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ABSTRACT  Metal-organic frameworks (MOFs) have been explored for analytical applications
because of their outstanding properties such as high surface areas, flexibility and specific structure
features, especially for chromatography application in recent years. In this work, a chiral MOF Ni
(D-cam) (H,0), with unusual integration of molecular chirality, absolute helicity, and 3-D intrinsic
chiral net was chosen as stationary phase to prepare Ni(D-cam)(H,0)o-coated open tubular
columns for high-resolution gas chromatographic (GC) separation. Two fused-silica open tubular
columns with different inner diameters and lengths, including column A (30 m x 250 pm i.d.) and
column B (2 mx 75 pum i.d.), were prepared via a dynamic coating method. The chromatographic
properties of the two columns were investigated using n-dodecane as the analyte at 120 °C. The
number of theoretical plates (plates/m) of the two metal-organic framework (MOF) columns
was 1300 and 2750, respectively. The racemates, isomer and linear alkanes mixture were used as
analytes for evaluating the separation properties of Ni(D-cam) (H,O)»-coated open tubular columns.
The results showed that the columns offered good separations of isomer and linear alkanes mixture,
especially racemates. Chirality 26:27-32, 2013.  © 2013 Wiley Periodicals, Inc.
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INTRODUCTION

Recently, metal-organic frameworks (MOFs) represent a
relatively novel class of hybrid inorganic—organic porous crys-
talline materials, which have received increasing attention be-
cause of their fascinating coordination structures and unusual
properties, such as uniform structured nanoscale cavities,
high surface area, chemical tunability, as well as excellent
chemical and thermal stability. The crystal lattice of the MOFs
is constructed by coordination bonds between metal ions or
clusters and organic building blocks (multidentate organic
ligands). Up to now, a large number of MOFs have been
synthesized and obtained diverse applications in many fields
including gas storage, catalysis, drug delivery, sensing and
separation, which have been covered in some significant re-
views.!™ Particularly, a series of MOFs have been explored
for analytical applications because of their diverse structures
and unusual properties.'® For instance, MOFs have been used
as novel multi-functional materials for direct application to
infield sampling,'"'? solid-phase extraction (SPE),'*Y’
solid-phase microextraction (SPME),'®?! high-resolution gas
chromatography (GC),'?2-%6 high performance liquid chroma-
tography (HPLC)*~*2 and capillary electrophoresis (CE).*

Chirality plays important roles in chemistry and biology,
and biological evolution is absolutely dependent on the occur-
rence of chiral recognition and catalysis. Considering the im-
portance of chiral recognition, tremendous research efforts
have been invested into the development of chiral recognition
materials. Therefore, the design and synthesis of chiral
MOFs have attracted great attention because of their poten-
tial applications in chiral separation and asymmetric catalysis.
The main advantages for chiral MOFs are that their frame-
work structures, chiral pore environment and functionality
can be finely controlled by the choice of metal ions or clusters
and chiral ligands. In recent years, a large number of chiral
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MOFs have been synthesized,**° and used as seaparation ma-

terials and catalysis. To date, there are only a few studies on
Chiral MOFs that are used as chiral stationary phases (CSPs)
for separation of racemic compounds in liquid chromatography
(LC)*** and high-resolution gas chromatography (GC).*>

MOFs with an intrinsically chiral topology such as quartz,
srs, and zeolite beta have attracted interest for decades due
to their potential applications in chiral recognition. Chiral
Nickel(Il) complex containing (+)-camphor has been used
as the chiral stationary phase in GC, which exhibited excel-
lent chiral recognition ability for racemic alkyl-substituted
cyclic ethers.*® Here we report a chiral MOF Ni(D-cam)
(H»0)» with unusual integration of molecular chirality, abso-
lute helicity, and 3-D intrinsic chiral net (Figure 1) as chiral
stationary phase for high-resolution gas chromatographic
(GC), which was synthesized by using D-(+)-camphoric acid
as ligand according to the method of Zhang et al.* In this
work, we fabricated a Ni(D-cam) (H,0O),-coated open tubular
column for separation of organic compounds, including
racemates, aromatic isomers and linear alkanes. The chiral
column has excellent selectivity and also possesses good rec-
ognition ability toward these organic compounds, especially
chiral compounds.

EXPERIMENTAL
Materials and Chemicals

All chemicals were of at least analytical grade and used without further
treatment. D-(+)-camphoric acid (99%) was purchased from Adamas. Ni
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Fig. 1. (a) A view of 1-D left-handed M-helix (dashed blue line) in MOF Ni
(D-cam) (H50)»; (b)3-D framework in MOF Ni(D-cam) (H,0),.

(NO3)6H,0 (98%) was purchased from Alfa Aesar. Na,CO3 was from
Tianjin Fengchuan Chemical Reagent Science and Technology Co. Ltd.
(Tianjin, China). Racemates of citronellal, alanine, methionine, leucine,
proline, 1-phenyl-1,2-ethandiol, 2-amino-1-butanol, glutamic acid and phe-
nyl-succinic acid were obtained from Sigma, their injection mass of each
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racemate was 1 pg. The n-alkanes were n-Cy to n-Cy5 mixture by 3 pg in-
jection mass. The a,B-ionone isomer was 500 ng injection mass. Ethanol
(HPLC grade) was given from TEDIA.

Instrumention

The scanning electron microscopy (SEM) micrographs were recorded
on a Philip model XL30ESEMTMP scanning electron microscope at 30.0
kV. The X-ray diffraction (XRD) patterns were recorded with a D/max-3B
diffractometer  (Rigaku, Japan) using Cu Ka radiation. The
thermogravimetric analysis (I'GA) experiment was performed on a ZRY-
1P simultaneous thermal analyzer (Shanghai, P. R. China) from room
temperature to 800 °C at a ramp rate of 10 °C min .

All GC separations were performed on a Shimadzu GC-2014C (Kyoto,
Japan) system with a flame ionization detector (FID), a split injection port,
and a capillary control unit. The instrument control and data acquisition
were carried out by the N-2000 software (Zhida Information Engineering
Co., Ltd., Zhejiang University, P. R. China). Nitrogen (99.999%) was used
as the carrier gas. The inlet temperature of gas chromatograph was set to
200 °C, and the temperature of FID was set to 250 °C.

Synthesis of Ni(D-cam)(H20)2
Ni(D-cam) (H»0) crystals were synthesized according to Zhang et al.*!
Typically, D-camphoric acid (0.1021 g), Na,C0O5(0.0503 g), and Ni(NO5)
6H,0 (0.3098 g) were dissolved in 7 mL ultrapure water in a 25 mL Teflon
cup under stirring for 20 min at room temperature. The vessel was then
sealed and heated at 120 °C for 5 days. The autoclave was subsequently

allowed to cool to room temperature. The green crystals were obtained.
Samples for XRD and TGA were dried at 120 °C.

Fabrication of the Ni(D-cam)(H20)2-coated Open Tubular
Column

Untreated fused silica capillary columns with a polyimide outer coating
were manufactured by Yongnian Optical Fiber Factory (Hebei province,
P. R. China). The fused silica open tubular column was treated according
to the following method before dynamic coating: the open tubular column
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Fig. 2. (a) Simulated and Synthesized XRD patterns of Ni(D-cam) (H>0)»; (b) TGA curve of the prepared Ni(D-cam) (H20)»; (c) SEM images of Ni(D-cam) (H50)»
deposited on the inner wall of the open tubular column A; (d) SEM images of the cross section of Ni(D-cam) (H,0), coating in part of the open tubular column A.
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was filled with 1 M NaOH, sealed at both ends, and maintained for 2 h.
Thereafter, the open tubular column was washed successively with
ultrapure water for 1 h, 0.1 M HCl for 2 h, and ultrapure water again until
the outflow reached neutrality. The column was then purged with nitro-
gen for 6 h at 120 °C.

The Ni(D-cam) (H,0O).-coated open tubular column was fabricated by a
dynamic coating method. Briefly, a 2 mL ethanol suspension of the Ni
(D-cam) (H,0)» (1 mg mL 1) was introduced into the open tubular column
under gas pressure, and then pushed through the column at a rate of 50 cm
min ! to leave a wet coating layer on the inner wall of the open tubular
column. A 2 m long buffer tube was attached to the end of the open tubular
column as a restrictor to avoid acceleration of the solution plug near the end
of the column. Finally, the coated open tubular column was flushed for 6 h
with nitrogen and then conditioned from 30 to 250 °C, increasing its temper-
ature at a rate of 1 °C min~ " and was held at 250 °C for 6 h.

RESULTS AND DISCUSSION
Characterization of the Synthesized Ni(D-cam)(H20)2
and Ni(D-cam)(H20)2-coated Open Tubular Columns

In this study, two Ni(D-cam)(H,O).-coated open tubular
columns with different inner diameters and lengths, including
column A (30 mx250 um i.d.) and column B (2 mx75 um
i.d.), were prepared by a dynamic coating method using Ni
(D-cam) (H50)5 as the stationary phase. The column efficiency
of the two Ni(D-cam)(H»0)s-coated open tubular columns
was measured by using n-dodecane as the test compound at
120 °C. The number of theoretical plates (plates/m) of column
A and column B were 1300 and 2750, respectively.

The prepared Ni(D-cam) (H,0), crystals were dried at 120 °C
under reduced pressure for XRD characterization. The suc-
cessful synthesis of Ni(D-cam)(H,0), crystals was con-
firmed by XRD analysis (Figure 2a). Figure 2b shows that
the TGA curve of the Ni(D-cam) (H,0O), crystals, which is sta-
ble up to 250 °C and therefore suitable for GC usage. SEM
analysis was used to investigate the coating properties of
the MOF crystals on the inner wall of the column. The
SEM images showed that the column A had an approxi-
mately 2 um thick Ni(D-cam)(H»O), coating on the inner
wall (Figure 2c and d).

To evaluate the classification of novel chromatographic
stationary phases, the McReynolds constants were used to
describe the polarity of Ni(D-cam)(H,0)o-coated open
tubular column by choosing benzene, 1-butanol, 2-pentanone,

—* n-dodecane

H (mm)

0.8 —

0.6 -

0.4

02

T T T T T T T T T T T T T T T T T 1
0 5 10 15 20 25 30 35 40 45
u (cm/s)

Fig. 3. Van Deemter plot for n-dodecane on capillary column B(2 m long x 75 um
id.)under 120 °C.

1-nitropropane, and pyridine as test solutes. The respective
constants of the five selected test solutes are thought to mea-
sure various interactions between the stationary phase and
the analytes, including weak dispersion forces, polarizability,
hydrogen-bonding ability, dipolar and acidic characters of the
stationary phase. Squalane is used as a standard nonpolar sta-
tionary phase, then the McReynolds constants of the chiral
MOF column were compared to that of squalane. The
obtained McReynolds constants of five reference analytes
were 153, 254, 192, 166, 391 for benzene, 1-butanol,
2-pentanone, l-nitropropane and pyridine on column B at
140 °C, respectively. The average of the five McReynolds con-
stants was 231, which indicates that the polarity of the Ni
(D-cam) (H>0)5 is moderate. The elution sequence of the probes
was benzene, nitropropane, 2-pentanone, 1-butanoland pyridine.

Figure 3 gives the Van Deemter plot of column B for
n-dodecane under 120 °C. The optimal linear velocity value
of this open tubular column was 11.5 cm s~!

Gas Chromatographic Separation Properties of Ni(D-cam)
(H20)2-coated Open Tubular Column (column B)

In this work, we chose linear alkanes mixture and position
isomer as analytes to investigate the separation ability and
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Fig. 4. GC chromatograms on the open tubular column B (a) for the sepa-
ration of alkanes using a temperature program: 50 °C for 0.5min, 40 °C/min to
180 °C, and 3 pg of injection mass of each alkane; (b) for the separation of
ionone isomer at 110 °C, and 500 ng of injection mass of a,B-ionone isomer.

TABLE 1. Separation of racemates on column B

Temperature Retention Separation
Racemates ([{©)] factor (k;) factor (o)
citronellal 100 1.21 1.14
alanine’ 100 0.96 1.56
methionine’ 97 1.15 1.32
leucine’ 105 0.46 2.42
proline’ 100 0.49 1.99
glutamic acid’ 120 1.64 1.26
2-amino-1-butanol’ 120 113 115
1-phenyl-1,2-ethandiol’ 135 1.67 1.22
phenyl-succinic acid 95 1.13 1.13

*Trifluoroacetyl isopropyl ester derivate; Ptrifluoroacetyl derivate; “isopropyl
ester derivate.
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Fig. 5. GC chromatograms on the MOF-coated open tubular column B(2 m long x 75 um i.d.)for the separation of racemates. a) citronellal at 100 °C under a N,
linear velocity of 11.9 cm s ; b) alanine derivative at 100 °C under a N, linear velocity of 12.5 cm s ¢)methionine derivative at 97 °C under a N, linear velocity of 12.3
cm s ; d) leucine derivative at 105 °C under a N, linear velocity of 13.0 cm s™; e) proline derivative at 100 °C under a N, linear velocity of 13.2 cm s ; f) glutamic acid
derivative at 120 °C under a N, linear velocity of 11.0 cm sh g) 1-phenyl-1,2-ethandiol derivative at 120 °C under a N, linear velocity of 11.5 cm s h) 2-amino-1-butanol
derivative at 135 °C under a N, linear velocity of 10.0 cm st phenyl-succinic acid derivative at 95 °C under a N, linear velocity of 12.1 cm s™. 1 ug of injection mass of
each racemate. * Trifluoroacetyl isopropyl ester derivate; = trifluoroacetyl derivate; © isopropyl ester derivate.

selectivity of Ni(D-cam) (H,0)o-coated column. Figure 4a
shows that all the seven #n-alkanes (n-Cy to n-C;5) were base-
line separated on the column B with sharp peaks and in a
short time by temperature-programmed control. The elution
sequence of the seven z-alkanes on the column B follows the
order of boiling points because longer linear alkane has stron-
ger Van der Waal’s force with MOF.2* Except for the normal
alkanes mixture, the column can separate isomer, and the sep-
aration chromatogram of o,B- ionone is shown in Figure 4b. As
can be seen from Figure 4b, the o,B- ionone obtained baseline
separation on column B. The experimental results show that
the Ni(D-cam) (H50), possesses high selectivity and excellent
separation performance for alkanes mixture and isomers.

In Ni(D-cam) (H50)5, the enantiopure ligand D-cam coexist
with the 3-D intrinsically chiral topology net. In addition,
the MOF Ni(D-cam) (H>0O)» has three homochiral features: a
3-D intrinsically homochiral net, homohelicity, and
enantiopure molecular chirality. 3-D framework materials
with integrated homochiral features have the potential for en-
hanced chiral recognition and enantioselectivity. Therefore,
the chiral 3-D framework Ni(D-cam)(H,0), was mainly used
for the separation of racemates. Nine racemates were separated
on column B, including citronellal, alanine, methionine, leucine,
proline, glutamic acid, 2-amino-1-butanol, 1-phenyl-1,2-ethandiol
and phenyl-succinic acid. Table 1 showed the retention factors
(ky) for the first eluted enantiomer and separation factors (o).
Their enantiomeric resolutions on column B are exhibited in
Figure 5. As can be seen from the separation chromatograms,
the column B gave high resolution with short retention times
for the enantioseparation of nine racemates, which show
baseline separation for all enantiomer pairs except for proline,
1-phenyl1,2-ethandiol and 2-amino-1-butanol. There are the
same elution orders for five amino acid derivates, in which L
enantiomers are eluted after D.

Chirality DOI 10.1002/chir

Ni(D-cam) (H>0)o-coated column has excellent chiral rec-
ognition ability and selectivity toward racemates due to the in-
fluence of the chiral microenviroment of Ni(D-cam)(H»0),
with its unusual integration of molecular chirality, lefthanded
M-helix, and 3-D intrinsic chiral net. Consequently, the chiral
recognition ability of the Ni(D-cam) (H,0)»-coated column for
the separation of racemates primarily arises from the surface
of the crystals in which the steric fit between the homochiral
framework and conformation of the solute molecule is the
main interactive force.’® Except for these interactions,
many other interactions between racemates and chiral MOF
Ni(D-cam) (H>0)» have also enhanced the chiral recognition
and enantioselectivity in GC, including hydrogen bonding,
dipole-dipole, dispersion, and van der Waals forces. In addi-
tion, Ni(D-cam) (H20O)s-coated column (column B) possesses
good stability, which can withstand over 500 injections
without significant decline of selectivity and separation ability
under 250 °C.

CONCLUSIONS

In conclusion, we have demonstrated a homochiral MOF
Ni(D-cam) (H,0), as a promising chiral stationary phase
for GC separation. The Ni(D-cam) (H,0)4-coated open tubu-
lar column showed excellent selectivity. The results
presented that chiral MOF Ni(D-cam) (H,0)» has excellent
recognition ability toward alkanes and isomer, especially
for racemates.

ACKNOWLEDGMENTS

This work was supported by the National Science Foundation
(No. 21275126, No. 21127013).



10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

CHIRAL MOF USED AS STATIONARY PHASE IN GC 31

LITERATURE CITED

. Lee JY, Farha OK, Roberts J, Scheidt KA, Nguyen SBT, Hupp JT.

Metal-organic framework materials as catalysts. Chem Soc Rev

2009;38:1450-1459.

. Li JR, Kuppler RJ, Zhou HC. Selective gas adsorption and separation in

metal-organic frameworks. Chem Soc Rev 2009;38:1477-1504.

. Shimomura S, Bureekaew S, Kitagawa S. Porous coordination polymers

towards gas technology. Struct Bond 2009;132:51-86.

. Kurmoo M Magnetic metal-organic frameworks. Chem Soc Rev

2009;38:1353-1379.

. Kuppler RJ, Timmons DJ, Fang QR, Li JR, Makal TA, Young MD, Yuan

DQ, Zhao D, Zhuang W], Zhou HC. Potential applications of
metal-organic frameworks. Coord Chem Rev 2009;253:3042-3066.

. Farrusseng D, Aguado S, Pinel C. Metal-organic frameworks: opportuni-

ties for catalysis. Angew Chem Int Ed 2009;48:7502-7513.

. Meek ST, Greathouse JA, Allendorf MD. Metal-Organic Frameworks: A rapidly

growing class of versatile nanoporous materials. Adv Mater 2011;23:249-267.

. Corma A, Garcia H, Llabrés i Xamena FX. Engineering metal organic

frameworks for heterogeneous catalysis. Chem Rev 2010;110:4606-4655.

. Cychosz KA, Ahmad R, Matzger AJ. Liquid phase separations by crystal-

line microporous coordination polymers. Chem Sci 2010;1:293-302.

Gu ZY, Yang CX, Chang N, Yan XP. Metal-organic frameworks for analyt-
ical chemistry: from sample collection to chromatographic separation. Acc
Chem Res 2012;45:734-745.

Ni Z, Jerrell JP, Cadwallader KR, Masel RI. Metal-organic frameworks as
adsorbents for trapping and preconcentration of organic phosphonates.
Anal Chem 2007;79:1290-1293.

Gu, ZY, Wang, G, Yan, XP. MOF-5 metal-organic framework as sorbent for
infield sampling and preconcentration in combination with thermal de-
sorption GC/MS for determination of atmospheric formaldehyde. Anal
Chem 2010;82:1365-1370.

Zhou YY, Yan XP, Kim KN, Wang SW, Liu MG. Exploration of coordina-
tion polymer as sorbent for flow injection solid-phase extraction on-line
coupled with high-performance liquid chromatography for determination
of polycyclic aromatic hydrocarbons in environmental materials. J
Chromatogr A 2006;1116:172-178.

V de Carvalho PH, Santos Barreto A, Rodrigues MO, de Menezes Prata
V, Barreto Alves P, de Mesquita ME, Alves Junior S, Navickiene S. Two-
dimensional coordination polymer matrix for solid-phase extraction of pesti-
cide residues from plant Cordia salicifolia. ] Sep Sci 2009;32:2132-2138.
Barreto AS, da Silva RL, dos Santos Silva SCG, Rodrigues MO, de Simone
CA, de Sa GF, Junior SA, Navickiene S, de Mesquita ME. Potential of a
metal-organic framework as a new material for solid-phase extraction of
pesticides from lettuce (Lactuca sativa), with analysis by gas chromatogra-
phy-mass spectrometry. J Sep Sci 2010;33:3811-3816.

Gu ZY, Chen Y], Jiang JQ, Yan XP. Metal-organic frameworks for efficient
enrichment of peptides with simultaneous exclusion of proteins from com-
plex biological samples. Chem Commun 2011;47:4787-4789.

Ge D, Lee HK. Water stability of zeolite imidazolate framework 8 and ap-
plication to porous membrane-protected micro-solid-phase extraction of
polycyclic aromatic hydrocarbons from environmental water samples. J
Chromatogr A 2011;1218:8490-8495.

Cui XY, Gu ZY, Jiang DQ, Li Y, Wang HF, Yan XP. In situ hydrothermal
growth of metal-organic framework 199 films on stainless steel fibers for
solid-phase microextraction of gaseous benzene homologues. Anal Chem
2009;81:9771-9777.

Chang N, Gu ZY, Wang HF, Yan XP. Metal-organic-framework-based tan-
dem molecular sieves as a dual platform for selective microextraction and
high-resolution gas chromatographic separation of z-alkanes in complex
matrixes. Anal Chem 2011;83: 7094-7101.

Chen XF, Zang H, Wang X, Cheng JG, Zhao RS, Cheng CG, Lu XQ. Metal-
organic framework MIL-53 (Al) as a solid-phase microextraction adsorbent
for the determination of 16 polycyclic aromatic hydrocarbons in water
samples by gas chromatography-tandem mass spectrometry. Analyst
2012;137:5411-5419.

Yu LQ, Yan XP. Covalent bonding of zeolitic imidazolate framework-90 to
functionalized silica fibers for solid-phase microextraction. Chem
Commun 2013;49:2142-2144.

Gu ZY, Yan XP. Metal-organic framework MIL-101 for high-resolution gas-
chromatographic separation of xylene isomers and ethylbenzene. Angew
Chem Int Ed 2010;49:1477-1480.

23.

24.

25.

26.

27.

28.

29.

30.

31

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

Chang N, Gu ZY, Yan XP. Zeolitic imidazolate framework-8 nanocrystal
coated capillary for molecular sieving of branched alkanes from linear
alkanes along with high-resolution chromatographic separation of linear
alkanes. ] Am Chem Soc 2010;132:13645-13647.

Chang N, Yan XP. Exploring reverse shape selectivity and molecular siev-
ing effect of metal-organic framework UIO-66 coated capillary column for
gas chromatographic separation. J] Chromatogr A 2012;1257:116-124.

Gu ZY, Jiang JQ, Yan XP. Fabrication of isoreticular metal-organic
framework coated capillary columns for high-resolution gas chromato-
graphic separation of persistent organic pollutants. Anal Chem
2011;83:5093-5100.

Fan L, Yan XP. Evaluation of isostructural metal-organic frameworks
coated capillary columns for the gas chromatographic separation of
alkane isomers. Talanta 2012;99:944-950.

Yang CX, Yan XP. Metal-organic framework MIL-101(Cr) for high-
performance liquid chromatographic separation of substituted aromatics.
Anal Chem 2011;83:7144-7150.

Yang CX, Chen YJ, Wang HF, Yan XP. High-performance separation of
fullerenes on metal-organic framework MIL-101(Cr). Chem Eur ]
2011;17:11734-11737.

Fu YY, Yang CX, Yan XP. Control of the coordination status of the open
metal sites in metal-organic frameworks for high performance separation
of polar compounds. Langmuir 2012;28:6794-6802.

Yang CX, Liu SS, Wang HF, Wang SW, Yan XP. High-performance liquid
chromatographic separation of position isomers using metal-organic
framework MIL-53(Al) as the stationary phase. Analyst 2012;137:133-139.
Liu SS, Yang CX, Wang SW, Yan XP. Metal-organic frameworks for
reverse-phase high-performance liquid chromatography. Analyst
2012;137:816-818.

Fu YY, Yang CX, Yan XP. Metal-organic framework MIL-100(Fe) as the
stationary phase for both normal-phase and reverse-phase high perfor-
mance liquid chromatography. J] Chromatogr A 2013;1274:137-144.

Li LM, Wang HF, Yan XP. Metal-organic framework ZIF-8 nanocrystals as
pseudostationary phase for capillary electrokinetic chromatography. Elec-
trophoresis 2012;33:2896-2902.

Zhang J, Liu R, Feng PY, Bu XH. Organic cation and chiral-anion
templated 3-D homochiral open-framework materials with unusual square
planar M4 (OH) units. Angew Chem Int Ed 2007; 46:8388-8391.

Zhang ], Chen SM, Valle H, Wong M, Austria C, Cruz M, Bu XH. Manga-
nese and magnesium homochiral materials: decoration of honeycomb
channels with homochiral chains. ] Am Chem Soc 2007;129:14168-14169.
Zhang J, Yao YG, Bu XH. Comparative study of homochiral and racemic
chiral metal-organic frameworks built from camphoric acid. Chem Mater
2007;19:5083-5089.

Zhang J, Chen SM, Wu T, Feng PY, Bu XH. Homochiral crystallization of
microporous framework from achiral precursors by chirality catalysis. J
Am Chem Soc 2008;130:12882-12883.

Morris RE, Bu XH. Induction of chiral porous solids containing only achi-
ral building blocks. Nat Chem 2010;2:353-361.

Zhang J, Chen SM, Nieto RA, Wu T, Feng PY, Bu XH. A tale of three carbox-
ylates: cooperative asymmetric crystallization of 3-D microporous framework
from achiral precursors. Angew Chem Int Ed 2010;49:1267-1270.

Kang Y, Chen SM, Wang F, Zhang J, Bu XH. Induction in urothermal syn-
thesis of chiral porous materials from achiral precursors. Chem Commun
2011;47:4950-4952.

Nuzhdin AL, Dybtsev DN, Bryliakov KP, Talsi EP, Fedin VP.
Enantioselective chromatographic resolution and one-pot synthesis of
enantiomerically pure sulfoxides over a homochiral Zn-organic frame-
work. J Am Chem Soc 2007; 129:12958-12959.

Padmanaban M, Miiller P, Lieder C, Gedrich K, Griinker R, Bon V,
Senkovska I, Baumgirtner S, Opelt S, Paasch S, Brunner E, Glorius F,
Klemm E, Kaskel S. Application of a chiral metal-organic framework in
enantioselective separation. Chem Commun 2011;47:12089-12091.
Tanaka K, Muraoka T, Hirayama D, Ohnish A. Highly efficient chromato-
graphic resolution of sulfoxides using a new homochiral MOF-silica com-
posite. Chem Commun 2012;48:8577-8579.

Zhang M, Pu ZJ, Chen XL, Gong XL, Zhu AX, Yuan LM. Chiral recogni-
tion of a 3D chiral nanoporous metal-organic framework. Chem Commun
2013;49:5201-5203.

Xie SM, Zhang Z], Wang ZY, Yuan LM. Chiral metal-organic frameworks
for high-resolution gas chromatographic separations. J] Am Chem Soc
2011;133:11892-11895.

Chirality DOI 10.1002/chir



32

46.

47.

XIE ET AL.

Xie SM, Zhang XH, Zhang ZJ, Yuan LM. Porous chiral metal-organic
framework InH(D-C10H1404)2 with anionic-type diamond network for
high-resolution gas chromatographic enantioseparations. Anal Lett
2013;46:753-763.

Xie SM, Zhang XH, Zhang ZJ, Zhang M, Jia J, Yuan LM. A 3-D
open-framework material with intrinsic chiral topology used as a

stationary phase in gas chromatography. Anal Bioanal Chem
2013;405:3407-3412.

Chirality DOI 10.1002/chir

48.

49.

50.

Schurig V, Biirkle W. Extending the scope of enantiomer resolution by
complexation gas chromatography. ] Am Chem Soc 1982;104:7573-7580.
Zhang J, Chen SM, Zingiryan A, Bu XH. Integrated molecular chirality,
absolute helicity, and intrinsic chiral topology in three-dimensional
open-framework materials. ] Am Chem Soc 2008;130:17246-17247.

Ikai T, Okamoto Y. Structure control of polysaccharide derivatives for ef-
ficient separation of enantiomers by chromatography. Chem Rev
2009;109:6077-6101.



