
applied  
sciences

Article

The Enhanced Mechanism of 0.05 wt. % Nd Addition
on High Temperature Reliability of
Sn-3.8Ag-0.7Cu/Cu Solder Joint

Peng Xue 1,*, Jianzhi Tao 1, Peng He 2, Weimin Long 3 and Sujuan Zhong 3

1 School of Materials Science and Engineering, Nanjing University of Science and Technology,
Nanjing 210094, China; taojianzhi@njust.edu.cn

2 State Key Laboratory of Advanced Welding and Joining, Harbin Institute of Technology,
Harbin 150001, China; hepeng@hit.edu.cn

3 State Key Laboratory of Advanced Brazing Filler Metals and Technology, China Innovation Academy of
Intelligent Equipment Co., Ltd., Ningbo 315700, China; brazelong@163.com (W.L.);
sjzhong@zrime.com (S.Z.)

* Correspondence: xuepeng@njust.edu.cn

Received: 25 November 2020; Accepted: 13 December 2020; Published: 15 December 2020 ����������
�������

Abstract: In this study, the effect of appropriate Nd addition on improving the high-temperature
reliability of Sn-3.8Ag-0.7Cu (SAC387)/Cu solder joint after aging treatment was investigated.
The interfacial microstructure of solder joint was refined with proper addition of Nd. This phenomenon
could be explained as the adsorbing-hindering effect of surface-active Nd atoms which blocked the
growth of brittle intermetallic compounds (IMCs) in the solder joint. Theoretical analysis indicated that
0.05 wt. % addition of Nd could distinctly decrease the growth constant of Cu6Sn5 IMCs and slightly
decrease the growth constant of Cu3Sn IMCs respectively. The shear force of SAC387-0.05Nd/Cu solder
joint was evidently improved compared with the origin solder joint. In addition, SAC387-0.05Nd/Cu
solder joint maintained excellent mechanical property compared with SAC387/Cu solder joint even
after 1440 h aging treatment.
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1. Introduction

With the development of miniaturization in electronic packaging, the requirements of high
reliability solder joint have attracted increasing attention [1,2]. Owing to the importance of reliable
connection between electronic component and conductive substrates, the joint should provide suitable
mechanical, electrical and thermal properties to achieve the functions of electronic devices.

Nowadays, under the pressure of WEEE and RoHS directives, solder used in certain electronic
devices should be lead-free series (Sn-Ag-Cu, Sn-Zn, Sn-Cu, etc.) instead of Sn-Pb solder [3–5].
Among all the lead-free solders, Sn-Ag-Cu eutectic lead-free solder was widely accepted due to
its excellent comprehensive properties [6]. However, bulk Ag3Sn intermetallic compounds (IMCs)
in the solder matrix and excessive growth of interfacial IMCs in Sn-Ag-Cu solder joint after aging
treatment have been proved to be a severe mechanical degradation issue [7]. To solve the problem and
improve the high temperature reliability of solder joint, researchers have found that micro-alloying
including Ni, In, Bi, rare earth (RE) elements and nanoparticles could have a positive influence on the
microstructure of solder joint [8–10]. However, although doping nanoparticles has become the research
hotspot, the doping technology and agglomeration phenomenon are difficult to further improve [11,12].
Therefore, micro-alloying with trace amount of proper element could be more effective.
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It has been reported that the RE elements with high chemical activity could have beneficial impacts
on refining the microstructure of solder as well as inhibiting the growth of interfacial IMCs [13,14].
Sadiq et al. [15] added trace amount of RE La into Sn-Ag-Cu alloy and investigated its high-temperature
reliability (150 ◦C). The results showed that the tensile strength of La-doped solder joint was 20 %
higher than the pure one. In addition, La-doped solder witnessed the size of IMCs decreased by
40 %, and the coarsening rate of IMCs was slowed by 70% compared with the origin Sn-Ag-Cu solder.
Gao et al. [16] found that adding trace addition of Nd into SAC387 could hinder the growth of IMCs but
excess addition of Nd may have unfavorable effects on the mechanical properties of as-soldered joint.

In this study, the effect of appropriate Nd addition on long term high temperature reliability of
Sn-3.8Ag-0.7Cu solder joint was investigated. The mechanical property and interfacial microstructure
of solder joint after long term aging treatment was obtained. In addition, the effect of Nd addition on
growth kinetics of interfacial IMCs during aging was evaluated.

2. Experimental Part

Sn, Ag, and Cu with purity of 99.95 wt. % were melt at 900 ◦C ± 10 ◦C in a vacuum furnace
(MZG-0.5, Chengdu Jituo Instrument Equipment Co., Ltd., Chengdu, China) firstly to obtain the
SAC387 solder. Then, Nd was added into the molten SAC387 solder in the form of Sn-10Nd alloy to
avoid the loss of Nd, and the furnace temperature at this time was adjusted to 550 ± 1 ◦C. Based on the
previous researches [16], the addition of Nd was adjusted to be 0.05 wt. %. Finally, the molten alloy
was cast into small bars and pieces in air for experimental use.

Corresponding solder pieces (SAC387; SAC387-0.05Nd) were soldered on Cu substrate in an
automatic reflow furnace (T-962, Shenzhen Bangqi Chuangyuan Technology Co., Ltd., Shenzhen, China)
to fabricate the solder joint specimens [17]. For interfacial microstructure observation, specimens were
cross-sectioned perpendicularly to the solder/Cu interface. Aging treatment was carried out according
to the standards of Department of Defense of the USA (MIL-STD-883) and IPC-Association Connecting
Electronics Industries (IPC-SM-785) [18]; the aging temperature was set as 150 ◦C, and the aging time
was extended to 1400 h (h). All samples were polished with 0.3 µm Al2O3 powder and then etched
by 4% HNO3-alcohol for microstructure observation. The scanning electron microscope (SEM) with
Energy-dispersive X-ray spectroscopy (EDS) (S-3000N/H, Hitachi Co., Ltd., Japan) was used to analyze
the microstructure of solder joint.

The shear force of solder joint was tested through micro-joint strength tester (STR-1000, Hitachi Co.,
Ltd., Tokyo, Japan) as shown in Figure 1. The shear samples were made by soldering 0805 ceramic
resistors on printed circuit board (PCB) attached with Cu pad. Each shear test was repeated five
times, and the average value was saved as the final result, and the fractograph of joint was studied
through SEM.
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Figure 1. Illustration of shear loading.

3. Results and Discussion

3.1. Shear Force and Fracture Morphology after Aging Treatment

The shear force of SAC387-0.05Nd/Cu joints during aging treatment with SEM image of fracture
morphologies were shown in Figure 2. It can be seen that the shear force of solder joint decreased
with the aging process, while, the shear force of SAC387-0.05Nd/Cu solder joint maintained higher
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performance compared with SAC387/Cu solder joint. Moreover, the shear force of SAC387/Cu solder
joint was decreased about 36.6% after 1400 h aging time, while that of SAC387-0.05Nd/Cu solder joint
was about 20.7%. It can be concluded that the shear force decreasing rate of solder joint after long-term
aging treatment was obviously reduced by the appropriate addition of element Nd.
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/Cu; (f): 1440 h, SAC387-0.05Nd/Cu.

From the fracture morphology of solder joint in Figure 2a–f, it can be clearly seen that dimples
with various sizes were emerged on the fracture surfaces of solder joint without aging treatment,
indicative of a distinct ductile fracture mode for both SAC387/Cu (Figure 2a) and SAC387-0.05Nd/Cu
solder joints (Figure 2d).

It should be noted that during the whole aging process, the average size of dimples on the
fracture surface in SAC387-0.05Nd/Cu solder joint (Figure 2b, ~7.2 µm; Figure 2c, ~9.8 µm) were lower
than those on the fracture surface of SAC387/Cu solder joint (Figure 2e, 10.1 µm; Figure 2f, 15.2 µm).
In addition, IMCs in the dimples of both kinds of joints emerged with aging extended (Figure 2c,f),
which was probably caused by the growth of interfacial IMCs.

3.2. Microstructure Evolution during Aging

Figure 3 shows the microstructure of as-soldered and -aged (up to 1440 h) solder matrix and joint.
It can be seen that SAC387-0.05Nd solder (Figure 3b) has a better refined microstructure compared with
the original (Figure 3a) SAC387 solder. In addition, the amount of eutectic areas was also increased
after doping 0.05 wt. % Nd. After 1440 h aging treatment, the size of IMCs in eutectic area enlarged
with aging time in both solders (Figure 3c–d). Due to the refining effect of Nd, the average size
of IMCs in the aged SAC387-0.05Nd solder was obviously smaller than those in the aged SAC387
solder. Figure 3e–h shows the evolution of interfacial morphology of solder joint after aging treatment,
it can be clearly observed that a continuous hill-like Cu6Sn5 interfacial IMC layer (IML) [19] with
sharp protruding emerged at SAC387/Cu interface (Figure 3e). Meanwhile, the growth of interfacial
IMCs was inhibited in SAC387-0.05Nd solder joint, exhibiting as flatter IMC morphology (Figure 3f).
After 1440 h aging treatment, the thickness and radius of Cu6Sn5 in both solder joints increased with
aging time (Figure 3g,h). It can be concluded that the thickness and radius of Cu6Sn5 at SAC387/Cu
interface were larger than those at SAC387-0.05Nd/Cu interface, indicating a hindering effect of Nd
on the growth of interfacial IMCs. Besides, a darker interfacial IMC layer identified as Cu3Sn was
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observed at the bottom of interfacial Cu6Sn5 IMC layer in both solder joints, while the thickness of
Cu3Sn layer in SAC387-0.05Nd/Cu interface was less than that of SAC387/Cu interface.
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Figure 3. Microstructures of as-soldered and -aged solder matrix and its solder joints: (a,b) as-soldered
SAC387 and SAC387-0.05Nd solder matrix; (e,f) as-soldered SAC387/Cu and SAC387-0.05Nd/Cu solder
joint; (c,d) as-aged (1440 h) SAC387 and SAC387-0.05Nd solder matrix; (g,h) as-aged (1440 h) SAC387
and SAC387-0.05Nd solder matrix.

Figures 4 and 5 provided the detailed interfacial IMCs’ evolution of these two types of joints
aged for different hours. As can be clearly seen, interfacial Cu6Sn5 and Cu3Sn IMCs grew with aging
time, and those at the SAC387-0.05Nd/Cu interface grew slower compared to those at the SAC387/Cu
interface. In addition, strip-shaped Ag3Sn IMCs on the top of Cu6Sn5 IMCs at SAC387/Cu interface
could be clearly observed during the aging process (Figure 4). However, the size and shape of Ag3Sn
IMCs was obviously reduced at SAC387-0.05Nd/Cu interface as shown in Figure 5. Thus, these Ag3Sn
IMCs play an inhibiting role of the growth of interfacial IMCs to some degree, as will be given in
Section 3.4.
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Figure 4. Microstructure evolution of SAC387 solder/Cu solder joint after aging treatment: (a) 140 h;
(b) 360 h; (c) 720 h; (d) 1440 h.

The absorbing-refining effect of Nd during aging treatment is shown in Figure 6. Generally, the
growth of IMCs in solders is dependent on the diffusion rate of Sn, Ag and Cu atoms (Figure 6a).
However, element Nd is prone to be absorbed on the surface of IMCs due to its surface-active
characteristic as shown in Figure 6b, which hindered the diffusion of Sn, Ag and Cu atoms [19]. As can
be seen from Figure 6c, the interfacial IMCs grows depending on the diffusion of Sn and Cu atoms
to the solder/Cu6Sn5, Cu6Sn5/Cu3Sn and Cu3Sn/Cu interfaces at a certain rate; hence the interfacial
Cu6Sn5 IMCs are scallop-shaped. With trace amount of Nd added, the interfacial Cu6Sn5 became
flatter due to the adsorbing effect of Nd atoms on the grain surface of Cu6Sn5 IMCs and hindering
their growth (Figure 6d).
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Figure 6e illustrated the effect of excess Nd on hindering the growth of IMCs in Sn-Zn-Nd solder
joint [20]. As a result, excess Nd atoms near the interface of solder joint finally formed massive amount
of Sn-Nd phase. While in SAC387-0.05Nd solder joint, appropriate Nd addition could hinder the
growth of IMCs as well as avoid the formation of brittle Sn-Nd phase which may deteriorate the
mechanical property of solder joint.

3.3. Thickness of Interfacial IMC Layer

The thicknesses of both Cu6Sn5 and Cu3Sn IMC layers increased with aging time in SAC387/Cu
and SAC0387-0.05Nd/Cu interface. Figure 7c shows the computing process of IMC layer’s thickness.
The average thickness of IMC layer t was calculated by t = s/d, where s represents the area of IMC
layer, which was analyzed by Image Pro-plus software, and d was measured as the width of the
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interface. Table 1 summarized the thickness of IMC layers after 1440 h aging; it can be seen that the
thickness of total interfacial IMC layer at SAC387/Cu interface increased to 8.3 µm, while that at the
SAC0387-0.05Nd/Cu was 6.8 µm. Moreover, the interfacial Cu3Sn IMC layer reached 3.4 and 3.3 µm,
respectively. As a result, trace amount of Nd could effectively inhibit the growth of interfacial IMCs.
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Table 1. Thickness of IMC layers in the interface of solder/Cu during the aging process.

IMC Layer
Thickness (µm) Aging Time (h)

0 144 360 720 1440

Cu6Sn5 + Cu3Sn in SAC387 3.3 4.4 5.3 6.9 8.3

Cu3Sn in SAC387 0 1.0 1.9 2.4 3.4

Cu6Sn5 + Cu3Sn in SAC387-0.05Nd 2.9 4.1 4.4 5.9 6.8

Cu3Sn in SAC387-0.05Nd 0 0.9 1.5 1.9 3.3

Generally, the growth of interfacial IMC layer is controlled by atom diffusion. The relationship
between the thickness of interfacial IMC layer and aging time coincides with the following diffusion
formula [13]:

Tt = T0 +
√

Dt (1)

where Tt is the thickness of interfacial IML after a certain time t, T0 is the initial thickness, D is the
growth coefficient, as can be obtained from the slope of linear fitted curve of interfacial IMC layer
thickness with aging time, as shown in Figure 7. Here below are the fitted equations:

T(SAC387−Total) = 3.024 + 0.137
√

t; T(SAC387−Cu3Sn) = 0.023 + 0.090
√

t (2)

T(SAC387−0.05Nd−Total) = 2.801 + 0.105
√

t; T(SAC387−0.05Nd−Cu3Sn) = −0.103 + 0.084
√

t (3)
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It was calculated that the growth constant of total interfacial IMCs (DT) and Cu3Sn (DCu3)
in the SAC387/Cu joint was 1.88 × 10−10 cm2/s and 0.81 × 10−10 cm2/s, respectively, while in
SAC0387-0.05Nd/Cu joint the growth constant was 1.10 × 10−10 cm2/s and 0.71 × 10−10 cm2/s,
respectively. Obviously, doping with 0.05 wt. % Nd can distinctly decrease the growth constant of total
IMCs growth, while slightly decrease the growth constant of Cu3Sn (DCu3). The decrease in growth
constant of total IMCs was mainly caused by the pinning effect on the growth of Cu6Sn5 exerted by
Nd atoms. From the standpoint of thermodynamics, the growth driving force of Cu6Sn5 IMC layer
depends on the activity of its reactants, that is, the Gibbs free energy of its formation can be expressed
as follows:

∆G(Cu6Sn5) = RT[lnαCu−Cu6Sn5
Sn − lnαCu6Sn5−solder

Sn ] (4)

where ∆G is the Gibbs free energy, R is the gas constant, T is the absolute temperature and α is the
activity of Sn. The element Nd has the priority to combine with Sn to form compound, which could
reduce the activity of Sn near the interface, which caused positive influence on the interface morphology
of SAC387/Cu solder joint.

3.4. The Role of Ag3Sn on High-Temperature Reliability Enhancement

It should be noted that the significant change of Ag3Sn IMCs morphology also played an
important role in enhancing the high-temperature reliability of solder joint. According to the particle
strengthening proposed by Orwan: when the dislocations bypass the hard deformed particles, the
repulsion force of the particles to dislocations is large enough, and the dislocation lines are blocked and
bent. With the increase of applied loading, the dislocations are forced to move forward in a bending
manner. The schematic diagram of dislocations bypassing the strengthened particles is shown in
Figure 8.Appl. Sci. 2020, 11, x FOR PEER REVIEW 8 of 10 
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The critical shear stress required to bypass the particles according to Orwan mechanism is called
Orwan stress, as expressed by the formula below:

τ0 =
Gb
λ
≈ α f 0.5r−1 (5)

where the constant for edge dislocation is 0.093 and for screw dislocation is 0.14, f is the volume
fraction of particles, and r is the average radius of particles (µm). As can be obtained, the higher
density of particles and smaller radius, the effect of strengthening mechanism could perform more
obviously. In SAC387-0.05Nd/Cu solder, the size of Ag3Sn IMCs was refined obviously from micron
scale to nano scale as can be seen in Figure 9 and Table 2. These nano-scaled Ag3Sn IMCs can serve
as the particles above and hindering the motion of dislocations, delaying the decrease of shear force
during high temperature aging. In addition, it can be obtained from Figure 9 that nano-scaled Ag3Sn
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IMCs adsorbed on the surface of interfacial Cu6Sn5 IMCs can hinder the diffusion of Sn, Cu atoms and
finally hindering the growth of interfacial Cu6Sn5 IMCs.

Appl. Sci. 2020, 11, x FOR PEER REVIEW 8 of 10 

 

Figure 8. Schematic diagram of dislocation bypassing Ag3Sn IMC particles. 

The critical shear stress required to bypass the particles according to Orwan mechanism is called 
Orwan stress, as expressed by the formula below: 

15.0
0

−≈= rfGb α
λ

τ
 

(5) 

where the constant for edge dislocation is 0.093 and for screw dislocation is 0.14, f is the volume 
fraction of particles, and r is the average radius of particles (μm). As can be obtained, the higher 
density of particles and smaller radius, the effect of strengthening mechanism could perform more 
obviously. In SAC387-0.05Nd/Cu solder, the size of Ag3Sn IMCs was refined obviously from micron 
scale to nano scale as can be seen in Figure 9 and Table 2. These nano-scaled Ag3Sn IMCs can serve 
as the particles above and hindering the motion of dislocations, delaying the decrease of shear force 
during high temperature aging. In addition, it can be obtained from Figure 9 that nano-scaled Ag3Sn 
IMCs adsorbed on the surface of interfacial Cu6Sn5 IMCs can hinder the diffusion of Sn, Cu atoms 
and finally hindering the growth of interfacial Cu6Sn5 IMCs. 

 
Figure 9. The morphology of Ag3Sn IMCs on the surface of interfacial Cu6Sn5 IMCs. 

Table 2. EDS results of spot A and spot B. 

Element
Spot A Spot B 

Wt(%) At.(%)Wt(%) At.(%) 
Cu 33.68 48.68 - - 
Sn 66.32 51.32 28.72 26.34 
Ag - - 71.28 73.66 

4. Conclusions 

In this study, the effect of appropriate Nd additions on high-temperature reliability of 
SAC387/Cu solder joint was investigated and the following conclusions were obtained. 

Figure 9. The morphology of Ag3Sn IMCs on the surface of interfacial Cu6Sn5 IMCs.

Table 2. EDS results of spot A and spot B.

Element
Spot A Spot B

Wt(%) At.(%) Wt(%) At.(%)

Cu 33.68 48.68 - -
Sn 66.32 51.32 28.72 26.34
Ag - - 71.28 73.66

4. Conclusions

In this study, the effect of appropriate Nd additions on high-temperature reliability of SAC387/Cu
solder joint was investigated and the following conclusions were obtained.

The shear force of SAC387-0.05Nd/Cu solder joint was evidently improved compared with
SAC387/Cu solder joint. In addition, SAC387-0.05Nd/Cu solder joint maintained excellent mechanical
property even after 1440 h aging including higher shear force and better ductility compared with
SAC387/Cu solder joint.

SAC387-0.05Nd solder obtained remarkable refined microstructure with smaller IMCs distributing
on Sn matrix even after aging treatment. The growth of interfacial IMC layers (Cu6Sn5 + Cu3Sn) in
solder joint was inhibited by Nd addition. Theoretical analysis indicated that 0.05 wt. % addition of
Nd could distinctly decrease the growth constant of Cu6Sn5 IMCs and slightly decrease the growth
constant of Cu3Sn IMCs, respectively.
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