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Abstract: In this work, we have investigated the role of high-energy ball milling (HEBM) on the
evolution of microstructure, thermal, and wetting properties of an Sn-0.7Cu alloy. We ball-milled the
constituent Sn and Cu powders in eutectic composition for 45 h. The microstructural studies were
carried out using optical and scanning electron microscopy. The melting behavior of the powder
was examined using differential scanning calorimetry (DSC). We observed a considerable depression
in the melting point of the Sn-0.7Cu alloy (=7 °C) as compared to standard cast Sn-0.7Cu alloys.
The resultant crystallite size and lattice strain of the ball-milled Sn-0.7Cu alloy were 76 nm and 1.87%,
respectively. The solderability of the Sn-0.7Cu alloy was also improved with the milling time, due to
the basic processes occurring during the HEBM.

Keywords: high-energy ball milling; soldering; joining; microstructure; interface

1. Introduction

Conventional Pb-bearing solders (Sn-37Pb, and Sn-40Pb) have been used extensively in electronic
interconnects and microelectronic packaging devices for decades. The popularity of Pb-bearing solders
is mainly due to its low cost and attractive properties required for soldering, e.g., low melting point,
excellent wetting, and the absence of undesirable reaction compounds [1,2]. However, there are
various regulations over the usage of Pb-bearing solder alloys due to their inherent toxicity to the
human environment [3,4].

The last few decades have witnessed numerous research activities to find a substitute for Pb-bearing
solders. Various Pb-free solders have been developed that are binary, ternary, or multicomponent alloys
based primarily on Sn [5,6]. The most popular Pb-free solder is based on a ternary Sn-Ag-Cu (SAC)
alloy [7]. SAC alloys have served in microelectronic packaging industries as a potential alternative
to Sn-Pb alloys. However, there are still a few technology-related issues to consider when using
SAC alloys [8]. The major concern in the use of Ag-bearing solder alloys is their higher melting
point compared to Sn-Pb solders [9]. Another drawback is the high price of Ag across the globe.
In addition, the reliability of Pb-free solders to various metallic substrates is still a big challenge.
The presence of brittle Ag;Sn intermetallic compounds (IMCs) in solders containing Ag deteriorates
the joint properties [10]. Moreover, these popular SAC alloys, used in electronic packaging, contain
additional CugSns, CusSn, etc., IMCs [8-10]. Other important Pb-free alloys include components
like Cu, Bi, Zn, In, and Sb. Some of these have shown promising results, like lower melting points
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than Sn-Pb; however, the inherent brittleness of Bi, the scarcity of In in the earth’s crust, the mild
toxicity of Sb, and the oxidation issues associated with Zn have prevented their application [7,8,11-16].
Among these binary alloys, the Sn-Cu alloy seems to be a great candidate because of its cheaper price,
absence of harmful Ags;Sn IMCs, and good wetting. The eutectic Sn-0.7Cu alloy is widely used in
wave soldering; however, it is not usually used in reflow soldering due to its poor strength and higher
melting point than SAC alloys [17,18].

Therefore, melting point depression is of utmost importance in electronics packaging.
Low-melting-point solder alloys may ease wetting to common metal substrates in electronic applications [19].
It is also established that grain size refinement allows for a possible depression in melting temperature. The
grain boundary’s excess energy acts as a driving force that causes a decrease in the enthalpy of melting.
A disordered interface is believed to promote a depression in melting enthalpy. Thus, microstructural
modification of solder alloys at nanoscale represents a good option for tailoring the melting point, in addition
to mechanical strength [20-22]. Other methods include the use of alloying, or the addition of nanoparticles
inside the soft metal matrix to enhance the melting point depression [23-25]. However, the use of secondary
reinforcements has shown segregation and issues of poor wetting [24,25].

Common methods of alloy fabrication include sol-gel, chemical methods, vapor deposition
techniques, melting and casting, severe plastic deformation, and high-energy ball milling (HEBM).
Among these, HEBM has emerged as one of the exciting methods for the development of advanced
nanostructured alloys [26]. HEBM is a potential method to produce low-melting-point nanocrystalline
materials through continuous nanostructuring of metal powders. In addition, the high fraction of
grain boundaries obtained during the milling process can also strengthen the mechanical and joint
properties of materials when reflowed at higher temperatures [26-28].

There are various reports on the development of Pb-free solders via HEBM. Huang and his
co-workers mechanically alloyed Sn-Zn and Sn-Sb alloy by HEBM [29]. Lai et al. produced Sn-Ag
and Sn-Ag-Bi alloys by HEBM. They also obtained an enhancement of the wetting and soldering
properties of these alloys [30]. Other researchers have fabricated Pb-free solders with several
ceramic nano-reinforcements, e.g., ZrO,, Al,O3, SiC, SnO,, TiO,, CNT, and graphene, through
HEBM [24,25,31-35]. The present literature provides limited information on the lowering of the
melting point of the existing Sn-0.7Cu alloy and the improvement of its mechanical strength.

Inspired by the aforementioned discussion, we have attempted to address the above-mentioned
literature gaps. We fabricated an Sn-0.7Cu alloy by HEBM for 45 h. The melting properties of Sn-0.7Cu
were evaluated after the milling. To assess the wetting properties of the Sn-0.7Cu alloy, the spreading
behavior of the milled Sn-0.7Cu powders on copper substrates was also calculated.

2. Materials and Methods

The materials used for the HEBM were Sn and Cu powder (99.95% purity, Loba Chemie, Bangalore,
India). The HEBM was performed at 300 rpm for 45 h in tungsten carbide (WC) vials containing 50 WC
balls. The ball to powder weight ratio was 10:1. Stearic acid (0.2 wt. %) was mixed with the powder to
avoid cold welding of the powder particles during the HEBM process. Table 1 shows the composition
of the Sn-0.7Cu alloy milled for 45 h.

Table 1. Selected composition of the Sn-Cu alloy.

Composition
Element (wt. %)

Cu Sn
Values 0.7 99.3

The Sn-0.7Cu powder was characterized by X-ray diffraction (XRD, Rigaku, Miniflex, Rigaku
Corporation, Tokyo, Japan) to investigate the phase and structural evolution during the HEBM. The samples
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were prepared by mounting powder on glass holder slides with dimensions of 10 mm X 10 mm X 2 mm.
The XRD was done at operating parameters of 35 kV and 35 mA with Cu K radiation (A= 1.54056 A).
The samples were scanned from 25° to 70°. The crystallite size and lattice strain induced in the powder
particles during HEBM were calculated using the Williamson-Hall (W-H) equation method [36].

The microstructural studies were done by scanning electron microscopy (SEM, Hitachi-4800,
Tokyo, Japan). Prior to the SEM studies, the samples were handled and kept inside a glove box filled
with Ar gas. The composition of the powder was identified using energy-dispersive X-ray spectroscopy
(EDS, INCA, Oxford Instruments, Oxfordshire, UK).

To further study the alloying process, powder samples milled for various times were compacted
into small pellets (& = 4mm) at 250 Pa [37]. The compacted samples were then mounted and tested for
microhardness after metallographic polishing of up to 1 um. The microhardness tests were performed
by Vickers microhardness tester (Mitutoyo HM 200 series, Mitutoyo Corporation, Kanagawa, Japan) at
25 gf and 20 s. The microhardness measurements were repeated five times, and the average value
was reported.

The melting point of the milled powders for various times was measured using a DSC (Diamond
DSC, Perkin-Elmer, Waltham, MA, USA). The analysis was done from 50-350 °C at a heating rate of
10 °C/min. The samples were heated in an alumina pan under N; atmosphere. Assuming no weight
gain or loss during heating, the enthalpy of melting (in J/g) was calculated by area under the curve
divided by the sample’s weight.

The wetting of the HEBM-ed Sn-0.7Cu powder samples was determined by the spread ratio
method. The powder samples were reflowed at 250 °C on copper substrates. The change in the area
spread ratio before and after melting was calculated.

3. Results and Discussion

The structural characterization of the phases evolved after milling the Sn-0.7Cu powder for 45 h,
as shown in Figure 1.
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Figure 1. XRD pattern of the Sn-0.7 wt. % Cu powder after milling for 45 h.

The XRD diagram indicated the presence of tetragonal 3-Sn. A few instances of CugSns IMCs
were also observed due to the diffusion of Cu atoms across the grain boundary. We also calculated the
crystallite size and lattice strain of the Sn-0.7Cu alloy using the W-H equation (Table 2). According
to the W-H equation [36], the peak broadening is related to the crystallite size (D), lattice strain (&),
full width at half maximum (By), and Bragg angle (0) by

K
Bhki cos 0= 3/\ +4e sin @ 1
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where K = 0.9; the shape factor (assuming Cauchy—distribution), and the wavelength of the X-rays, A
=1.5406 A. After subtracting the instrumental broadening, the resultant peak broadening is related to
ﬁ2hkl = ﬁzmeasured - ﬁzinstrument. The instrumental broadening correction was done by using a reference
standard strain-free sample. The sample was obtained by annealing the same powder at 900 °C.

Table 2 shows that the crystallite size of the 3-5Sn phase was reduced continuously with milling
time. The final crystallite size after 45 h milling was 76 nm. The lattice strain also increased with
milling time and approached a value of 1.87% after 45 h.

Table 2. Crystallite size and lattice strain.

Milling Time  Crystallite Size  Lattice Strain

(h) (D, nm) (%)

5 185+ 14 0.23 £0.07
15 173 £ 12 0.39 £ 0.08
25 159 + 11 0.42 +0.09
35 139 =09 0.51+0.11
45 76 + 05 1.87 £0.24

The crystallite size refinement was attributed to the continuous fracturing and welding of
powder particles together at the initial stages of HEBM, followed by the work hardening of powder
particles [36-38]. The nanostructuring was also associated with the introduction of lattice strains due
to the continuous deformation of the powder particles [26-28].

The SEM images of the Sn-0.7Cu powder after undergoing the HEBM process for various milling
times are shown in Figure 2.
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Figure 2. SEM micrograph of Sn-0.7Cu alloy milled for various times. (a) 5h, (b) 15h, (c) 25h, (d) 35 h,
(e) 45 h, and (f) energy-dispersive X-ray spectroscopy (EDS) analysis.

The compositional analysis was performed using the EDS analysis (Table 3). The presence of the
-Sn and CugSns IMCs were noticed from Table 3 without any other impurity elements.
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Table 3. Compositional analysis of Sn-0.7 wt. %Cu milled powder.

Composition
Phase (at.%)
Cu Sn
Bright (1) 1.94 98.06
Dark (2) 64.7 353
Grey (3) 0 100

As shown in Figure 2, the particle shape was initially flaky and large fragments were present,
while later stages of the milling process showed finer spherical shaped particles. In HEBM, the
plastic deformation, cold welding, and refracturing of metal powders depend upon the mechanical
properties of the constituent powder particles [26-28]. In the present investigation, both Cu and Sn are
plastic components; therefore, they deform following the plastic-plastic particle system according to
Suryanarayana [26]. These plastic—plastic couples flattened to a high surface area structure through a
micro-forging process [26]. In due course, the Sn and Cu powder particles overlapped and rewelded to
form a lamellar composite structure as shown in (Figure 2a,b).

A shorter diffusion path in the cold-welded lamellar structure and a higher defect ratio accelerated
the alloying of Cu and Sn. The solid-state reaction between Cu and Sn led to the formation of
CugSns IMCs (Figure 2c). With prolonged milling times, lamellar composite fragments became
work hardened and brittle [26-28]. These brittle particles fractured easily through nucleation and
the growth of microcracks in big particles, which resulted in smaller spherical particles (Figure 2d).
Agglomeration of these particles may also occur; however, the loose agglomerates were crushed down
to fine particles (Figure 2e).

The microhardness of the samples for various milling times is shown in Figure 3. The microhardness
of the Sn-0.7Cu alloy increased with milling time, reaching its maximum value at 45 h. The increase
in the microhardness value was mainly related to the stored strain energy, as well as a decrease in
crystallite size as already discussed. In the observed alloying process, the microhardness showed
a linear dependence on the milling time.
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Figure 3. Vickers microhardness of the Sn-0.7Cu alloy as a function of milling time.

Accordingly, the microhardness can be linearly fitted as [39]

HV =U+ Vt. )
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Therefore,
Ly K 14
Iny =7 ln[l + utw ®)
Here, K, U, and V are constants. t is the milling time, and L represents the thickness of each layer
(lamellae) of composite powder. U and V indicate the intercept and slope in Figure 3. K ~ 134 is given
by Equation (3) for t =5, Ls = 44 pm, and for t = 25 h, Ly5 = 1.34 um. With continuous milling of up to
45 h, the lamellar thickness decreased severely, confirming the alloying, which is also supported by
SEM results.
The thermal properties of the HEBM-ed Sn-0.7Cu alloy were assessed via DSC experiments,

as shown in Figure 4.
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Figure 4. The differential scanning calorimetry (DSC) curve of the Sn-0.7Cu alloy after HEBM for
different milling times. (a) 5 h, (b) 15 h, (¢) 25 h, (d) 35 h, (e) 45 h, and (f) liquidus of the Sn-0.7Cu alloy
as a function of crystallite size.

The solidus temperature (Ts) decreased down to 196.4 °C after milling for 45 h (Figure 4a—e). It is
already shown that the milling induced crystal refinement and raised the stored energy, which lowered
the Gibbs free energy and created a noted depression in the melting point [26,27]. The various melting
temperatures (liquidus (T ), solidus (Ts), pasty range (T.—Ts)) and enthalpy are shown in Table 4.

Table 4. Thermal characteristics of Sn-0.7 alloy as a function of milling time.

Milling Time Solidus (T's) Liquidus (Ty)  Pasty Range (T1-Ts) Enthalpy

(h) Q) (W) O J/g

5 205.5 226.2 20.7 57.8
15 202.1 225.5 234 57.3
25 199.7 2234 23.7 55.4
35 197.3 221.6 243 53.2
45 196.4 220.5 241 52.1

Previous reports have shown that enthalpy changes inversely to the grain size of the powder
particles [9]. This means that stored enthalpy rises as milling proceeds for a longer time. The
liquidus temperature of the Sn-0.7Cu alloy was 220.5 °C after 45 h of milling, which showed an almost
7 °C depression in the melting point, compared to existing cast Sn-0.7Cu alloys in literatures [1-5].
A depression in the melting point is beneficial, as it results in the lower service temperature and
increasingly cost-effective performance of electronic devices.



Metals 2020, 10, 370 7 of 11

From Table 4, it is seen that solidus (Ts) and liquidus (T1) temperatures shifted to a lower
temperature as milling time increased. Due to the severe fracturing of the powder particles and
the lattice defects induced during HEBM, the stored energy of the powder increased significantly.
During heating, the deformation energy lowered the activation energy for grain growth and released
the buildup of stresses in the material. A combination of recovery, recrystallization, and grain growth
occurred during heating, reducing the overall stored internal energy of the system. Dislocations were
eliminated/rearranged during the recovery process, followed by recrystallization and subsequent
grain growth [40].

To assess the effect of milling on the melting point of Sn-0.7Cu alloy, we calculated the depression
in melting point theoretically as a function of crystallite size using the following model [20,41]:

2
3

(4)

T puilk Ps
—_— pum— —’ —_— —
AT I m,bulk Im,r H ol * peT 0s — 0]

where AT shows the melting point difference of bulk (T puix = 227 °C) and nanocrystalline solid (T'm
< T'mpulk), Hmpuik represents the enthalpy of melting of solid material (=58.6 J/g), ps and p; denote
the density of the material in the solid and liquid phases (x7.29 g/cm?), o5 and 0] denote the surface
tensions of the bulk (~ 0.584 J/m?) and liquid phase material (~0.494 J/m?), and r is the radius of powder
particles. The density and surface tension data were used from [1].

The calculated melting point data were very close to the experimentally observed melting
temperatures. It is also noteworthy that the melting point decreased rapidly as soon as the particle size
dropped to below =~ 25 nm (Figure 4f).

The wetting of the milled powders was calculated by the area spread ratio technique. The milled
Sn-0.7Cu powders were reflowed over the metallic Cu substrates at 250 °C for 70 s. The reflow profile
adopted for the spread ratio measurements is shown in Figure 5.
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Figure 5. The reflow profile for the measurement of the solderability of the Sn-0.7Cu alloy.
The area spread ratio was calculated by the following relation:

. (Af—A)
Spread ratio (%) = ————, (5)
A
Here, Af — A; is the difference between the final and initial spread areas. The spread ratio of
Sn-0.7Cu alloy as a function of milling time is shown in Table 5. The results indicate that the area
spread ratio improved continuously with milling time.
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Table 5. The solderability of the Sn-0.7 wt. % Cu powder after various milling times.

Milling Time Spread Ratio  Error

(h) (%) (%)

5 63 +2
15 72 +4
25 75 +5
35 80 +6
45 84 +7

It should be noted that the nanostructuring of the powder particles assisted in lowering the
interfacial tension at the contact surfaces [42]. The nanostructured powder particles had higher surface
energy than the unmilled powder. Therefore, the spread ratio improved [43,44]. The area spread ratio
was 63% for 5 h milled powder, and increased rapidly to 80% for 35 h milled powder due to the rapid
nanostructuring of powder particles. The maximum spread ratio (*84%) was achieved at a milling
time of 45 h.

Spreading demonstrates the ability of the liquid metal to keep contact with the solid surface.
When two contact surfaces are brought together in intimate contact, the intermolecular forces of
attraction become operative. According to Thomas Young, these forces are related to the surface energy
of the solid, liquid, and vapor interfaces and wetting angle given by

Vsv = Vsl =7V1v cost (6)

Here, ysy and y}y denote the interfacial energy of the condensed phase and y4 denotes the
interfacial energy of the solid-liquid interface. Therefore, a higher spreading of the liquid indicates
a smaller value of wetting angle 0.

The possible reason for the smaller wetting angle of the milled powder is that the nanostructured
powder particles had a positive impact on the wettability. With an increase in milling time, the powder
particles were broken down into high-surface-energy nanoparticles. The milled Sn-0.7Cu powder
particles were more likely to wet the interface between the liquid Sn-0.7Cu and Cu substrate,
thus lowering the interfacial surface energy between the liquid Sn-0.7Cu and Cu substrate, resulting in
a smaller wetting angle and improved spreading. Therefore, the spreading of the powder increased
with milling time.

For high-end electronic devices, the wettability factor is most important for soldering. A good
wetting ensures the proper bonding of the solder alloy to the metallic substrate. This result depicted
that the use of HEBM was advantageous to enhance the solderability of the Sn-0.7Cu alloy on copper
conductors. Similarly, the thermal and microstructural properties were also improved via the HEBM
approach, for potential application in Pb-free electronic devices.

4. Conclusions and Future Research Directions

1.  Eutectic Sn-0.7Cu alloy was successfully produced by HEBM for 45 h. The XRD results showed
that the crystallite size of the Sn-0.7Cu alloy was decreased down to 76 nm after 45 h of HEBM.

2. Microhardness of the HEBM-ed Sn-0.7Cu alloy increased continuously with milling time.
The maximum hardness (%63 HV) was obtained for 45 milled powder.

3. It was shown that HEBM up to 45 h decreased the solidus and liquidus melting temperatures
down to 196.4 °C and 220.5 °C, respectively.

4.  There was a considerable depression of ~7 °C in the melting point of 45 h ball milled Sn-0.7Cu alloy.
The spreadability of HEBM-ed Sn-0.7Cu powder improved significantly, to 84%, after 45 h of HEBM.

5. Although interesting observations have been made in this work, much work remains to study the
application of the Sn-0.7Cu alloy in electronic packaging. The future work directions include the
application of the Sn-0.7Cu nanopowder for the reflow soldering on Cu and electroless nickel
immersion gold (ENIG) substrates in chip-scale devices.
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The results can also be applied to study the thermomechanical fatigue and fretting-wear properties
of the reflowed solders. The study of thermal stability of the developed solders at higher reflow
temperatures also requires further attention.

Various solder alloys have already been tested for high-temperature thermal shock reliability;
nevertheless, most of the Sn-Cu alloys need further research to obtain a better understanding of
their performance.
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