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A d diti v e  m a n uf a ct uri n g of  fi b er-r ei nf or c e d t h er m o s etti n g c o m p o sit e s i s of gr e at i m p ort a n c e f or v ari o u s a p pli-

c ati o n s.  H o w e v er, i m pr o vi n g t h e q u alit y of t h e  fi b er / m atri x i nt erf a c e u n d er v ari o u s a d diti v e  m a n uf a ct uri n g

pr o c e s s e s i s still i n t h e e arl y st a g e s.  H er ei n, f or t h e  fir st ti m e,  w e r e p ort t h e c o a xi al dir e ct i n k  writi n g of zi n c o xi d e

( Z n O) f u n cti o n ali z e d c o nti n u o u s c ar b o n  fi b er-r ei nf or c e d t h er m o s etti n g p ol y m er c o m p o sit e s.  B ot h el a st o m eri c

a n d ri gi d t h er m o s etti n g p ol y m er s r ei nf or c e d  wit h Z n O f u n cti o n ali z e d c o nti n u o u s c ar b o n  fi b er c o m p o sit e s c a n b e

pri nt e d i nt o si n gl e  fil a m e nt s  wit h t ur ni n g a n gl e s a n d  m ulti-l a y er t all ar bitr ar y str u ct ur e s.  T h e pri nt e d Z n O

f u n cti o n ali z e d e p o x y c o m p o sit e s a c hi e v e  Y o u n g’s  m o d ul u s of 3. 6 9  G P a,  w hi c h i s 1 5. 3 % hi g h er t h a n pri sti n e

fi b er-r ei nf or c e d c o m p o sit e s.  T h e pri nt e d c o m p o sit e e x hi bit s r e si st a n c e u n d er v ari o u s e n vir o n m e nt al c o n diti o n s.

A d diti o n all y, Z n O f u n cti o n ali z ati o n si g ni fi c a ntl y e n h a n c e s t h e  fi b er / m atri x i nt erf a c e str e n gt h,  wit h i m pr o v e-

m e nt s of 5 7 %.  T h e r e d u c e d  m o d ul u s of Z n O f u n cti o n ali z e d  fi b er s i s 1 7 4 % hi g h er t h a n t h at of pri sti n e  fi b er s. Z n O

n a n o wir e s e n h a n c e t h e h e ati n g tr a n sf er r at e of c ar b o n  fi b er s b y 1 7 %  wit hi n t h e s a m e h e ati n g ti m e.  O ur i n n o-

v ati v e c o a xi al dir e ct i n k  writi n g off er s a g e n er al str at e g y f or  m ulti- m at eri al pri nti n g, l a yi n g t h e gr o u n d w or k f or

f ut ur e a d diti v e  m a n uf a ct uri n g of f u n cti o n al c o m p o sit e d e vi c e s a n d str u ct ur e s  wit h e n h a n c e d p erf or m a n c e.

1. I nt r o d u cti o n

Fi b er-r ei nf or c e d p ol y m er c o m p o sit e s h a v e b e e n a b u n d a ntl y u s e d i n

d ef e n s e, a er o s p a c e, a n d e n er g y st or a g e d e vi c e s i n r e c e nt d e c a d e s d u e t o

t h eir e x c ell e nt t h er m al st a bilit y, u n p ar all el e d  m e c h a ni c al str e n gt h, a n d

r o b u st c h e mi c al r e si st a n c e [ 1 – 4 ].  T o d at e, tr a diti o n al pr o d u cti o n

m et h o d s s u c h a s i nj e cti o n  m ol di n g,  fil a m e nt  wi n di n g, a n d p ultr u si o n

d e p e n d o n c o stl y  m ol di n g t o ol s t o s h a p e r e si n a n d  fi b er s i nt o d e sir e d

f or m s [5 – 8 ].  T h e s e  m et h o d s n e c e s sit at e l ar g e- s c al e pr o d u cti o n t o off s et

t h e e x p e n s e s a s s o ci at e d  wit h a s s e m bl y a n d l a b or, l e a di n g t o t h e cr e ati o n

of c o m pl e x d e si g n s or n e w  m at eri al s c o n si d er a bl y c h all e n gi n g.

R e c e nt a d v a n c e s i n 3 D pri nti n g di sti n g ui s h it s elf b y e n a bli n g n e w

f a bri c ati o n  m et h o d s of c o m p o sit e c o m p o n e nt s [9 – 1 2 ],  w h er ei n t h e

d e si g n c o m pl e xit y d o e s n ot tr a n sl at e i nt o hi g h er c o st s.  V ari o u s i n n o v a-

ti v e a d diti v e  m a n uf a ct uri n g ( A M) str at e gi e s h a v e b e e n d e v el o p e d t o

a d v a n c e t h e f a bri c ati o n of  fi b er-r ei nf or c e d p ol y m er c o m p o sit e s [ 1 3 – 1 6 ].

T h e s e c o m p o sit e s ar e cl a s si fi e d b a s e d o n t h e  fi b er a s p e ct r ati o [ 1 7 ] i nt o

s h ort  fi b er a n d c o nti n u o u s  fi b er-r ei nf or c e d t y p e s.  Alt h o u g h t h e f a bri-

c ati o n of c o m p o sit e s r ei nf or c e d  wit h s h ort  fi b er s h a s b e e n  wi d el y

e n a bl e d vi a  A M t e c h ni q u e s, t h eir a p pli c ati o n i s li mit e d d u e t o t h e

i nf eri or  m e c h a ni c al p erf or m a n c e, i n c o ntr a st t o c o m p o sit e s r ei nf or c e d

wit h c o nti n u o u s  fi b er s [ 1 5 ].  A s a r e s ult, t h er e i s a n i n cr e a si n g f o c u s o n

t h e d e v el o p m e nt of c o nti n u o u s  fi b er-r ei nf or c e d p ol y m er c o m p o sit e 3 D

pri nti n g.

A s a r ei nf or c e m e nt  m at eri al, c o nti n u o u s c ar b o n  fi b er s p o s s e s s hi g hl y

d e sir a bl e c h ar a ct eri sti c s i n cl u di n g hi g h  m e c h a ni c al str e n gt h, l o w d e n-

sit y, o ut st a n di n g t h er m al c o n d u cti vit y, a n d el e ctri c al c o n d u cti vit y [ 1 8 ,

1 9 ]. I n t er m s of t h e p ol y m er  m atri x,  m o st st u di e s f o c u s e d o n t h er m o-

pl a sti c p ol y m er s a n d  U V- c ur a bl e t h er m o s etti n g p ol y m er s d u e t o t h e e a s e

of  m a n uf a ct uri n g. F or e x a m pl e,  T h a k ur et al. [ 2 0 ] d e m o n str at e d a

U V- a s si st e d c o e xtr u si o n d e p o siti o n  m et h o d f or 3 D pri nti n g c o nti n u o u s

c ar b o n  fi b er-r ei nf or c e d p h ot o s e n siti v e p ol y m er c o m p o sit e s, pr o vi di n g
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the possibility to improve the mechanical properties of battery struc-
tures. Heidari-Rarani et al. [21] analyzed the mechanical properties of
continuous carbon fiber-reinforced polylactic printed by a commercial
fused deposition modeling using a modified nozzle. As reliable matrix
materials in composites with high-temperature resistance and superior
mechanical performance [22], pure thermosetting polymers, like pure
epoxy and silicone rubber, have higher fabrication complexity due to the
slow and irreversible solidification process. Direct ink writing (DIW)
methods have been introduced to print pure thermosetting material
[23]. As an extrusion-based AM method, DIW stands out for printing
liquid-state materials [24]. For instance, He et al. [25] introduced an
innovative extrusion design for a DIW 3D printer and analyzed the shear
forces exerted on the fibers by modifying the rheological properties of
the ink and controlling the secondary pressure.

Tuning the rheological properties of composite matrices in DIW is a
proven method to achieve 3D printing of continuous fiber-reinforced
thermosetting composites. However, to our best knowledge
(Table S1), few studies have focused on functionalizing carbon fibers to
improve the fiber/thermosetting matrix interface quality under various
AM process controls [26 28]. Functionalized fibers can also enhance the
mechanical properties and structural integrity of the printed thermo-
setting composite materials, mitigating issues like delamination or
reduced mechanical strength to a certain extent. It is not surprising that
there have been many methods to alter the surface of carbon fibers [29]
within a composite to improve the interface with the matrix. One of the
more successful methods is to grow zinc oxide (ZnO) nanowires on the
surface of the fibers [30 32]. The objective of cultivating fur-like rod--
shaped ZnO nanowires around the carbon fibers is to significantly in-
crease the effective surface area of the coated fibers, which then forms
strong bonds among the fibers, ZnO nanowires, and polymer [30].

Additionally, there are many variations of the process for growing
the ZnO nanowires. In general, the ZnO nanowires can be grown in a
relatively low-temperature aqueous solution without thermal degrada-
tion [31]. In terms of strength enhancement, recent studies regarding
the chemical processes have shown significant improvements in inter-
facial shear strength [8,30,33]. It was also shown that growing ZnO
nanowires on chemically treated carbon fiber prepreg sheets improved
thermal conductivity, which could be a significant advantage in the
context of continuous fiber printing using thermosetting polymers [34,
35].

In this report, we have engineered a coaxial DIW 3D printer by
modifying a robotic dispensing system to facilitate the printing of
thermosetting polymer composites, which are notably reinforced with
ZnO-functionalized continuous carbon fibers. The rheological properties
of the printable thermosetting polymer composite inks were well-tuned
to precisely control the morphology of the extruded filaments. Multiple
test cases, including single filaments with turning angles and multi-layer
tall arbitrary structures, have conclusively demonstrated the exceptional
printing capabilities of the proposed coaxial DIW process using both
elastomeric and rigid thermosetting polymers. The printed rigid samples
achieved Young s modulus of 3.69 GPa, demonstrating consistent me-
chanical properties after exposure to various environmental conditions.
The bonding strength remained well-maintained after different me-
chanical deformations, confirming the stability of the composites
fabricated by our coaxial DIW method. Nanoindentation tests indicated
that ZnO nanowires on the fibers improve the interface strength between
fibers and matrix by up to 57%. Accelerated Property Mapping (XPM)
revealed that ZnO functionalized fibers exhibited a reduced modulus of
49.99 GPa, which is 174% higher than untreated fibers. Furthermore,
incorporating ZnO nanowires into continuous carbon fibers improved
their thermal conductivity, increasing the heating rate of carbon fibers
by 17% within the same duration, thus enhancing the in-situ curing
efficiency of thermosetting polymers. These findings expand the po-
tential of continuous fiber additive manufacturing, paving the way for
the development of functional devices with significantly enhanced
interfacial properties through multi-material printing techniques.

2. Experimental

2.1. Coaxial DIW setup and printing process control

To realize the proposed 3D printing process for ZnO functionalized
continuous carbon fiber thermosetting composites, we customized a
coaxial extrusion nozzle, which was mounted on a motorized XYZ three-
axis dispensing robot (5552202-Dispensing Robot, Integrated
Dispensing Solutions, USA), as shown in Fig. 1a. The coaxial extrusion
system consists of a fiber feeder to guide the prepreg continuous carbon
fibers, flanked by two pneumatic ink dispensing syringes for thermo-
setting extrusion. Impregnation is accomplished by submerging ZnO
functionalized fibers into a thickener-free matrix material (Fig. S1),
followed by centrifuging at 5000 rpm for 3 mins. The prepreg fibers are
then carefully wrapped onto the fiber feeder using tweezers. The design
of the fiber feeder guarantees an adequate length of printable fibers. The
air pressure for ink dispensing syringes is adjustable from 0 to 100 psi.
The dispensing process was implemented by extruding inks through
coaxial nozzle tips onto amoving substrate in a filament-by-filament and
layer-by-layer way. It can precisely control the deposition speed v, and
the standoff distance h, between the printing nozzle and the substrate
(Fig. 1b).

The coaxial nozzle was designed using 3D computer-aided design
software (SolidWorks). The model was printed using a stereolithography
3D printer (Saturn 2 8K, ELEGOO, USA). All nozzles were printed with
ELEGOO standard translucent resin with a layer thickness of 50 m.
After printing, the coaxial nozzles were rinsed with 99% isopropyl
alcohol using a long-handled washing bottle to clean the channels. The
coaxial nozzles were then dried in a vacuum oven at 50 C for 8 h. The
inner outlet for fiber feeding has a diameter of 0.5 mm. The outer outlet
for ink extrusion is 3 mm in diameter, with a separating wall of 0.1 mm
thickness at the coaxial nozzle tip, which is the minimum reliable
printing dimension for a stereolithography 3D printer (Fig. S2). Addi-
tionally, a silicon heater film is integrated into the printing platform of
the robot, allowing temperature adjustments ranging from 25 to 150 C.
The in-depth schematic views of the internal structure of the filament
are shown in Fig. 1c. The Outer matrix layer is the composite matrix, and
the Inner layer uses the same base material without a thickener for
prepreg purposes. It illustrates the schematic cross-section of the
extruded filament and ZnO functionalized carbon fibers fully embedded
in the matrix material.

All print paths were initially designed in SolidWorks to precisely
determine the XY coordinates. Aligned with the specified coordinates,
the G-Code required to control the motion of the nozzle was pro-
grammed via the external teach pendant.

2.2. Preparation of ZnO functionalized fiber

ZnO functionalized carbon fibers were achieved through a hydro-
thermal process, building on the foundation of our previous work [36],
demonstrating stability and consistency. Several other research groups
have also reported on the reliability and repeatability of this process [30,
37 41]. ZnO nanowire growth on carbon fibers involves four stages
(Fig. 2a): desizing, acid activation, seeding, and growing. The related
morphologies of fiber are illustrated in Fig. 2b. SEM images of the
resulting ZnO nanowires grown on a single carbon fiber are shown in
Fig. 2c. Notably, by controlling the pre-immersion time of the fibers, we
can achieve fibers functionalized with varying degrees of ZnO, catego-
rized as pristine fibers, partially functionalized fibers, and fully func-
tionalized fibers. The detailed procedure steps are provided in the
Supplementary Information.

2.3. SEM imaging of ZnO functionalized fiber

The levels of the ZnO functionalized fiber were inspected utilizing
Scanning Electron Microscopy (SEM) (FEI Quanta 650, USA). A thin

Z. Yang et al.
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l a y er of g ol d ( 1 0 n m)  w a s u nif or ml y c o at e d o nt o t h e s a m pl e s u si n g a

M a n u al S p utt er  C o at er ( T e d P ell a,  R e d di n g,  U S A).  All S E M i m a g e s  w er e

c a pt ur e d at a n a c c el er ati o n v olt a g e of 2 0 k V a n d a  w or ki n g di st a n c e of

ar o u n d 1 0  m m.

2. 4. Pr e p ar ati o n of t h er m os etti n g p ol y m er i n k

B ot h el a st o m eri c a n d ri gi d t h er m o s etti n g p ol y m er i n k s  w er e pr e-

p ar e d. F or t h e el a st o m eri c t h er m o s et,  w e s el e ct e d  Dr a g o n s ki n 3 0 i n k

( S m o ot h- o n,  U S A)  wit h t h e a d diti o n of t h e r h e ol o g y  m o di fi er  T HI- V E X

( S m o ot h- o n,  U S A) f or pri nti n g d e m o n str ati o n s. F or t h e ri gi d t h er-

m o s et,  w e s el e ct e d e p o x y ( A er o p o x y P R 3 6 6 5,  U S A) i n k  wit h f u m e d sili c a

n a n o p arti cl e s i n c or p or at e d a s r h e ol o g y  m o di fi er s f or pri nti n g d e m o n-

str ati o n s;  Bi o P o x y 3 6 ( E c o P o x y,  U S A)  w a s u s e d f or i nt erf a ci al b e h a vi or

c h ar a ct eri z ati o n. F urt h er d et ail s o n r h e ol o gi c al c h ar a ct eri z ati o n a n d

diff er e nti al s c a n ni n g c al ori m etr y ( D S C) t e st of t h e s e t h er m o s etti n g i n k s

ar e pr o vi d e d i n t h e S u p pl e m e nt ar y I nf or m ati o n.

2. 5.  M e c h a ni c al pr o p erti es f or e p o x y a n d el ast o m er c o m p osit e

T h e e p o x y c o m p o sit e s u s e d f or t e n sil e t e st s  w er e pri nt e d b y o ur c o-

a xi al dir e ct  writi n g t e c h ni q u e.  Diff er e nt d e gr e e s of Z n O c o ati n g o n

c ar b o n  fi b er-r ei nf or c e d e p o x y c o m p o sit e s  w er e a c hi e v e d u si n g c ar b o n

fi b er s  wit h c orr e s p o n di n g c o ati n g l e v el s d e fi n e d a s pri nt e d- pri sti n e,

pri nt e d- p arti all y, a n d pri nt e d-f ull y.  Tr e at e d e p o x y  fil a m e nt s  w er e s u b-

j e ct e d t o v ari o u s e n vir o n m e nt al c o n diti o n s o n pri nt e d-f ull y s a m pl e s:

pl a c e d i n a n o v e n at 1 2 0 ◦ C f o r 2 4 h, i n a fr e e z er at − 2 0 ◦ C f o r 2 4 h, i n a

h u mi dit y- c o ntr oll e d c h a m b er at 9 0 % r el ati v e h u mi dit y ( R H) f or 2 4 h,

a n d i n a h u mi dit y- c o ntr oll e d c h a m b er at 1 5 %  R H f or 2 4 h.  Aft er tr e at-

m e nt, all s a m pl e s  w er e s u bj e ct e d t o r o o m t e m p er at ur e ( 2 3 ◦ C a n d 5 0 %

R H) a n d e q uili br at e d f or at l e a st 2 h.  T h e s a m pl e s  w er e d e fi n e d a s f ol-

l o w s: 1 2 0 ◦ C t r e at e d, − 2 0 ◦ C t r e at e d, 9 0 %  R H tr e at e d, a n d 1 5 %  R H

tr e at e d.

T h e el a st o m er c o m p o sit e s  w er e u s e d f or b o n di n g f or c e t e st s.  M ol d e d

s a m pl e s  w er e f a bri c at e d b y t h e i nj e cti o n  m ol di n g  m et h o d,  w hil e pri nt e d

s a m pl e s  w er e pr o d u c e d u si n g o ur c o a xi al dir e ct  writi n g t e c h ni q u e.

S a m pl e s r ei nf or c e d b y diff er e nt d e gr e e s of Z n O c o ati n g c ar b o n  fi b er s

Fi g.  1. O v er vi e w of c o a xi al dir e ct i n k  writi n g of Z n O f u n cti o n ali z e d c o nti n u o u s c ar b o n  fi b er s. ( a) S c h e m ati c ill u str ati o n of a c o a xi al dir e ct i n k  writi n g s y st e m. ( b)

C o a xi al n o z zl e d e si g n. ( c)  Cr o s s- s e cti o n of Z n O f u n cti o n ali z e d c ar b o n  fi b er s e m b e d d e d i n t h e  m atri x.

Fi g.  2. T h e st e p wi s e f a bri c ati o n of Z n O f u n cti o n ali z e d c o nti n u o u s c ar b o n  fi b er. ( a) Pr e p ar ati o n  w or k fi o w. ( b) S c h e m ati c ill u str ati o n of Z n O n a n o wir e c ulti v ati o n. ( c)

S E M of Z n O f u n cti o n ali z e d c ar b o n  fi b er at l e n gt h s c al e s. S c al e b ar: 1 0 μ m.

Z.  Y a n g et al.
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w er e cr e at e d i nt o c at e g ori e s a s  m ol d e d- p arti al,  m ol d e d-f ull y, pri nt e d-

p arti al, a n d pri nt e d-f ull y. Pri nt e d-f ull y s a m pl e s s u bj e ct e d t o 1 0 0 0 c y-

cl e s of ± 9 0 ◦ b e n di n g o r 2 0 t ur n s / m l o n git u di n al t wi sti n g  w er e d e fi n e d

a s aft er- b e n d a n d aft er-t wi st, r e s p e cti v el y.  T h e d et ail e d s a m pl e pr e p a-

r ati o n a n d t e st pr o c e d ur e s ar e pr o vi d e d i n t h e S u p pl e m e nt ar y

I nf or m ati o n.

2. 6. Fi b er / m atri x i nt erf a ci al b e h a vi or c h ar a ct eri z ati o n

T h e i m p a ct of Z n O f u n cti o n ali z ati o n o n i nt erf a c e str e n gt h  w a s

c h ar a ct eri z e d t hr o u g h n a n oi n d e nt ati o n a n d  X P M vi a t h e n a n o-

m e c h a ni c al t e st s y st e m ( Fi g. S 3 a ) ( H y sitr o n  TI 9 8 0  Tri b oI n d e nt er,

Br u k er,  G er m a n y).  A d diti o n al d et ail s o n t h e n a n oi n d e nt ati o n s a m pl e s

pr e p ar ati o n ( Fi g. S 3 b ), c h ar a ct eri z ati o n pr o c e d ur e s ( Fi g. S 4 ), a n d c o m-

pl et e c al c ul ati o n ar e r e p ort e d i n t h e S u p pl e m e nt ar y I nf or m ati o n.

3.  R e s ult s a n d  di s c u s si o n

3. 1.  T h er m al b e h a vi or of Z n O f u n cti o n ali z e d  fi b er

T o i n v e sti g at e t h e r ol e of Z n O f u n cti o n ali z e d c o nti n u o u s c ar b o n  fi-

b er s i n t h e pri nti n g pr o c e s s,  w e c o m p ar e d t h e t h er m al b e h a vi or s of t hr e e

t y p e s of  fi b er s,  wit h v ar yi n g d e gr e e s of Z n O n a n o wir e f u n cti o n ali z ati o n.

T h e e x p eri m e nt al s et u p d e pi ct e d i n Fi g. S 5 a i s d e si g n e d t o e x pl or e t h e

i m p a ct of Z n O n a n o wir e f u n cti o n ali z ati o n o n t h e t h er m al c o n d u cti vit y

of 1 k  fi b er t o w.  T h e S E M i m a g e s of Z n O n a n o wir e s gr a di e nt o n  fi b er

s urf a c e s ar e d e pi ct e d i n Fi g. 3 a. I n S E M i m a g e s, t w o di sti n ct p att er n s i n

t h e  mi cr o str u ct ur e  w er e o b s er v e d: t h e Z n O n a n o wir e s al m o st i n v ari a bl y

a d o pt a s pi k e-li k e f or m ati o n u p o n att a c h m e nt t o t h e c ar b o n  fi b er s,

a n c h ori n g at o n e e n d a n d e xt e n di n g o ut w ar d at a st e e p a n gl e. F urt h er-

m or e, cl u st er s of Z n O n a n o wir e s fr e q u e ntl y e m a n at e fr o m a si n gl e sit e.

T h e s e cl u st er s ar e s o m e of t h e i niti al f or m ati o n s gr o wi n g fr o m t h e

“ s e e d s ” cr e at e d d uri n g t h e s e e di n g pr o c e s s.  W h e n t h e  fi b er s ar e f ull y

c o at e d t h e s e e d e d n a n o wir e s c a n gr o w e n o u g h t o i nt er c o n n e ct a n d c o v er

m o st of t h e s urf a c e ar e a of t h e  fi b er. P arti all y f u n cti o n ali z e d  fi b er s h a v e

f e w er n a n o wir e s o v er all.

T hi s p h e n o m e n o n i s d e pi ct e d al o n g si d e t h eir t h er m al pr o fil e s

o b s er v e d aft er h e ati n g f or 3 s, a s s h o w n i n Fi g. 3 b, d e m o n str ati n g t h e

t h er m al c h ar a ct eri sti c s of t h e  fi b er s i n r e s p o n s e t o t h e n a n o wir e gr o wt h

a n d c o v er a g e.  T h e t h er m al di stri b uti o n pr o fil e s s h o w  m ar k e d diff er-

e n c e s i n h e at tr a n sf er a m o n g  fi b er s  wit h diff er e nt d e gr e e s of c o ati n g.

S p e ci fi c all y, pri sti n e  fi b er s e x hi bit e d t h e l o w e st t h er m al tr a n sf er ef fi-

ci e n c y, r e a c hi n g 6 2. 6 ◦ C aft e r h e ati n g f or 3 s at a n e q uili bri u m t e m-

p er at ur e of 8 5 ◦ C.  Wit hi n t h e s a m e ti m e fr a m e, p arti all y f u n cti o n ali z e d

fi b er s e x hi bit e d a v er a g e t h er m al c o n d u cti vit y, att ai ni n g 6 8. 3 ◦ C. F ull y

f u n cti o n ali z e d  fi b er s d e m o n str at e d t h e hi g h e st t h er m al c o n d u cti vit y,

r e a c hi n g 6 9. 6 ◦ C.

All t h r e e t y p e s of  fi b er s e x hi bit a si mil ar h e ati n g tr e n d c h ar a ct eri z e d

b y a r a pi d q ui c k i n cr e a s e i niti all y f oll o w e d b y a sl o w er ri s e t o w ar d s t h e

e n d.  H o w e v er,  wit hi n t h e s a m e ti m efr a m e,  fi b er s f u n cti o n ali z e d  wit h

Z n O n a n o wir e s r e a c h t e m p er at ur e s 5 – 1 0 ◦ C hi g h e r ( u p t o 1 7 % f a st er)

t h a n t h o s e of pri sti n e  fi b er s (Fi g. 3 c).  T hi s i m pr o v e m e nt i s attri b ut e d t o

t h e gr o wt h of Z n O n a n o wir e s o n t h e  fi b er s,  w hi c h s er v e a s n a n o s c al e

h e at bri d g e s b et w e e n t h e m ( Fi g. S 5 b ) f a cilit ati n g i m pr o v e d t h er m al

tr a n sf er a biliti e s [3 5 ].  W e al s o f o u n d t h at  fi b er s  wit h p arti al Z n O

n a n o wir e c o ati n g s,  wit hi n t h e s a m e 5 s p eri o d, h a v e sli g htl y l o w er h e at

tr a n sf er ef fi ci e n c y, t y pi c all y 2– 3 ◦ C l o w e r t h a n f ull y f u n cti o n ali z e d  fi-

b er s.  T hi s o b s er v ati o n f urt h er s u p p ort s t h e r ol e of Z n O n a n o wir e s i n

e n h a n ci n g t h er m al tr a n sf er a m o n g  fi b er s.  C o n s e q u e ntl y, t hi s e n h a n c e d

t h er m al tr a n sf er c a p a bilit y ai d s i n r e d u ci n g t h e c uri n g ti m e of e xtr u d e d

t h er m o s etti n g c o m p o sit e  fil a m e nt s.  T h er ef or e, Z n O f u n cti o n ali z ati o n i s

cr u ci al f or o pti mi zi n g t h e  m a n uf a ct uri n g  w or k fl o w of t h e pr o p o s e d

m et h o d.

3. 2.  R h e ol o gi c al a n d c uri n g pr o p erti es of t h er m os etti n g p ol y m er i n ks

I n t hi s p art,  w e t e st e d b ot h el a st o m eri c a n d ri gi d t h er m o s etti n g

p ol y m er i n k s f or o ur c o a xi al  DI W  m et h o d. Fir st,  w e f or m ul at e d a n

el a st o m eri c t h er m o s etti n g i n k u si n g  Dr a g o n s ki n 3 0 sili c o n e r u b b er  wit h

2  wt. % t hi c k e n er a d d e d,  w hi c h s er v e s a s a r h e ol o gi c al  m o di fi er.  U p o n

i n cr e a si n g t h e s h e ar r at e fr o m 0. 1 s− 1 t o 1 0 0 s− 1 , t h e a p p a r e nt vi s c o sit y

of t h e u n m o di fi e d sili c o n e i n k d e cr e a s e d fr o m 1 6. 4 P a ⋅s t o 8. 8 P a ⋅s. I n

c o ntr a st, t h e a p p ar e nt vi s c o sit y of t h e r h e ol o gi c all y  m o di fi e d sili c o n e

i n k s h o w e d a  m or e dr a m ati c r e d u cti o n fr o m 2 2 5 3. 3 P a⋅s t o 1 8. 3 P a ⋅s

(Fi g. 4 a).  T h e  m o di fi c ati o n s u b st a nti all y i m pr o v e d t h e s h e ar-t hi n ni n g

b e h a vi or c o m p ar e d t o t h e u n m o di fi e d sili c o n e i n k, t o e n s ur e hi g h

g e o m etri c al st a bilit y at l o w s h e ar r at e t o  m ai nt ai n  fi b er ali g n m e nt at t h e

c e nt er of t h e n o z zl e.

F urt h er, a c o m p ar ati v e a n al y si s of t h e st or a g e a n d l o s s  m o d ul u s b e-

t w e e n sili c o n e  wit h a n d  wit h o ut t hi c k e n er i s d e pi ct e d i n Fi g. 4 b.

N ot a bl y, t h e u n m o di fi e d sili c o n e l a c k s vi s c o el a sti c pr o p erti e s [ 4 2 ,4 3 ],

a s i n di c at e d b y t h e a b s e n c e of a n i nt er s e cti o n of st or a g e  m o d ul u s a n d

l o s s  m o d ul u s ( G′ = G ″) i n t h e e ntir e o s cill ati o n str e s s r a n g e.  C o n v er s el y,

t h e  m o di fi e d sili c o n e i n k di s pl a y s s oli d-li k e pr o p erti e s.  At l o w o s cill ati o n

str e s s r a n g e ( < 2 0 0 P a), st or a g e  m o d ul e s ( G ′ = 6 0. 7 k P a) ar e  m u c h l ar g er

t h a n l o s s  m o d ul u s ( G″ = 1 0. 1 k P a).  W h e n t h e o s cill ati o n str e s s e x c e e d s

2 0 0 P a, t h e st or a g e  m o d ul u s b e c o m e s l e s s t h a n t h e l o s s  m o d ul u s, a n d t h e

i n k b e gi n s t o  fl o w.  T hi s s u g g e st s t h at t h e  m o di fi e d sili c o n e i n k c a n e a sil y

b e e xtr u d e d b y p n e u m ati c pr e s s ur e t hr o u g h t h e n o z zl e a n d r a pi dl y

r et ai n a st a bl e  fil a m e nt o u s s h a p e u p o n r et ur ni n g t o n o- s h e ari n g

c o n diti o n s.

B e y o n d r h e ol o gi c al pr o p erti e s, r a pi d c uri n g i s al s o cr u ci al f or t h e

pr e ci si o n of 3 D- pri nt e d c o nti n u o u s c ar b o n  fi b er c o m p o sit e s.  T h e c uri n g

p erf or m a n c e of sili c o n e i n k  w a s t e st e d u n d er v ari e d h e ati n g r at e s of 5,

2 5, a n d 4 5 ◦ C / mi n u si n g  D S C  m a c hi n e, r e s p e cti v el y.  T h e si g m oi d al

c ur v e i n Fi g. 4 c i s r e pr e s e nt ati v e of a n a ut o c at al yti c r e a cti o n  m e c h a-

ni s m.  T hi s c ur v e di sti n ctl y ill u str at e s a si g ni fi c a nt i n cr e a s e i n t h e c uri n g

r at e a s t h e h e ati n g r at e s ri s e,  w hi c h gi v e s u s a g ui d eli n e f or 3 D pri nti n g

Fi g.  3. T h er m al b e h a vi or s of Z n O f u n cti o n ali z e d  fi b er. ( a) S urf a c e  m or p h ol o gi e s of pri sti n e, p arti all y f u n cti o n ali z e d, a n d f ull y f u n cti o n ali z e d c ar b o n  fi b er. S c al e b ar:

1 0 μ m. ( b)  T h er m al pr o fil e s aft er h e ati n g f or 3 s. S c al e b ar: 1 0  m m. ( c)  B ar gr a p h f or q u a ntif yi n g t h e t h er m al pr o fil e s.
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a p pli c ati o n s, p arti c ul arl y  w h e n f a st c uri n g i s n e e d e d f or  m ai nt ai ni n g

pri nt i nt e grit y.

Si mil arl y,  w e p erf or m e d t h e s a m e c h ar a ct eri z ati o n o n ri gi d t h er-

m o s etti n g p ol y m er i n k s. I n t hi s st u d y,  w e s el e ct e d  A er o p o x y a n d 1 5  wt.

% f u m e d sili c a n a n o p arti cl e s a s a r h e ol o gi c al  m o di fi er.  B y i n c or p or ati n g

sili c a n a n o p arti cl e s, t h e i n k  wit h i niti al n e ar- N e wt o ni a n b e h a vi or [ 4 2 ]

a c q uir e d s h e ar-t hi n ni n g pr o p erti e s, a s ill u str at e d i n Fi g. 4 d.  W h e n t h e

s h e ar r at e i n cr e a s e d fr o m 0. 1 s − 1 t o 1 0 0 s− 1 , t h e a p p a r e nt vi s c o sit y of t h e

m o di fi e d e p o x y i n k dr o p p e d fr o m 7 0 7 8 2. 4 P a ⋅s t o 1 8 3. 5 P a ⋅s.  At l o w

s h e ar f or c e s, t hi s si g ni fi c a nt a p p ar e nt vi s c o sit y e n s ur e s t h at t h e e xtr u d e d

fil a m e nt s d o n ot  fi o w d uri n g t h e i niti al d e p o siti o n st a g e.  A s s h o w n i n

Fi g. 4 e, u n m o di fi e d  A er o p o x y i n k e x hi bit s li q ui d-li k e b e h a vi or.

Fi g.  4. R h e ol o gi c al a n d c uri n g pr o p erti e s a n al y si s. ( a) L o g-l o g pl ot of a p p ar e nt vi s c o sit y a s a f u n cti o n of s h e ar r at e f or  Dr a g o n s ki n 3 0 sili c o n e i n k  wit h a n d  wit h o ut 2

wt. % t hi c k e n er  m o di fi c ati o n. ( b) St or a g e  m o d uli  G ′ a n d l o s s  m o d uli  G ″ a s a f u n cti o n of s h e ar str e s s f or  Dr a g o n s ki n 3 0 sili c o n e i n k  wit h a n d  wit h o ut 2  wt. % t hi c k e n er

m o di fi c ati o n. ( c)  D e gr e e of c ur e a s a f u n cti o n of ti m e f or t h e  Dr a g o n s ki n 3 0 sili c o n e i n k. ( d) L o g-l o g pl ot of a p p ar e nt vi s c o sit y a s a f u n cti o n of s h e ar r at e f or  A er o p o x y

r e si n i n k  wit h a n d  wit h o ut 1 5  wt. % sili c a. ( e) St or a g e  m o d uli  G′ a n d l o s s  m o d uli  G ″ a s a f u n cti o n of s h e ar str e s s f or  A er o p o x y r e si n i n k  wit h a n d  wit h o ut 1 5  wt. %

sili c a. (f)  D e gr e e of c ur e a s a f u n cti o n of ti m e f or t h e  A er o p o x y r e si n i n k.

Fi g.  5. M or p h ol o g y of t h er m o s etti n g p ol y m er i n k s t hr o u g h e xtr u si o n. ( a) Fil a m e nt e xtr u si o n b e h a vi or of u n m o di fi e d a n d  m o di fi e d sili c o n e i n k s. ( b) Si n gl e- dr o pl et

d e p o siti o n t e st of t h e sili c o n e i n k s. ( c) L ar g e- s c al e  fil a m e nt cr o s s- s e cti o n vi e w of  m o di fi e d sili c o n e i n k. ( d, e)  Hi g h- m a g ni fi c ati o n cr o s s- s e cti o n vi e w of Z n O-

f u n cti o n ali z e d c ar b o n  fi b er s e m b e d d e d i n a sili c o n e  m atri x. (f) Fil a m e nt e xtr u si o n b e h a vi or of u n m o di fi e d a n d  m o di fi e d e p o x y i n k s. ( g) Si n gl e- dr o pl et d e p o siti o n

t e st of t h e e p o x y i n k s. ( h) L ar g e- s c al e  fil a m e nt cr o s s- s e cti o n vi e w of  m o di fi e d e p o x y i n k. (i, j)  Hi g h- m a g ni fi c ati o n cr o s s- s e cti o n vi e w of Z n O-f u n cti o n ali z e d c ar b o n

fi b er s e m b e d d e d i n a n e p o x y  m atri x. S c al e b ar: ( a – c) 1  m m. ( d, e) 2 0 μ m. (f – h) 1  m m. (i, j) 2 0 μ m.

Z.  Y a n g et al.
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However, Aeropoxy ink with 15 wt.% silica nanoparticles content
transitions to solid-like properties, with a shear yield stress and storage
modulus of 5.311 kPa and 239 kPa, respectively. The rheological results
also confirm that modified Aeropoxy is suitable for coaxial continuous
carbon fiber 3D printing. In addition, we assessed the curing rate of
Aeropoxy resin ink under identical thermal conditions using DSC ma-
chine (Fig. 4f). The curing rate of the Aeropoxy resin ink is slightly
slower than that of silicone ink, but still can be solidified within minutes.

Notably, rheological and curing testing not only characterizes the
inherent properties of the material but also provides guidance for setting
printing parameters. Although both are physically different solid-like
liquids, by changing the printing parameter settings, our proposed
DIW method has the full capability to print them.

3.3. Morphology of thermosetting polymer inks through extrusion

In this study, we also investigated the influence of matrix rheological
properties for both elastomeric and rigid thermosetting polymers on the
geometrical morphologies of the filaments during our DIW process. We
first studied the morphology of filaments extruded from two types of
silicone formulation inks, using identical extrusion pressure (15 psi), as
illustrated in Fig. 5a. The modified silicone ink, in contrast to the un-
modified silicone, exhibited a remarkable capacity to maintain the
filament in a cylindrical shape. This observation indicates that modified
silicone has shear yield stress, which is consistent with previously
mentioned rheological results. We also found that the presence of the
shear yield stress helps prevent the ink from dripping through the co-
axial nozzle before and during printing.

To evaluate the influence of rheological properties modifications on
silicone deposition during printing, a single droplet was extruded
through a 2 mm diameter stationary tapered nozzle by the dispensing
robot onto glass plates coated by polyimide tape (Fig. 5b). After drop-
ping a dot, the unmodified silicone spread out into a nearly flat shape,
indicating the absence of viscoelastic properties. In contrast, the modi-
fied silicone formed and maintained a teardrop geometry, reflecting
higher structural integrity and shape retention due to the shear yield
stress. Such capability enables resistance to deformation under gravity
and surface tension after depositing. Moreover, void-free fiber impreg-
nation is crucial for efficient load transfer, which is essential for the
fabrication of high-quality fiber-reinforced composites. The cross-
section of the extruded tow is shown in Fig. 5c e, revealing that the
silicone ink has fully penetrated the ZnO functionalized fiber tow. This
demonstrates that our ink formulation and extrusion process success-
fully achieved the desired interfacial bonding between the matrix and
fibers, which is critical for the mechanical integrity of the resulting
composite.

Following the methodology applied to silicone ink studies, we
examined the extrusion behavior of epoxy-based ink under similar
conditions, increasing the extrusion pressure to 55 psi. As shown in
Fig. 5f, the silica-modified epoxy resin ink demonstrated an excellent
ability to maintain structural integrity post-extrusion, forming filaments
with a consistent cylindrical shape, indicating that the epoxy matrix has
achieved the optimized rheological properties. To determine the impact
of rheological adjustments on the deposition of epoxy ink, we replicated
the single-droplet deposition test with epoxy ink. Unlike the modified
silicone, the modified epoxy ink maintained a more distinct cohesive
form (Fig. 5g), aligning with the higher shear yield stress and enhanced
viscoelasticity observed in rheological testing. This test further validated
the successful modification of the rheological properties of the epoxy
resin ink, making it suitable for precision 3D printing applications. By
analyzing the cross-section of the extruded filaments to assess impreg-
nation quality, the epoxy resin ink exhibited effective penetration into
the fiber bundles (Fig. 5h j). This level of impregnation is akin to the
void-free interfacial adhesion achieved with silicone inks. These findings
validate the efficacy of our coaxial nozzle design in ensuring high-
quality fiber impregnation.

These results confirm that by incorporating rheological modifiers,
thermosetting materials, previously considered unsuited for coaxial
continuous carbon fiber composite 3D printing, can be adapted to ink
with shear-thinning and viscoelastic properties. Such modifications of
thermosetting ink expand our ability to select and tailor a wide range of
materials for diverse printing applications.

3.4. Printing process control, demonstrations, and mechanical properties

The filament extrusion is driven by the shear force applied by the ink
on the fiber bundle. In the Supplementary Information (Figs. S6 S8), the
shear force on the fiber bundle is calculated based on the measured
filament extrusion speed. To evaluate the feasibility of the coaxial
printing method, we initially focused on the realizability of printed
corners, which are crucial in the DIW of continuous fiber composites. As
the extruded filaments go through corners, the fiber bundle rotates in-
side the filamentary matrix material. This rotation induces internal
stresses in the fibers, leading to deviations within the composite fila-
ment. Such misalignment significantly impacts both the print quality
and the mechanical properties of the manufactured final parts [25,44].
This issue is further magnified owing to the shear-thinning character-
istics of the matrix.

An optimized printing method was proposed for the thermosetting
characteristics of thermosetting materials. This method effectively re-
duces the impact of internal stresses in the fibers, thereby enhancing the
dimensional accuracy of corners. As discussed in Section 3.2, our ther-
mosetting matrix can cure in just a few seconds. Generally, once the
degree of cure exceeds 60%, thermosetting ink is considered to transi-
tion to a gel-like state. At this point, the viscosity of the resin increases
from a finite value to infinity. Consequently, the internal stresses in the
fibers are much lower than the shear yield stress of the ink in its gel-like
state. Therefore, utilizing the rapid curing characteristics of the ink can
address the issue of corner printing failures and offer the possibility of
in-situ solidification.

In our test cases, all samples were fabricated in a continuous single
path. Before printing, the material was pre-extruded for 2 s to ensure
consistent flow. After printing, the fiber was cut with scissors. All test
cases were printed on glass plates covered with high-temperature pol-
yimide tape. Considering the diverse rheological properties of the
extruded inks, we tailored the printing parameters according to the
specific characteristics of each ink. For elastomer-based continuous
carbon fiber printing, the printing speed was set to 15 mm/s. The
deposition pressure was adjusted to 25 psi. The temperature of the
substrate remained at 135 C. The layer thickness was established at 2
mm. For epoxy resin-based continuous carbon fiber printing, the print-
ing speedwas calibrated to 3mm/s. Deposition air pressure was set to 50
psi. The temperature of the substrate remained at 135 C. The layer
thickness was established at 1.5 mm.

As illustrated in Fig. 6a, silicone ink was utilized for the demon-
stration. Corners were successfully printed at four different angles: 180 ,
135 , 90 , and 45 . This uniformity of filaments and consistent fiber
alignment, as evident in the printed angles, further demonstrates the
precision and reproducibility of our optimized printing method.

To further validate our capability in thermosetting composite ma-
terials 3D printing with ZnO functionalized continuous carbon fibers,
both three-layered squares and circles were fabricated using both epoxy
and silicone inks, as shown in Fig. 6b and c. The square samples had a
side length of 50 mm, and the circular samples had a diameter of 50 mm.
For the silicone samples, each layer was established at 2 mm in height;
for the epoxy samples, each layer was established at 1.5 mm in height.
The cross-section of the three-layered samples, as shown in Fig. 6d, re-
veals that the fiber was precisely centered within each filament, with
consistent layer heights in both silicone and epoxy ink. As shown in our
printing process control studies (Figs. S9 and S10), fine-tuned control
over filament width was achieved by adjusting nozzle speed and pneu-
matic pressure, demonstrating the capability to locally customize

Z. Yang et al.
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m at eri al pr o p erti e s.

T o s h o w t h e i m pr o v e d i nt erf a ci al b o n di n g e n h a n c e d b y Z n O n a n o-

wir e s, t h e  m e c h a ni c al str e n gt h of t h e pri nt e d ri gi d e p o x y  fil a m e nt s,

r ei nf or c e d  wit h t h e diff er e nt d e gr e e s of Z n O n a n o wir e s c o at e d  fi b er s,

w er e c o m p ar e d ( Fi g. 6 e).  T h e  fil a m e nt s r ei nf or c e d  wit h f ull y f u n cti o n-

ali z e d c ar b o n  fi b er e x hi bit e d  Y o u n g ’s  m o d ul u s of u p t o 3. 6 9  G P a, r e p-

r e s e nti n g a n a v er a g e i n cr e a s e of 1 5. 3 % c o m p ar e d t o t h o s e r ei nf or c e d

wit h pri sti n e  fi b er s ( Fi g. 6 f a n d Fi g. S 1 1 ).  T hi s e n h a n c e m e nt i n  m e-

c h a ni c al pr o p erti e s i s attri b ut e d t o t h e str o n g er i nt erf a ci al str e n gt h

pr o vi d e d b y Z n O f u n cti o n ali z ati o n a n d ali g n s  w ell  wit h pr e vi o u s st u di e s

[ 4 5 – 4 8 ].  T h e  m e c h a ni c al pr o p erti e s of e xtr u d e d Z n O-f u n cti o n ali z e d

c o nti n u o u s c ar b o n  fi b er-r ei nf or c e d e p o x y c o m p o sit e s  w er e t h or o u g hl y

c h ar a ct eri z e d t o a s s e s s t h eir r e s p o n s e t o diff er e nt e n vir o n m e nt al c o n-

diti o n s. S a m pl e s tr e at e d f or 2 4 h at 1 5 0 ◦ C, − 2 0 ◦ C, 9 0 %  R H, a n d 1 5 %

R H s h o w e d sli g ht v ari ati o n s,  wit h n o mi n al v al u e s of 3. 3 5  G P a, 3. 3 7  G P a,

3. 3 0  G P a, a n d 3. 4 1  G P a, r e s p e cti v el y ( Fi g. 6 g a n d Fi g. S 1 2 ).  N ot a bl y, t h e

r e d u cti o n s i n  m o d ul u s  w er e all  wit hi n 1 0 %, i n di c ati n g t h at t h e pri nt e d

e p o x y  fil a m e nt s p o s s e s s e x c ell e nt e n vir o n m e nt al r e si st a n c e.  O nl y a f e w

r e si d u al Z n O n a n o wir e s ar e o b s er v e d at t h e t e n sil e fr a ct ur e i nt erf a c e

(Fi g. 6 h), s u g g e sti n g t h at t h e p ol y m er  m atri x i n filtr at e d t h e Z n O f u n c-

ti o n ali z e d i nt erf a c e r e gi o n, a n d t h e Z n O n a n o wir e s  w er e e m b e d d e d i n

t h e p ol y m er  m atri x d uri n g fr a ct ur e.  T h e hi g h er i nt erf a c e str e n gt h a n d

i n cr e a s e d stiff n e s s c o ntri b ut e d t o t h e e n h a n c e d  m e c h a ni c al pr o p erti e s.

T o d e m o n str at e t h e r eli a bilit y a n d r o b u st n e s s of o ur c o a xi al dir e ct

Fi g.  6. Pri nti n g pr o c e s s c o ntr ol, d e m o n str ati o n, a n d  m e c h a ni c al pr o p erti e s. ( a) Pri nt e d sili c o n e c o m p o sit e at f o ur di sti n ct a n gl e s ( 1 8 0 ◦ , 1 3 5◦ , 9 0◦ , a n d 4 5◦ ). S c al e

b a r s: 5  m m. ( b, c)  T hr e e-l a y er e d g e o m etri c s h a p e s ( s q u ar e s a n d cir cl e s) u si n g  m o di fi e d sili c o n e a n d e p o x y i n k s. S c al e b ar s: 1 0  m m. ( d)  Cr o s s- s e cti o n al vi e w of t h e

l a y er e d str u ct ur e s i n b ot h sili c o n e a n d e p o x y s a m pl e s. ( e) S c h e m ati c of ri gi d e p o x y  fil a m e nt t e n sil e a n d el a st o m eri c  fil a m e nt b o n di n g f or c e t e sti n g s et u p t e sti n g

s et u p s. (f)  Y o u n g ’s  m o d ul u s of pri nt e d  fil a m e nt s r ei nf or c e d b y pri sti n e, p arti all y f u n cti o n ali z e d, a n d f ull y f u n cti o n ali z e d c ar b o n  fi b er. ( g)  Y o u n g ’s  m o d ul u s of pri nt e d

e p o x y  fil a m e nt s u n d er diff er e nt tr e at m e nt s. ( h)  T e n sil e fr a ct ur e s urf a c e of f u n cti o n ali z e d c ar b o n  fi b er- e p o x y  fil a m e nt. (i)  B o n di n g f or c e of el a st o m eri c c o m p o sit e

fil a m e nt s f a bri c at e d u si n g diff er e nt  m et h o d s. (j)  B o n di n g f or c e of pri nt e d el a st o m eri c  fil a m e nt s u n d er diff er e nt d ef or m ati o n c o n diti o n s. S c al e b ar s: ( a – d) 1  m m. ( h)

1 0 0 μ m, i n s et: 1 0 μ m.

Z.  Y a n g et al.
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writi n g t e c h ni q u e i n  m a n uf a ct uri n g c o m p o sit e s,  w e t e st e d t h e b o n di n g

f or c e (Fi g. 6 e, Fi g s. S 1 3 – S 1 5 ) b et w e e n sili c o n e a n d  fi b er pr o d u c e d b y

i nj e cti o n- m ol d e d a n d o ur  DI W  m et h o d s.  T h e b o n di n g f or c e of pri nt e d-

f ull y  w a s 3 5  N,  w hi c h i s c o m p ar a bl e t o t h e b o n di n g f or c e of  m ol d e d-

f ull y (Fi g. 6 i a n d Fi g. S 1 3 ). Si mil ar r e s ult s  w er e o b s er v e d i n p arti all y

f u n cti o n ali z e d s a m pl e s.  A d diti o n all y, t h e b o n di n g f or c e of t h e pri nt e d

s a m pl e s  w a s t e st e d aft er diff er e nt  m e c h a ni c al d ef or m ati o n s, s p e ci fi c all y

1 0 0 0 c y cl e s of b e n di n g a n d 1 0 0 0 c y cl e s of t wi sti n g.  T h e r e s ult s s h o w

t h at t h e b o n di n g f or c e  w a s  w ell  m ai nt ai n e d  wit hi n t h e  m ar gi n of err or

(Fi g. 6 j a n d Fi g. S 1 4 ). E v e n aft er c o nti n u o u s b e n di n g a n d t wi sti n g f or

1 0 0 0 c y cl e s, t h e s a m pl e s  m ai nt ai n e d t h eir b o n di n g str e n gt h a n d c o ul d

still lift a 1 k g  w ei g ht ( Fi g. S 1 5 c ).

I n s u m m ar y, t hi s pr e ci s el y c o ntr oll a bl e f a bri c ati o n pr o c e s s h a s b e e n

s u c c e s sf ull y a p pli e d t o a di v er s e r a n g e of t h er m o s etti n g  m at eri al s (fr o m

sili c o n e t o e p o x y i n k).  O ur  DI W pri nti n g  m et h o d n ot o nl y c o n cl u si v el y

d e m o n str at e s t h e a d a pt a bilit y a n d pr e ci si o n, b ut al s o u n d er s c or e s it s

p ot e nti al i n a d v a n ci n g t h e  fi el d of t h er m o s etti n g c o m p o sit e  m at eri al

m a n uf a ct uri n g, p a vi n g t h e  w a y f or i n n o v ati v e a p pli c ati o n s a cr o s s

v ari o u s i n d u stri e s.

Fi g.  7. I nt erf a ci al b e h a vi or of  fi b er / m atri x. ( a) S c h e m ati c of n a n oi n d e nt ati o n t e st o n c ar b o n  fi b er. ( b)  B ef or e a n d aft er s c a n s of t h e  fi b er a n d i n d e nt ati o n ar e a t e st e d

b y t h e pr o b e of t h e n a n oi n d e nt er. S c al e b ar: 1 0 μ m. ( c) I nt erf a ci al str e n gt h f or diff er e nt  fi b er tr e at m e nt s. ( d) S c h e m ati c of i n d e nt ati o n p o siti o n s f or t h e  X P M t e st s. ( e)

O pti c al i m a g e s of  fi b er a n d s urr o u n di n g e p o x y aft er a n  X P M t e st. S c al e b ar: 1 0 μ m. (f)  X P M  H ar d n e s s a n d r e d u c e d  m o d ul u s r e s ult s f or (l eft t o ri g ht) pri sti n e, p arti all y

f u n cti o n ali z e d, a n d f ull y f u n cti o n ali z e d  fi b er s. ( g) S c h e m ati c of c ar b o n  fi b er cr o s s- s e cti o n a n d s urr o u n di n g e p o x y  w h e n  writt e n  wit h t h e c o a xi al n o z zl e  w hi c h s h o w s

t h e sili c a-ri c h o ut er r e gi o n. ( h) L o a d- d e pt h c ur v e s f or t h e t hr e e di sti n ct r e gi o n s of t h e c o m p o sit e cr e at e d b y t h e c o a xi al n o z zl e.

Z.  Y a n g et al.
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3.5. Interfacial behavior of ZnO functionalized fiber

Different techniques are utilized for analyzing interface mechanics of
fiber-matrix interfaces [49 51]. As shown in Fig. 7a, push-out tests were
performed by pushing the fiber through the polymer matrix until
debonding occurs via nanoindentation. The shear strength was deter-
mined by analyzing the load applied to the fiber tip and the depth of
indentation [52]. The use of this micro-characterization system enables
precise localized measurement, as well as facilitating direct character-
ization through optical and scanning based characterization methods.
Additionally, because of the versatility of this approach, it has been used
in many investigations with different material systems [53 60]. In our
study, a force of 80 mN was applied to push the fibers into the matrix
surface. Nonlinearities in the load-displacement curve indicating the
fiber-matrix separation were observed well below the maximum load
[54]. The force response during this action is recorded, and the
debonding load for the fiber is determined. A comparison of a single
fiber before and after indentation is displayed in Fig. 7b. In this study,
we tested the pristine, partially functionalized, and fully functionalized
carbon fibers (Fig. 7c). As a result, the fully functionalized fiber has the
highest debonding load at an average of 72.85 mN. Compared to the
pristine fiber, the calculated interfacial strength of the fully function-
alized fiber increased by 57%. Such enhancement is attributed to the
mechanical interlocking provided by ZnO nanowires.

To compare the hardness and reduced moduli between pristine and
ZnO functionalized fibers, XPM was utilized. The testing area of XPM
was set to focus on the central fiber and the surrounding epoxy surface.
A square grid of 25 indents was used to plot out a 25 25 m2 area
around each type of fiber (Fig. 7d e). Through the comparison of XPM
analysis results (Fig. 7f), we found that ZnO functionalization increased
the hardness of the fibers from 3.86 GPa to 5.75 GPa. Additionally, fully
functionalized fibers exhibited the highest reduced modulus of 49.99
GPa, which is 274% of pristine fibers. Therefore, ZnO functionalization,
besides being thermally helpful for the AM process, also affords per-
sisting interfacial strength to the composite.

As seen through this study, the viscosity of the matrix must be kept
within a range of fluidity. Silica nanoparticles distributed throughout
the matrix aid greatly in the printing of epoxies. However, one problem
with silica nanoparticles is that as the viscosity increases, the matrix
material that forms the interface between the fibers and the rest of the
matrix is hindered in its attempt to attach to the fibers, and the fibers are
pre-impregnated in advance. In this way, the outer shell of the printing
filament can be efficiently secured to the print bed while the interior of
the filament is filled with lower viscosity materials that bond well to the
carbon fibers.

The results from the samples created by this nozzle indicate that it is
working as intended. To analyze the effectiveness of the nozzle, three 80
mN indents identical to the indentation function of the previous tests
were made (Fig. 7g). The fiber was indented, followed by an indent
made on the epoxy near the center of the nozzle cross-section. This was
followed by an indent near the edge of the sample, where the silica
particles are. The inner epoxy indentation load-depth plot peaks at the
rightmost of the plot as it is the least stiff, but the stiffness of the epoxy
on the outside is improved. The fiber held by the inner epoxy is well
bonded (Fig. 7h). This technique can be expanded in future work to
allowmore types of materials to be printed extremely easily compared to
traditional methods. The simple design of the nozzle ensures that extra
complexity is kept to a minimum so that the rapid pace of this method of
composite manufacturing can stay unchanged.

4. Conclusions

This study utilized a coaxial nozzle combined with a fiber surface
modification technique to enhance the direct ink writing capabilities in
the manufacturing of continuous fiber-reinforced thermosetting poly-
mer composites. Our significant contributions were that we proposed

the concept of how fiber surface modification aids in the 3D printing of
composite materials and realized an expanded printable range of ther-
mosetting materials. By investigating the improved thermal conductiv-
ity of functional fibers, we enhanced the 3D printing capabilities of
thermosetting composites. Furthermore, through rheological control
and process parameter optimization, we achieved in-situ curing,
enhancing printing accuracy. Testing on the interfacial behavior be-
tween ZnO functionalized fibers and matrix materials also indicated that
the hydrothermal chemical growth of ZnO nanowires is an effective
method to enhance the interfacial mechanical properties of carbon fiber
composites. These advancements support applications such as electro-
magnetic interference shielding, piezoelectric energy harvesting, energy
storage devices, advanced sensor technologies, and structural compo-
nents in aerospace industries.
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