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(54) Copper plating solutions and method of making and using such solutions

(57) The present technology generally relates to cop-
per plating solutions. Specifically, the present technology
includes a copper plating solution comprising a source
of copper ions and a conductivity salt wherein the copper

plating solution has a pH between 1.7 and 3.5 as is es-
sentially free of chloride ions. The present technology
also relates to a method of using such copper plating
solutions.
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Description

Related Application(s)

[0001] [Not Applicable]

Field of the Invention

[0002] The present technology generally relates to
copper plating solutions and methods of making and us-
ing such solutions. Specifically, the present technology
includes a copper plating solution comprising a source
of copper ions and a conductivity salt wherein the copper
plating solution has a pH between 1.7 and 3.5 as is es-
sentially free of chloride ions. The present technology
also relates to a method of using such copper plating
solutions. This technology could be useful in the manu-
facture of printed circuit boards and solar silicon wafers.

Background of the Invention

[0003] The present application is related to copper plat-
ing. Copper plating is used in a number of technical fields,
for example in the field of printed circuitry. Copper can
be plated onto a number of substrates for example printed
circuit boards (PCB), solar cells and integrated circuit
(IC) substrates.
[0004] Printed circuit boards refer to solid circuits that
are formed from a conductive material (commonly, cop-
per or copper plated with solder or gold) that is positioned
on opposite sides of an insulating material (commonly
glass-fiber-reinforced epoxy resin). Where the printed
circuit board has two conductive surfaces positioned on
opposite sides of a single insulating layer, the resulting
circuit board is known as a "double sided circuit board."
To accommodate even more circuits on a single board,
several copper layers are sandwiched between boards
of insulating material to produce a multi-layer circuit
board.
[0005] An integrated circuit or monolithic integrated cir-
cuit (also referred to as an IC, a chip, or a microchip) is
a set of electronic circuits on one small plate ("chip") of
semiconductor material, normally silicon. This can be
made to be much smaller than a discrete circuit made
from independent components. Integrated circuits are
used in a large amount of electronic equipment today.
Computers, mobile phones, and other digital home ap-
pliances are all utilize integrated circuits.
[0006] A solar cell (also called a photovoltaic (PV) cell)
is an electrical device that converts the energy of light
into electricity by the photovoltaic effect. It is a form of
photoelectric cell (in that its electrical characteristics--
e.g. current, voltage, or resistance-- vary when light is
incident upon it) which, when exposed to light, can gen-
erate and support an electric current without being at-
tached to any external voltage source. A typical silicon
PV cell is composed of a thin wafer consisting of an ultra-
thin layer of phosphorus-doped (N-type) silicon on top of

a thicker layer of boron-doped (P-type) silicon. An elec-
trical field is created near the top surface of the cell where
these two materials are in contact, called the P-N junc-
tion. When sunlight strikes the surface of a PV cell, this
electrical field provides momentum and direction to light-
stimulated electrons, resulting in a flow of current when
the solar cell is connected to an electrical load.
[0007] The process of fabricating conventional single-
and polycrystalline silicon PV cells begins with very pure
semiconductor-grade polysilicon - a material processed
from quartz and used extensively throughout the elec-
tronics industry. The polysilicon is then heated to melting
temperature, and trace amounts of boron are added to
the melt to create a P-type semiconductor material. Next,
an ingot, or block of silicon is formed, commonly using
one of two methods: 1) by growing a pure crystalline sil-
icon ingot from a seed crystal drawn from the molten
polysilicon or 2) by casting the molten polysilicon in a
block, creating a polycrystalline silicon material. Individ-
ual wafers are then sliced from the ingots using wire saws
and then subjected to a surface etching process. After
the wafers are cleaned, they are placed in a phosphorus
diffusion furnace, creating a thin N-type semiconductor
layer around the entire outer surface of the cell. Next, an
anti-reflective coating is applied to the top surface of the
cell.
[0008] An aluminized conductive material is deposited
on the back (positive) surface of each cell, restoring the
P-type properties of the back surface by displacing the
diffused phosphorus layer. The aluminized conductive
material is sometimes applied by screen-printing a metal
paste, such as an aluminum paste.
[0009] Electrical contacts are also imprinted on the top
(negative) surface of the cell. The grid-like metal contact
made up of fine "fingers" and larger "bus bars" are typi-
cally screenprinted onto the top surface. This is typically
done using a silver paste. However, silver pastes are
very expensive. One step towards reducing the cost of
PV cells is to print a finer silver grid and improve the
conductivity of it by topcoating with various, less costly
electroplated coatings such as nickel, copper, tin and var-
ious combinations of each. The plating of silver pastes
is readily achieved by immersing the screen printed and
fired wafers into a plating solution with the application of
direct current or LIP plating. The metals are then depos-
ited directly onto the silver paste without requiring any
pretreatments due to the high conductivity and very thin
oxide on the silver particles.
[0010] Common copper plating solutions include bright
acid copper plating solutions, copper plating solutions
containing chelated compounds, alkaline copper plating
solutions and cyanide containing copper plating solu-
tions. Copper plating solutions containing chelated com-
pounds are not always desirable because the waste
treatment of chelated copper solutions is more costly
than non-chelated copper solutions. Alkaline copper plat-
ing solutions are not always desirable because alkaline
solutions require a chelator or strong complexor like cy-
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anide. Cyanide is a poison and is a health risk.
[0011] One particular copper plating method is bright
acid copper plating. Bright acid copper plating involves
high quantities of sulfuric or other acid. Bright acid copper
plating also requires chloride ions in order to make a
smooth deposit.
[0012] Applicants determined that chloride ions and
acid containing plating solutions are not suitable for cer-
tain plating applications. For example, such solutions are
not suitable for plating over metal seed layers on silicon
solar cell wafers. The acid will cause delamination of the
seed layer meaning that the conductive seed layer to the
silicon wafer (usually silver paste or electroless nickel
seed layer) will lose adhesion to the silicon wafer surface
and will easily peel off. The chloride ions will adversely
affect materials on the backside of the solar cell wafer,
such as the aluminum paste by causing the aluminum
paste to dissolve into the copper plating solution. As such
it is desirable to develop a new copper plating solutions
that does not produce these adverse effects.

Summary of the Invention

[0013] The present technology generally relates to
copper plating solutions and methods of making and us-
ing such solutions. Specifically, the present technology
includes a copper plating solution comprising a source
of copper ions and a conductivity salt wherein the copper
plating solution has a pH between 1.7 and 3.5 as is es-
sentially free of chloride ions. The present technology
also relates to a method of using such copper plating
solutions. This technology could be useful in the manu-
facture of printed circuit boards and solar silicon wafers.
[0014] An embodiment of the current method of plating
copper onto a substrate comprises providing a substrate
and contacting the substrate with a copper plating solu-
tion comprising a source of copper ions and a conductivity
salt wherein said copper plating solution has a pH be-
tween about 1.7 and about 3.5 as is essentially free of
chloride ions.
[0015] The substrate can be a metal seed layer on a
silicon solar cell wafer. The source of copper ions can be
copper sulfate. The conductivity salt can be lithium sul-
fate. The pH can be between about 2.3 and about 3.0.
The additive selected from the group of imidazoles and
imidazole derivatives, thiazoles and thiazole derivatives,
compounds that contain a quaternary nitrogen atom such
as thiazolium compounds and polymeric quaternary
compounds. For example, the additive can be 2 mercap-
toimidazole, 2 mercaptothiazole, 3-(carboxymethyl)ben-
zothiazolium bromide, 2 mercapto-1-methylimidazole, 2
aminothiazole or Cyastat SN.
[0016] An embodiment of the current copper plating
solution comprises a source of copper ions and a con-
ductivity salt wherein said copper plating solution has a
pH between about 1.7 and about 3.5 as is essentially
free of chloride ions.
[0017] The substrate can be a metal seed layer on a

silicon solar cell wafer. The source of copper ions can be
copper sulfate. The conductivity salt can be lithium sul-
fate. The pH can be between about 2.3 and about 3.0.
The additive selected from the group of imidazoles and
imidazole derivatives, thiazoles and thiazole derivatives,
compounds that contain a quaternary nitrogen atom such
as thiazolium compounds and polymeric quaternary
compounds. For example, the additive can be 2 mercap-
toimidazole, 2 mercaptothiazole, 3-(carboxymethyl)ben-
zothiazolium bromide, 2 mercapto-1-methylimidazole, 2
aminothiazole or Cyastat SN.

Detailed Description of the Preferred Embodiment(s)

[0018] The present technology generally relates to
copper plating solutions and methods of making and us-
ing such solutions. Specifically, the present technology
includes a copper plating solution comprising a source
of copper ions and a conductivity salt wherein the copper
plating solution has a pH between 1.7 and 3.5 as is es-
sentially free of chloride ions. The present technology
also relates to a method of using such copper plating
solutions. This technology could be useful in the manu-
facture of printed circuit boards and solar silicon wafers.
The embodiments disclosed herein are intended to be
illustrative and it will be understood that the invention is
not limited to these embodiments since modification can
be made by those of skill in the art without departing from
the scope of the present disclosure.
[0019] In one embodiment the current copper plating
solution comprises a source of copper ions and a con-
ductivity salt. In one embodiment, the copper plating so-
lution has a pH between 1.7 and 3.5. In one embodiment,
the copper plating solution is essentially free of chloride
ions.
[0020] The current copper plating solution is useful for
a number of applications. For example the current copper
plating solution is useful in the manufacture of printed
circuit boards, solar cells, and IC substrates.
[0021] The source of copper ions can be a source that
is known in the art that will provide copper ions. Examples
of possible sources of copper ions include copper sulfate,
copper acetate, copper carbonate, and copper oxide. A
preferred source of copper ions is copper sulfate. The
source of copper ions can be added in the following
amounts 10g/L to 68g/L copper ion.
[0022] The conductivity salt can be a conductivity salt
that is known in the art that will increase the conductivity
of the solution. Examples of possible sources of conduc-
tivity salts include lithium sulfate, sodium sulfate, potas-
sium sulfate, sodium acetate, and potassium acetate. A
preferred conductivity salt is lithium sulfate. The conduc-
tivity salt can be added in the following amounts 1.0g/L
up to the saturation point of the salt in the solution such
that the maximum concentration of the salt is reached
and further additions would precipitate out of solution.
Applicants have discovered that the present plating so-
lutions are enhanced by addition of conductivity salts,
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particularly lithium sulfate. Conductivity salts generally
and lithium sulfate in particular enhance plating distribu-
tion and are highly soluble in the plating solution. Without
conductivity salts, the plating distribution is poor due to
the lack of strong acid in the present plating solution.
[0023] In other embodiments optional components that
will not compromise the copper plating solution can also
be added. An example of such an optional component is
and additive selected from imidazoles and imidazole de-
rivatives, thiazoles and thiazole derivatives, compounds
that contain a quaternary nitrogen atom such as thiazo-
lium compounds and polymeric quaternary compounds.
Examples of such additives include 2 mercaptoimida-
zole, 2 mercaptothiazole, 3-(carboxymethyl)benzothia-
zolium bromide, 2 mercapto-1-methylimidazole, 2 ami-
nothiazole, Cyastat SN, thioimidazole derivitives, and
dyes such as Janis green B. These additives have been
shown to enhance the deposit brightness/smooth-
ness/appearance in spite of the fact that the bath does
not contain chloride ion which is normally required for
bright acid copper plating.
[0024] In other embodiments optional components that
will not compromise the copper plating solution can also
be added. Examples of such optional components are
surfactants and polymers such as polyethylene glycol,
nonyl phenol ethoxylates, nonionic, anionic and cationic
surfactants, and buffers for maintaining the desired pH.
[0025] In one embodiment the present method in-
cludes providing a substrate and contacting the substrate
with a copper plating solution that comprises copper ions
and a conductivity salt. In one embodiment, the copper
plating solution has a pH between 1.7 and 3.5. In one
embodiment, the copper plating solution is essentially
free of chloride ions.
[0026] In some embodiments of the present applica-
tion, the substrate can be a printed circuit board, a solar
cell, or an IC substrate. Where the substrate is a solar
cell it can more specifically be a metal seed layer on a
silicon solar cell wafer. Examples of possible metal seed
layers include silver paste, electroless nickel, electroplat-
ed nickel and aluminum. As discussed above, typical
acidic copper plating solutions will negatively affect metal
seed layers by causing the seed layer to loose adhesion
to the silicon wafer substrate.
[0027] The present method is useful for direct contact
electroplating of solar cells or other substrates such as
circuit boards where an electrical contact is made directly
to the surface being plated. This present method is also
useful in light induced electroplating of solar cells where
an electrical contact is made to the backside of the solar
cell and a light is shined onto the solar cell such that
plating will occur onto the front side of the solar cell.
[0028] The source of copper ions can be a source that
is known in the art that will provide copper ions. Examples
of possible sources of copper ions include copper sulfate,
copper acetate, copper carbonate and copper oxide. A
preferred source of copper ions is copper sulfate. The
source of copper ions can be added in the following

amounts 10 to 68g/L copper metal.
[0029] The conductivity salt can be a conductivity salt
that is known in the art that will increase the conductivity
of the solution. Examples of possible sources of conduc-
tivity salts include lithium sulfate, sodium sulfate, potas-
sium sulfate, sodium acetate and potassium acetate. A
preferred conductivity salt is lithium sulfate. The conduc-
tivity salt can be added in the following amounts 1.0g/L
up to the saturation point of the salt in the solution such
that the maximum concentration of the salt is reached
and further additions would precipitate out of solution.
[0030] In other embodiments optional components that
will not compromise the copper plating solution can also
be added. An example of such an optional component is
and additive selected from imidazoles and imidazole de-
rivatives, thiazoles and thiazole derivatives, compounds
that contain a quaternary nitrogen atom such as thiazo-
lium compounds and polymeric quaternary compounds.
Examples of such additives include 2 mercaptoimida-
zole, 2 mercaptothiazole, 3-(carboxymethyl)benzothia-
zolium bromide, 2 mercapto-1-methylimidazole, 2 ami-
nothiazole, Cyastat SN, thioimidazole derivitives and
dyes such as Janis green B.
[0031] In other embodiments optional components that
will not compromise the copper plating solution can also
be added. Examples of such optional components are
surfactants and polymers such as polyethylene glycol,
nonyl phenol ethoxylates, nonionic, anionic and cationic
surfactants and buffers for maintaining the desired pH.
[0032] The current contacting step may take place at
a pH suitable to obtain bright, smooth, evenly distributed
copper plating. For example, the desired result may be
achieved at a pH of about 1.7 to about 3.5, more prefer-
ably about 2.3 to about 3.0.
[0033] The current contacting step may take place at
a temperature suitable to obtain bright, smooth, evenly
distributed copper plating. For example, the desired re-
sult may be achieved at ambient temperature up to 80
degrees celsius.
[0034] The current contacting step may take place for
a duration of time suitable to obtain bright, smooth, evenly
distributed copper plating. For example, the desired re-
sult may be achieved in 1 to 20 minutes.
[0035] Additional optional steps may also be added.
For example steps could include rinsing, neutralizing,
drying, subsequent electroplating and baking.
[0036] A person familiar with the technology will un-
derstand that the conditions described above can be var-
ied and adjusted to achieve the desired metallization.

Example 1

[0037] In one non-limiting embodiment, a solar cell with
an efficiency of 18% is electroplated in a solution con-
taining 80g/L copper sulfate pentahydrate, 100g/L lithium
sulfate, pH adhusted to 2.3 with sulfuric acid or sodium
hydroxide. A silver paste containing solar cell with an
aluminum containing backside is electroplated at 50 ASF
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for 2 minutes. A matte copper deposit is obtained on the
silver paste seed layer. The efficiency of the solar cell
after plating increased to 19%, the aluminum backing of
the solar cell remained unaffected by the plating solution.
The silver paste seed layer adhesion to the silicon wafer
was not compromised.

Example 2

[0038] In one non-limiting embodiment, a solar cell with
an efficiency of 18% is electroplated in a solution con-
taining 80g/L copper sulfate pentahydrate, 100g/L lithium
sulfate, 0.2g/L of a thioimidazole compound, the pH is
adjusted to 2.3 with sulfuric acid or sodium hydroxide. A
silver paste containing solar cell with aluminum back is
light induced plated at 50 ASF for 2 minutes. A bright
copper deposit is obtained on the silver paste seed layer.
The efficiency of the solar cell after plating increased to
19.2%, the aluminum backing of the solar cell remained
unaffected by the plating solution. The silver paste seed
layer adhesion to the silicon wafer was not compromised.
[0039] While particular elements, embodiments and
applications have been shown and described, it will be
understood, of course, that the invention is not limited
thereto since modification can be made by those of skill
in the art without departing from the scope of the present
disclosure, particularly in light of the foregoing teachings.

Claims

1. A method of plating copper onto a substrate com-
prising:

providing a substrate; and
contacting said substrate with a copper plating
solution comprising a source of copper ions and
a conductivity salt wherein said copper plating
solution has a pH between about 1.7 and about
3.5 as is essentially free of chloride ions.

2. The method of claim 1 wherein said substrate is a
metal seed layer on a silicon solar cell wafer.

3. The method of claim 1 wherein said source of copper
ions is copper sulfate.

4. The method of claim 1 wherein said conductivity salt
is lithium sulfate.

5. The method of claim 1 wherein said pH is between
about 2.3 and about 3.0.

6. The method of claim 1 further comprising an additive
selected from the group of imidazoles and imidazole
derivatives, thiazoles and thiazole derivatives, com-
pounds that contain a quaternary nitrogen atom such
as thiazolium compounds and polymeric quaternary

compounds.

7. The method of claim 6 wherein said additive is se-
lected from the group of 2 mercaptoimidazole, 2 mer-
captothiazole, 3-(carboxymethyl)benzothiazolium
bromide, 2 mercapto-1-methylimidazole, 2 aminothi-
azole and Cyastat SN.

8. A copper plating solution comprising:

a source of copper ions; and
a conductivity salt

wherein said copper plating solution has a pH be-
tween about 1.7 and about 3.5 as is essentially free
of chloride ions.

9. The solution of claim 8 wherein said source of copper
ions is copper sulfate.

10. The solution of claim 8 wherein said conductivity salt
is lithium sulfate.

11. The solution of claim 8 wherein said conductivity salt
is sodium sulfate.

12. The solution of claim 8 wherein said pH is between
about 2.3 and about 3.0.

13. The solution of claim 8 further comprising an additive
selected from the group of imidazoles and imidazole
derivatives, thiazoles and thiazole derivatives, com-
pounds that contain a quaternary nitrogen atom such
as thiazolium compounds and polymeric quaternary
compounds.

14. The solution of claim 13 wherein said additive is se-
lected from the group of 2 mercaptoimidazole, 2 mer-
captothiazole, 3-(carboxymethyl)benzothiazolium
bromide, 2 mercapto-1-methylimidazole, 2 aminothi-
azole and Cyastat SN.
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