method of claim 32, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gas and one or both of argon or nitrogen gas. 

35. The method of claim 32, wherein reducing the copper 
oxide comprises contacting the copper oxide with at least 
one of SiH, Si-H and B.H. 

36. The method of claim 32, wherein the copper surface 
is cleaned by hydrogen plasma or by wet cleaning before 
reducing the copper oxide. 

37. The method of claim 30, wherein the nucleation 
refractory metal layer and bulk refractory metal layer are 
both tungsten layers. 

38. The method of claim 37, wherein creating the nucle 
ation refractory metal layer comprises reacting a tungsten 
containing precursor including at least one of WF, WCl 
and W(CO). 

39. The method of claim 30, wherein the nucleation 
refractory metal layer and bulk refractory metal layer both 
comprise at least one of tantalum, titanium and molybde 
U. 
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40. The method of claim 30, wherein creating the nucle 
ation refractory metal layer comprises depositing refractory 
metal by atomic layer deposition (ALD). 

41. The method of claim 40, wherein the ALD comprises 
Sequentially injecting WF, and at least one of SiH and H2 
gaSeS. 

42. The method of claim 30, wherein creating the nucle 
ation refractory metal layer comprises depositing refractory 
metal by chemical vapor deposition (CVD). 

43. The method of claim 30, wherein creating the nucle 
ation refractory metal layer comprises (i) converting the 
exposed Surfaces of the copper lines into a copper Silicide 
and (ii) converting the copper Silicide layer to the nucleation 
refractory metal layer. 

44. The method of claim 32, wherein converting the 
exposed Surfaces of the copper lines into the copper Silicide 
comprises exposing the Surfaces to SiH to form the copper 
Silicide, and wherein converting the copper Silicide layer to 
the nucleation refractory metal layer comprises exposing the 
copper Silicide to a refractory metal-containing gas to form 
the nucleation refractory metal layer. 

45. The method of claim 30, wherein creating the nucle 
ation refractory metal layer is performed in a manner that 
Selectively deposits the refractory metal layer on the copper 
lines, without depositing Significantly on Surrounding 
dielectric. 

46. The method of claim 30, wherein the nucleation 
refractory metal layer is between about 3 and 30 angstroms 
thick. 

47. The method of claim 30, wherein the bulk refractory 
metal layer is between about 8 and 100 angstroms thick. 

48. A method of forming a capping layer on copper lines 
of a Semiconductor device, the method comprising: 

(a) providing a partially fabricated Semiconductor device 
having a Surface comprising exposed Surfaces of the 
copper lines and dielectric around the copper lines, 

(b) creating a refractory metal layer over at least the 
exposed Surfaces of the copper lines, and 

(c) nitriding at least an upper portion of the refractory 
metal layer deposited in (c) to form a refractory metal 
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nitride layer effective for reducing electromigration of 
the copper line and for blocking diffusion of copper 
from the copper conductive lines, 

wherein the exposed Surfaces of the copper lines comprise 
copper oxide and wherein the method further comprises 
reducing the copper oxide before creating the refractory 
metal layer. 

49. The method of claim 48, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gaS. 

50. The method of claim 48, wherein reducing the copper 
oxide comprises contacting the copper oxide with hydrogen 
gas and one or both of argon or nitrogen gas. 

51. The method of claim 48, wherein reducing the copper 
oxide comprises contacting the copper oxide with at least 
one of SiH, Si-H and B.H. 

52. The method of claim 48, wherein reducing the copper 
oxide and creating the refractory metal layer are performed 
using different chamber temperatures and preSSures. 

53. The method of claim 48, wherein the copper surface 
is cleaned by hydrogen plasma or by wet cleaning before 
reducing the copper oxide. 

54. A method of forming a capping layer on copper lines 
of a Semiconductor device, the method comprising: 

(a) providing a partially fabricated Semiconductor device 
having a Surface comprising eXposed Surfaces of the 
copper lines and dielectric around the copper lines, 

(b) creating a nucleation refractory metal layer over at 
least the exposed Surfaces of the copper lines, and 

(c) nitriding at least an upper portion of the nucleation 
refractory metal layer deposited in (b) to form a refrac 
tory metal nitride layer effective for reducing elec 
tromigration of the copper line and for blocking diffu 
Sion of copper from the copper conductive lines. 

55. The method of claim 54, further comprising repeating 
(b) one or more times prior to (c). 

k k k k k 
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