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phane by chemical vapor deposition.
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1
COLORED FUNCTIONALIZED [2,2]
PARACYCLOPHANE AND COLORED
CHEMICAL FILM

CROSS-REFERENCE TO RELATED
APPLICATION

This application claims priority of Taiwanese Invention
Patent Application No. 109145012, filed on Dec. 18, 2020.

FIELD

The disclosure relates to a [2,2]paracyclophane and a
chemical film formed thereof, and more particularly to a
colored functionalized [2,2]paracyclophane and a colored
chemical film formed thereof.

BACKGROUND

A poly-para-xylylene film prepared by virtue of chemical
vapor deposition of [2,2]paracyclophane is compatible with
substrates of various materials and surface structures, and
does not cause damage to the original mechanical property
of the substrate. Additionally, [2,2]paracyclophane and the
poly-para-xylylene film formed thereof both share a char-
acteristic of biocompatibility. Therefore, the poly-para-xy-
lylene film is widely used in the biomedical field as a surface
coating of medical equipment.

Nevertheless, conventional poly-para-xylylene films, e.g.,
commercialized parylene N, parylene C, parylene HT, and
parylene D are all available as transparent and colorless
poly-para-xylylene films, and thus, after a poly-para-xy-
lylene film is formed by chemical vapor deposition, the
quality of such poly-para-xylylene film cannot be deter-
mined by the naked eye unless expensive inspection instru-
ments are being utilized, which is not only time-consuming
and costly, but also impossible to immediately adjust the
process conditions accordingly by inspecting the quality of
the poly-para-xylylene film straightaway after the process
ended. Moreover, since the poly-para-xylylene film is trans-
parent and colorless, the naked eye is unable to distinguish
whether the film has been coated or not yet coated, which
might result in the coated film being coated repeatedly, or
the uncoated film being left uncoated. The colorless feature
of the poly-para-xylylene film is also disadvantageous for
medical personnel who need to inspect medical equipment
using naked eye before conducting medical treatment, and
thus, there is a risk of a medical equipment that is uncoated
or that has a torn film being implanted into the human body.

SUMMARY

Therefore, an object of the disclosure is to provide a
colored functionalized [2,2]paracyclophane for forming a
colored chemical film that can alleviate at least one of the
drawbacks of the prior art.

According to the disclosure, there is provided a colored
functionalized [2,2]paracyclophane having formula (I):

(W)
CH,—CH,
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I_A

s

CH,—CH,
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wherein A represents a group having formula (A1), formula
(A2), or formula (A3):

(Al)
—NH R?
Rl
(A2)
0
B
0
(A3)
wherein,
R' and R? each independently represent —H, —F, —Cl,
—Br, —I, —CF,, —CHF,, —CH,F, —CCl,, —CHCl,,
—CH,Cl, —CBr,, —CHBr,, —CH,Br, —CI,, —CHL,

—CH,I, —NO,, —CN, or —SO,CHj;, with the proviso that
R' and R? are not —H at the same time;

Q' represents

~) =0 =)

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 4;

X!, X?, X3, and X* each independently represent —H,
—F, —Cl, —Br, or —I, with the proviso that X!, X2, X3, and
X* are not —H at the same time.

The other object of the disclosure is to provide a colored
chemical film that can alleviate at least one of the drawbacks
of the prior art.

According to the disclosure, there is provided a colored
chemical film including a functionalized poly-p-xylylene
having formula (II):

wherein,

an

o and p each independently represent an integer of 2 to
10,000; and

A represents a group having formula (A1), formula (A2),
or formula (A3):
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(A1)

—NH R?
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wherein,

R' and R? each independently represent —H, —F, —ClI,
—Br, —I, —CF,, —CHF,, —CH,F, —CCl;, —CHCl,,
—CH,(Cl, —CBr;, —CHBr,, —CH,Br, —CI;, —CHI,,
—CH,I, —NO,, —CN, or —SO,CHj;, with the proviso that
R' and R? are not —H at the same time;

Q' represents

~) = =)

or —N(C,H,,,,,)(C,,H,,,.,), wherein m and n each inde-
pendentl¥ represent an integer of 1 to 4; and

X!, X2, X3, and X* each independently represent —H,
—F, —Cl, —Br, or —I, with the proviso that X', X?, X3, and
X* are not —H at the same time.

DETAILED DESCRIPTION

A colored functionalized [2,2]paracyclophane of the dis-
closure is represented by formula (I):

CH,
CH
wherein,

A represents a group having formula (A1), formula (A2),
or formula (A3):

@O
»—CH,

Z |
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»—CH,
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-continued
o (A2)
Ql
-
<)
(A3)
Xl
XZ
X4
3

X3

In formula (A1), R' and R? each independently represent
—H, —F, —Cl, —Br, —I, —CF;, —CHF,, —CH,F,
—CCl;, —CHCl,, —CH,Cl, —CBr;, —CHBr,, —CH,Br,
—~ClI;, CHI,, —CH,I, —NO,, —CN, or —SO,CH;, with
the proviso that R' and R? are not —H at the same time. In
some embodiments, R' and R? each independently represent
—H, —F, —CF;, —CN, or —SO,CH,, with the proviso
that R' and R? are not —H at the same time. In some
embodiments, R" represents —H, and R? represents —NO,
or —CN. In some embodiments, R' represents —F, and R?
represents —H.

In formula (A2), Q' represents

) (O

or —N(C,H,,,,)(C,,H,,,.,), wherein m and n each inde-
pendently represent an integer of 1 to 4. In some embodi-
ments, Q' represents

—N 0
/

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 2. In some embodi-
ments, Q' represents

—N O
__/

In formula (A3), X', X2, X3, and X* each independently
represent —H, —F, —Cl, —Br, or —I, with the proviso that
X!, X2, X3, and X* are not —H at the same time. In some
embodiments, X', X2, X3, and X* each independently rep-
resent —H or —F, with the proviso that X', X?, X, and X*
are not —H at the same time.

A colored chemical film of the disclosure, including a
functionalized poly-p-xylylene is represented by formula
ID:



US

an

wherein,

o and p each independently represent an integer of 2 to
10,000; and

A represents a group having formula (A1), formula (A2)
or formula (A3):

15
(A1)
—NH R?
R! 20
(A2)
0,
B O )
(A3)
Xl
30
/
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x? 35

In formula (A1), R' and R? each independently represent

—H, —F —Cl, —Br, —I, —CF,, —CHF,, —CH,F,
—CCl,, —CHCl,, —CH,CIl, —CBr,, —CHBr,, —CH,Br,
—Cl,, —CHL,, —CH,I, —NO,, —CN, or —SO,CH,, with 40

the proviso that R' and R? are not —H at the same time. In
some embodiments, R' and R? each independently represent
—H, —F, —CF;, 3
that R' and R? are not —H at the same time. In some
embodiments, R' represents —H, and R? represents —NO,
or —CN. In some embodiments, R' represents —F, and R”
represents —H.
In formula (A2), Q' represents

] _NO’ _Q

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 4. In some
embodiments, Q' represents

45
50
55

60

—N 0
/

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 2. In some embodi-
ments, Q' represents
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—N 0
N

In formula (A3), X!, X2, X3, and X* each independently
represent —H, —F, —Cl, —Br, or —I, with the proviso that
X!, X2, X3, and X* are not —H at the same time. In some
embodiments, X', X2, X3, and X* each independently rep-
resent —H or —F, with the proviso that X', X?, X?, and X*
are not —H at the same time.

A method of forming a colored functionalized [2,2]para-
cyclophane into a colored chemical film may be conducted
by, e.g., chemical vapor deposition, in which the colored
functionalized [2,2]paracyclophane is subjected to sublima-
tion, cracking, and deposition sequentially, such that the
colored chemical film is formed on a substrate. The tem-
perature range for the sublimation is 80° C. to 150° C., the
temperature range for the cracking is 500° C. to 850° C., the
temperature range for the deposition is —=10° C. to 50° C., the
pressure range for the chemical vapor deposition is 20 mTorr
to 500 mTorr, and the flow rate range of an inert gas for the
chemical vapor deposition is 5 sccm to 200 sccm. The
material of the substrate may be, but is not limited to, silicon,
glass, metal, or polymer.

Examples of the disclosure will be described hereinafter.
It is to be understood that these examples are exemplary and
explanatory and should not be construed as a limitation to
the disclosure.

Example 1

Preparation of a Colored Functionalized
[2,2]paracyclophane (Compound I-1)

—CH, CH,—CH,
Br
BI‘Z
Fe
—CH, CH,—CH,
(11
—CH,
: i Br
—CH,
Cs,CO;3
Pdy(dba)y/P(t-Bu)s
—CH
2 H
N
NO,
—CH,

(I-1]
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Synthesis of Compound 1

The synthesis of Compound 1 was conducted under a
nitrogen environment with light isolation using aluminum
foil. First, 1.17 mL (22.68 mmole) of liquid bromine was
added into 225 mL of dichloromethane to obtain a mixture
solution. Next, 22.5 mL of the mixture solution was added
to 600 mg of iron powder, followed by reaction for 1.5 hours
to obtain a reaction mixture. Then, 4.5 g (21.60 mmole) of
[2,2]paracyclophane dissolved in 216 mL of dichlorometh-
ane was slowly and completely dropped into the reaction
mixture, followed by reaction for 20 minutes. After that, a
remaining portion of the mixture solution was dropped
completely, followed by reaction for 1 hour, and then 400
mL of a saturated solution of sodium bisulfite was added to
stop the reaction, thereby obtaining a coarse product. The
coarse product was extracted 2 times with 400 mL of
dichloromethane each time, and an organic phase was col-
lected therefrom. The organic layer was dehydrated with
anhydrous magnesium sulfate, and the solvent in the organic
layer was removed using a rotary evaporator, followed by
purification using column chromatography (stationary
phase: silica gel 60, eluent: n-hexane, retention factor
(Rf)=0.4), so as to obtain a white powder, i.e., Compound 1
(4.23 g, yield: 68%).

Compound 1 was identified using a nuclear magnetic
resonance spectrometer (BRUKER Avance 1™ 300 MHz).
The result is shown below.

'"H-NMR (300 MHz, CDCl,), &(ppm): 7.12 (dd, J=8.1,
2.1 Hz, 1H), 6.56-6.42 (m, 6H), 3.44 (dtd, J=11.6, 2.7, 2.1
Hz, 1H), 3.23-2.75 (m, 7H).

Synthesis of Compound I-1

The synthesis of Compound I-1 was conducted under a
nitrogen environment. Compound 1 (2.0 g, 6.96 mmole),
cesium carbonate (Cs,COj5, 7.72 g, 23.69 mmole), tri-tert-
butylphosphine (P(t-Bu,), 1.8 mL, 0.35 mmole), 4-nitroa-
niline (1.92 g, 13.92 mmole), and tris(dibenzylideneacetone)
dipalladium(0)(Pd,(dba);, 0.16 g, 0.175 mmole) were
dissolved in 60 mL of o-xylene, and then heated to a
temperature of 135° C., followed by reaction at such tem-
perature for 24 hours to obtain a coarse product. The coarse
product was filtered with filter paper and a cake was col-
lected therefrom. The cake was extracted 3 times with 60 mL
of ethyl acetate each time, and an organic layer was collected
therefrom. The organic layer was dehydrated with anhy-
drous magnesium sulfate, and the solvent in the organic
layer was removed using a rotary evaporator, followed by
purification using column chromatography (stationary
phase: silica gel 60, eluent: n-hexane/ethyl acetate=3/1,
Rf=0.4), so as to obtain a yellow powder, i.e., Compound I-1
(0.56 g, yield: 23%).

Compound I-1 was identified using a nuclear magnetic
resonance spectrometer (BRUKER Avance 1™ 300 MHz),
a FT-Infrared spectrometer (FT-IR, HORIBA FT-720), a
mass spectrometer (Hiden Analytical HAL RC 511), and a
melting point apparatus (MBA, METTLER TOLEDO
MP70). The results are shown below.

'"H-NMR (300 MHz, CDCls), &(ppm): 8.08 (d, J=9.0 Hz,
2H), 6.87 (dd, J=6.3, 1.5 Hz, 1H), 6.78 (dd, J=5.4, 1.8 Hz,
2H), 6.60-6.43 (m, 5H), 6.13 (s, 1H), 5.94 (s, 1H), 3.10-2.83
(m, 7H), 2.78-2.68 (m, 1H).

13C-NMR (CDCl,, 300 MHz): 150.0, 141.8, 139.6, 139.5,
139.2, 137.0, 136.2, 134.3, 133.8, 133.1, 131.3, 130.2,
128.9, 127.2, 126.1, 113.0, 35.1, 34.7, 34.0, 33.7.

ESI-MS(ESI"): m/z (%)=345.16 (100) [M+1].

FT-IR(KBr): v/em™'=3350, 3065, 3007, 2928, 2892,
2853, 1600, 1498, 1474, 1323, 1288, 1180, 1111, 841, 751.

Melting point: 186° C.-187° C.
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Preparation of a Colored Chemical Film

Compound I-1 was placed into a chemical vapor deposi-
tion equipment that was fed with argon (flow rate: 50 sccm)
continuously such that the pressure inside the chemical
vapor deposition equipment was controlled at 380 mTorr.
After that, Compound I-1 was sublimated at a sublimation
temperature of 110° C., and then cracked at a cracking
temperature of 650° C. After that, the cracked Compound I-1
was deposited on a gold-plated silicon substrate (commer-
cially available from Gredmann Taiwan Ltd.) at a deposition
temperature of 30° C., and then polymerized to form a
colored chemical film including a functionalized poly-p-
xylylene having formula (II-1):

(1I-1)
NO,

wherein o and p each independently represent an integer
of 2 to 10,000.

Example 2

Preparation of a Colored Functionalized
[2,2]paracyclophane (Compound 1-2)

Br
+

CH,—CH,
CH,—CH,

(1

2»—CH,

CH
z H
|

CH,—CH,
[1-2]

t-BuONa
Pd,(dba);/P(t-Bu)s

A
Z

CN

Synthesis of Compound I-2

The synthesis of Compound I-2 was conducted under a
nitrogen environment. Compound 1 (1.0 g, 3.48 mmole),
sodium tert-butoxide (t-BuONa, 0.5 g, 0.52 mmole), P(t-
Bu,) (180 uL, 36 umole), 4-aminobenzonitrile (0.41 g, 3.48
mmole), and Pd,(dba); (32 mg, 35 umole) were dissolved in
25 mL of o-xylene and heated to a temperature of 135° C.,
followed by reaction at such temperature for 12 hours. After
that, 25 mL of 10% aqueous solution of ammonium chloride
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was added to stop the reaction, thereby obtaining a coarse
product. The coarse product was extracted 3 times with 25
mL of ethyl acetate each time, and an organic layer was
collected therefrom. The organic layer was dehydrated with
anhydrous magnesium sulfate, and the solvent in the organic
layer was removed using a rotary evaporator, followed by
purification using column chromatography (stationary
phase: silica gel 60, eluent: n-hexane/ethyl acetate=3/1,
Rf=0.4), so as to obtain a yellow powder, i.e., Compound I-2
(0.24 g, yield: 21%).

Compound I-2 was identified using the same instruments
as those for Compound I-1. The results are shown below.

"H-NMR (300 MHz, CDCls), &(ppm): 7.42 (d, J=8.7 Hz,
2H), 6.88 (dd, J=8.1, 1.8 Hz, 1H), 6.80 (d, J=8.7 Hz, 2H),
6.57 (dd, J=7.8, 1.8 Hz, 1H), 6.50-6.41 (m, 4H), 5.90 (s, 2H),
3.09-2.82 (m, 7H), 2.75-2.65 (m, 1H). "*C-NMR (300 MHz,
CDCl,): 141.7, 139.5, 139.1, 137.3, 136.1, 134.0, 133.7,
133.6, 132.4, 131.2, 129.7, 128.5, 127.2, 120.0, 114.1,
101.0, 35.1, 34.7, 34.0, 33.7.

ESI-MS(ESI"): m/z (%)=325.17 (100) [M+1].

FT-IR(KBr): v/iem™'=3369, 3030, 2923, 3093, 2860,
2225, 1611, 1582, 1501, 1486, 1431, 1320, 1173, 1114,
1020, 974, 880, 818, 647, 493.

Melting point: 168° C.-169° C.
Preparation of a Colored Chemical Film

Compound I-2 was placed into a chemical vapor deposi-
tion equipment that was fed with argon (flow rate: 50 sccm)
continuously such that the pressure inside the chemical
vapor deposition equipment was controlled at 380 mTorr.
After that, Compound I-2 was sublimated at a sublimation
temperature of 120° C., and then cracked at a cracking
temperature of 700° C. After that, the cracked Compound I-2
was deposited on a gold-plated silicon substrate at a depo-
sition temperature of 30° C., and then polymerized to form
a colored chemical film including a functionalized poly-p-
xylylene having formula (II-2):

(I1-2)

e @
o 14

wherein o and p each independently represent an integer of
2 to 10,000.

Example 3

Preparation of a Colored Functionalized
[2,2]paracyclophane (Compound I-3)

CH,—CH,
TiCly
—_—
HCI1,COCH;
CH,—CH,
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-continued
CH,—CH,
Q/\O
CH,—CH,
[2]
NaBH,

(6]
@F m
HO
TsOH+H,0 ‘ F
F
[4]
[3]
CH,—CH,
= (6]
.

CH,—CH,

[2]
F LiHMDS
[4]
CH,—CH, F
D

CH,—CH,
[I-3]

Synthesis of Compound 2

The synthesis of Compound 2 was conducted under a
nitrogen environment. First, 1,1-dichlorodimethyl ether
(220 pL, 2.44 mmole) was dissolved in 5 mL of dichlo-
romethane to obtain a mixed liquor. Next, under an ice bath
environment of 0° C., titanium (IV) chloride (530 ul, 4.8
mmole) was added into the mixed liquor, followed by
reaction for 30 minutes to obtain a reaction mixture. After
that, 0.5 g (2.4 mmole) of [2,2]paracyclophane dissolved in
15 mL of dichloromethane was dropped slowly and com-
pletely into the reaction mixture, followed by reaction for
minutes. Then, water was added to stop the reaction, thereby
obtaining a coarse product. The coarse product was
extracted 3 times with 20 mL of dichloromethane each time,
and an organic layer was collected therefrom. The organic
layer was dehydrated with anhydrous magnesium sulfate,
and the solvent in the organic layer was removed using a
rotary evaporator, so as to obtain a white powder, i.e.,
Compound 2.
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Compound 2 was identified using the same instrument as
that for Compound 1. The result is shown below.

'"H-NMR (300 MHz, CDCl,), & (ppm): 9.93 (s, 1H), 7.00
(d, J=1.8 Hz, 1H), 6.71 (dd, J=6.0, 1.8 Hz, 1H), 6.58-6.34
(m, 5H), 4.12-4.04 (m, 1H), 3.29-2.88 (m, 7H).
Synthesis of Compound 3

First, 1.5 g (10.00 mmole) of 6-fluoro-1-indanone was
dissolved in 40 mL of ethanol to obtain a mixed liquor. Next,
under an ice bath environment of 0° C., the mixed liquor was
gradually added into 0.38 g (10.00 mL) of sodium borohy-
dride (NaBH,) in 10 portions. After one portion of the mixed
liquor was added, a reaction for 10 minutes was conducted
before adding another portion. After all of the mixed liquor
were added, the ice bath was removed, followed by reaction
under room temperature for 3 hours to obtain a coarse
product. The organic solvent in the coarse product was
removed using a rotary evaporator, and then the coarse
product was extracted 2 times with mL of ethyl acetate each
time to collect the organic layer therefrom. The organic layer
was dehydrated with anhydrous magnesium sulfate and the
solvent in the organic layer was removed using a rotary
evaporator, followed by purification using column chroma-
tography (stationary phase: silica gel 60, eluent: n-hexane/
ethyl acetate=6/1, Rf=0.3), so as to obtain a transparent oily
substance, i.e., Compound 3 (1.12 g, yield: 73%).

Compound 3 was identified using the same instrument as
that for Compound 1. The result is shown below.

'"H-NMR (300 MHz, DMSO), &(ppm): 7.21 (dd, J=8.1,
2.4 Hz, 1H), 7.08-6.95 (m, 2H), 5.31 (d, J=6.0 Hz, 1H), 5.01
(dd, J=12.9, 6.6 Hz, 1H), 2.90-2.82 (m, 1H), 2.80-2.60 (m,
1H), 2.40-2.30 (m, 1H), 1.84-1.72 (m, 1H).
Synthesis of Compound 4

First, 0.53 g (3.48 mmole) of Compound 3 and 0.07 g
(0.35 mmole) of p-toluenesulfonic acid monohydrate
(TsOH.H,0O) were added into 25 mL of toluene to obtain a
mixture. Next, the mixture was refluxed to 110° C. using a
Dean-Stark device, followed by reaction at such temperature
for 1 hour to obtain a coarse product. After that, the coarse
product was cooled to room temperature, and then washed
2 times with 25 mL of saturated solution of sodium hydro-
gen carbonate each time. Thereafter, the coarse product was
dehydrated with anhydrous magnesium sulfate, followed by
removal of an organic solvent using a rotary evaporator.
Subsequently, the coarse product was purified using column
chromatography (stationary phase: Silica gel 60, eluent:
n-hexane/ethyl acetate=6/1, Rf=0.9), so as to obtain a trans-
parent oily substance, which was Compound 4 (0.36 g,
yield: 77%).

Compound 4 was identified using the same instrument as
that for Compound 1. The result is shown below.

'"H-NMR (300 MHz, CDCl,), &(ppm): 7.36 (dd, J=8.1,
5.1 Hz, 1H), 7.07 (dd, J=9.0-2.4 Hz, 1H), 6.90-6.81 (m, 2H),
6.62 (d, J=5.7 Hz, 1H), 3.35 (s, 2H).
Synthesis of Compound I-3

The synthesis of Compound I-3 was conducted under a
nitrogen environment. First, 56 mg (0.42 mmole) of Com-
pound 4 and 0.63 mL (0.63 mmole) of lithium bis(trimeth-
ylsilyl)amide (LiHMDS) were dissolved in 1.5 mL tetrahy-
drofuran, followed by reaction for 30 minutes to obtain a
reaction mixture. Then, a solution formed by dissolving 0.1
g (0.42 mmole) of Compound 2 in 2 mL of tetrahydrofuran
was slowly and completely dropped into the reaction mix-
ture to allow a reaction to proceed for 12 hours, followed by
adding a saturated solution of ammonium chloride to end the
reaction, so as to obtain a coarse product. The coarse product
was extracted 3 times with 5 mL of dichloromethane each
time, and then dehydrated with anhydrous magnesium sul-
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fate. Thereafter, the organic solvent in the coarse product
was removed using a rotary evaporator, followed by puri-
fication using column chromatography (stationary phase:
Silica gel 60, eluent: n-hexane/ethyl acetate=19/1, Rf=0.7),
so as to obtain a yellow powder, i.e., Compound I-3 (43 mg,
yield: 29%).

Compound I-3 was identified using the same instruments
as those for Compound I-1. The results are shown below.

"H-NMR (300 MHz, CDCl,), 8 (ppm): 7.49-7.46 (m, 2H),
7.25-7.20 (m, 1H), 7.03-6.93 (m, 2H), 6.86-6.77 (m, 1H),
6.65-6.54 (m, 6H), 6.45-6.43 (m, 1H), 3.64-3.56 (m, 1H),
3.23-2.87 (m, 7H).

3C-NMR (300 MHz, CDCl;), & (ppm): 140.0, 139.8,
139.6, 139.4, 139.2, 136.5, 136.3, 136.1, 1359, 135.2,
134.5, 133.4, 133.3, 133.1, 132.1, 133.0, 132.1, 130.8,
130.7, 128.7, 128.3, 127.9, 126.9, 35.4, 35.1, 34.8, 34.6.

ESI-MS (ESI"): m/z (%)=352.16 (37) [M].

FT-IR (KBr): v/ecm™'=3052, 3021, 2922, 1614, 1591,
1515, 1483, 1365, 1330, 1268, 1183, 1161, 1125, 1107, 955,
929, 896, 836, 647, 49.

Melting point: 127° C.-128° C.

Preparation of a Colored Chemical Film

Compound I-3 was placed into a chemical vapor deposi-
tion equipment that was fed with argon (flow rate: 50 sccm)
continuously such that the pressure inside the chemical
vapor deposition equipment was controlled at 380 mTorr.
Next, Compound I-3 was sublimated at a sublimation tem-
perature of 130° C., and then cracked at a cracking tem-
perature of 700° C. After that, the cracked Compound I-3
was deposited on a gold-plated silicon substrate at a depo-
sition temperature of 50° C. and then polymerized to form
a colored chemical film including a functionalized poly-p-
xylylene having formula (II-3):

oS

O e @
o P

wherein o and p each independently represent an integer of
2 to 10,000.

(11-3)

Example 4

Preparation of a Colored Functionalized
[2,2]paracyclophane (Compound 1-4)

CH,—CH,
H,S0,
—_
HNO;
CH,—CH,
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CH,—CH,
N02
H,
—_—
Pd/C
CH,—CH,
[5]
CH,—CH,
NH,
CH,—CH,
[6]
CH,—CH,
NH,
"
CH,—CH,
[6]

(6] Cl o
microwave
+ E———
0 N
H
O

o) N
H,—CH,

C
N
(6]
C

H,—CH,
[1-4]

Synthesis of Compound 5

First, 4.4 mL (76.8 mmole) of sulfuric acid was dropped
into 2.7 mL (38.4 mmole) of nitric acid to obtain a mixture
solution. Next, 4.0 g (19.2 mmole) of [2,2]paracyclophane
dissolved in 370 mL of dichloromethane was dropped
slowly into the mixture solution, followed by reaction for 4
hours to obtain a coarse product. Thereafter, the organic
solvent in the coarse product was removed with a rotary
evaporator, and the coarse product was extracted for 4 times
with 150 mL of ethyl acetate each time to collect an organic
layer therefrom. The organic layer was dehydrated with
anhydrous magnesium sulfate, and the solvent in the organic
layer was removed using the rotary evaporator, followed by
purification using column chromatography (stationary
phase: silica gel 60, eluent: n-hexane/ethyl acetate=19/1,
Rf=0.5), so as to obtain a yellow powder, i.e., Compound 5
(2.94 g, yield: 60%).

Compound 5 was identified using the same instrument as
that for Compound 1. The result is shown below.

"H-NMR (300 MHz, CDCls), &(ppm): 7.19 (d, J=1.5 Hz,
2H), 6.77 (dd, J=8.1, 1.8 Hz, 1H), 6.61-6.55 (m, 4H), 6.66
(d, J=8.1 Hz, 1H), 4.05-3.97 (m, 1H), 3.21-2.82 (m, 6H),
2.90-2.15 (m, 1H).
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Synthesis of Compound 6

First, 3.0 g (11.84 mmole) of Compound 5 and 180 mg of
palladium on carbon (Pd/C) were dissolved in 160 mL of
ethyl acetate, followed by reaction for 12 hours to obtain a
coarse product. Next, the coarse product was filtered with 3
layers of filter paper, and a cake was collected therefrom.
Then, the cake was added into a small amount of methanol,
followed by recrystallization under an ice bath environment
at =75° C., which was achieved by mixing dry ice and
isopropanol. Subsequently, the formed crystal was purified
by column chromatography (stationary phase: silica gel 60,
eluent: n-hexane/ethyl acetate=3/1, Rf=0.7), so as to obtain
a light yellow powder, i.e., Compound 6 (1.86 g, yield:
70%).

Compound 6 was identified using the same instrument as
that for Compound 1. The result is shown below.

'"H-NMR (300 MHz, CDCl,), &(ppm): 7.15 (dd, J=7.8,
1.8 Hz, 1H), 6.56 (dd, J=7.8, 1.8 Hz, 1H), 6.37 (dd, J=7.8,
1.8 Hz, 2H), 6.24 (d, J=7.5, 1H), 6.11 (dd, J=7.8, 1.8 Hz,
2H), 5.36 (d, J=1.8 Hz, 1H), 3.44 (s, 2H), 3.14-2.89 (m, 6H),
2.84-2.75 (m, 1H), 2.70-2.60 (m, 1H).
Synthesis of Compound I-4

First, 50 mg (0.224 mmole) of Compound 6, 65 mg (0.279
mmole) of 4-chloro-1,8-naphthalic anhydride, and 0.03 mL
(0.336 mmole) of morpholine were added into 0.25 mL of
dimethyl sulfoxide to obtain a mixture. Next, the mixture
was then placed in a CEM Discover focused microwave
synthesizer, followed by reaction for 2 hours at 150 W
microwave power and a temperature of 150° C., so as to
obtain a coarse product. Thereafter, the coarse product was
mixed with water, and then filtered with filter paper so as to
collect a cake that was immersed in water continuously.
After that, the cake was dissolved in dichloromethane, and
then water was removed using anhydrous magnesium sul-
fate. Subsequently, an organic solvent was removed from the
cake using a rotary evaporator, followed by purification
using column chromatography (stationary phase: silica gel
60, eluent: n-hexane/ethyl acetate=3/1, Rf=0.4), so as to
obtain a yellow powder, i.e., Compound I-4 (36 mg, yield:
33%).

Compound I-4 was identified using the same instruments
as those for Compound I-1. The results are shown below.

'"H-NMR (300 MHz, CDCl;), 8(ppm): 8.73 (dd, J=17.1,
7.2 Hz, 1H), 8.54-8.42 (m, 2H), 7.74 (dt, J=27.3, 8.1, 1H),
7.32-7.21 (m, 1H), 6.84-6.80 (m, 2H), 6.69 (s, 2H), 6.57-
6.48 (m, 2H), 6.39 (d, J=7.5 Hz, 1H), 4.11-4.03 (m, 4H),
3.32-3.22 (m, 6H), 3.11-2.95 (m, 4H), 2.90-2.75 (m, 2H).

'3C-NMR (300 MHz, CDCL,): 164.1, 163.6, 155.5, 138.8,
138.7, 138.5, 137.7, 134.7, 134.4, 134.1, 1329, 132.7,
132.3, 131.8, 131.5, 131.3, 130.0, 128.4, 125.8, 123.9,
123.2,117.5, 117.0, 114.9, 66.8, 53.2, 35.2, 35.1, 34.8, 31.0.

ESI-MS(ESI"): m/z (%)=489.22 (85) [M+].

FT-IR(KBr): v/cm™'=2956, 2924, 2854, 1771, 1728,
1697, 1587, 1516, 1451, 1398, 1346, 1300, 1260, 1117,
1086, 1015, 993, 916, 782, 730.

Melting point: 247° C.-248° C.
Preparation of a Colored Chemical Film

Compound I-4 was placed into a chemical vapor deposi-
tion equipment that was fed with argon (flow rate: 50 sccm)
continuously such that the pressure inside the chemical
vapor deposition equipment was controlled at 380 mTorr.
Next, Compound I-4 was sublimated at a sublimation tem-
perature of 125° C., and then cracked at a cracking tem-
perature of 680° C. Thereafter, the cracked Compound I-4
was deposited on a gold-plated silicon substrate at a depo-
sition temperature of 40° C., and then polymerized to form
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a colored chemical film including a functionalized poly-p-
xylylene having formula (II-4):

(I1-4)

N
Q Io)
N
(6]

CH,—CH,

wherein o and p each independently represent an integer of
2 to 10,000.
Ultraviolet-Visible Spectroscopy (UV-Vis)

A UV-Vis spectrometer (Hitachi U-3010) was used to
determine the absorption peaks of the colored functionalized
[2,2]paracyclophanes and the colored chemical films in
Examples 1 to 4 (EX1 to EX4). The results are shown in
Table 1.

TABLE 1

Absorption peak (nm)

Colored functionalized Colored chemical

[2,2]paracyclophane film
EX1 384 401
EX2 315 363
EX3 363 408
EX4 393 421

Referring to Table 1, the absorption peaks of the colored
functionalized [2,2]paracyclophanes in Examples 1 to 4 fall
within the wavelength range of blue-violet light, indicating
that the colored functionalized [2,2]paracyclophanes
absorbs blue-violet light and reflects yellow light after
exposure to white light, and thus, the color of the colored
functionalized [2,2]paracyclophanes as seen by the naked
eye is yellow.

Referring to Table 1, the absorption peaks of the colored
chemical films in Examples 1, 3, and 4 fall within the
wavelength range of blue light, indicating that the colored
chemical films absorbs blue light and reflects yellow light
after exposure to white light, and thus, the color of the
colored chemical films as seen by the naked eye is yellow.

Referring to Table 1, the absorption peak of the colored
chemical film in Example 2 falls within the wavelength
range of blue-violet light, indicating that the colored chemi-
cal film absorbs blue-violet light and reflects yellow light
after exposure to white light, and thus, the color of the
colored chemical film as seen by the naked eye is yellow.

In summary, by functionalizing [2,2]paracyclophane with
the functional groups of formula (Al), formula (A2), or
formula (A3), the colored functionalized [2,2]paracyclo-
phane of this disclosure possesses color, and the colored
chemical film of this disclosure, which is formed from the
colored functionalized [2,2]paracyclophane, possesses color
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that can be seen by the naked eye. Therefore, the colored
chemical film can be inspected using naked eye straightaway
after being processed without requiring use of an inspection
equipment. Moreover, the colored chemical film can be
applied as a surface coating of medical equipments to
identify medical equipment according to their color, such as
how and when to use such medical equipment based on
directionality, for example, order, orientation, chirality, etc.,
which in turn helps to reduce the frequency of incorrect use
of such medical equipment.

In the description above, for the purposes of explanation,
numerous specific details have been set forth in order to
provide a thorough understanding of the embodiment(s). It
will be apparent, however, to one skilled in the art, that one
or more other embodiments may be practiced without some
of these specific details. It should also be appreciated that
reference throughout this specification to “one embodi-
ment,” “an embodiment,” an embodiment with an indication
of an ordinal number and so forth means that a particular
feature, structure, or characteristic may be included in the
practice of the disclosure. It should be further appreciated
that in the description, various features are sometimes
grouped together in a single embodiment, figure, or descrip-
tion thereof for the purpose of streamlining the disclosure
and aiding in the understanding of various inventive aspects,
and that one or more features or specific details from one
embodiment may be practiced together with one or more
features or specific details from another embodiment, where
appropriate, in the practice of the disclosure.

While the disclosure has been described in connection
with what are considered the exemplary embodiments, it is
understood that this disclosure is not limited to the disclosed
embodiments but is intended to cover various arrangements
included within the spirit and scope of the broadest inter-
pretation so as to encompass all such modifications and
equivalent arrangements.

What is claimed is:
1. A colored functionalized [2,2]paracyclophane having
formula (I):
@
CH,—CH,
/ 0
I—A
\
CH,—CH,
wherein,
A represents a group having formula (A1), formula (A2),
or formula (A3):
(AD)
—NH R?
R]
(A2)
O,
D
9]
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-continued

(A3)

wherein,

R' and R? each independently represent —H, —NO,,
—CN, or —S0O,CHj, with the proviso that R' and R?
are not —H at the same time;

Q' represents

= _NC>’ _Q

or —N(C,H,,,,)(C,,H,,,.,), wherein m and n each inde-
pendently represent an integer of 1 to 4; and

X', X2, X?, and X* each independently represent —H,

—F, —CI, —Br, or —I, with the proviso that X!, X2,
X3, and X* are not —H at the same time.

2. The colored functionalized [2,2]paracyclophane as
claimed in claim 1, wherein R! represents —H, and R?
represents NO,, —CN, or —SO,CHs;.

3. The colored functionalized [2,2]paracyclophane as
claimed in claim 2, wherein R! represents —H, and R?
represents —NO, or —CN.

4. The colored functionalized [2,2]paracyclophane as
claimed in claim 1, wherein Q' represents

—N o
/

or —N(C,H,,,,)(C,,H,,,.,), wherein m and n each inde-
pendently represent an integer of 1 to 2.

5. A colored chemical film, comprising a functionalized
poly-p-xylylene having formula (I):

e @
o 14
wherein

o and p each independently represent an integer of 2 to
10,000; and

A represents a group having formula (A1), formula (A2)
or formula (A3):

an
A

/1
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(AD)

——NH R?
RI
o (A2)
O Ql
B
o
(A3)

Xl
L
L
X4
3

X

wherein,

R' and R? each independently represent —H, —NO,,
—CN, or —SO,CHj, with the proviso that R' and R*
are not —H at the same time;

Q' represents

—]J _NC>’ _N\Z\o

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 4; and

X!, X2, X3, and X* each independently represent —H,

—F, —Cl, —Br, or —I, with the proviso that X', X2,
X3, and X* are not —H at the same time.

6. The colored chemical film as claimed in claim 5,
wherein R' represents —H, and R? represents —NO,,
——CN, or —SO,CHs,.

7. The colored chemical film as claimed in claim 6,
wherein R represents —H, and R? represents —NO, or
—CN.

8. The colored chemical film as claimed in claim 5,
wherein Q' represents

—N 0
/

or —N(C,H,,,,)(C,,H,,,+,), wherein m and n each inde-
pendently represent an integer of 1 to 2.

ooooao
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